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ABSTRAKT

Tato prace se zabyva popisem viceslozkovych keramickych materialti (kompozitli) po strance
jejich pripravy pomoci pokrocilych tvarovacich metod a hodnocenim jejich zdkladnich
vlastnosti. Zaméteni prace umoziuje vhled do tfi zékladnich typti keramickych kompozita
délenych podle typu a tvaru ptfidané faze na Casticové, vlaknové a vrstevnaté. Kromé toho byla
také Cast prace vénovana vlivu velikosti a distribuce Castic keramického prasku a (fyzikalni)
modifikaci jejich povrchu na finalni vlastnosti keramického vyrobku. VsSechna Ctyfi
diskutovana témata obsahuji autorovy konkrétni piinosy v dané oblasti ve formé
komentovanych publikaci.
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1. UVOD

Soudoba poptavka po novych technologiich klade zna¢né néaroky na pouzivané
materialy, ze kterych jsou moderni vyrobky vyrabény. Mnoh¢ z tradi¢né uzivanych materiala
piestavaji svymi vlastnostmi stacit a je nutné hledat adekvatni nahradu. Jednou z moznosti je
volit pokrocilé keramické materialy. Tato skupina materiall je pfipravovana z velmi Cistych
chemickych prekurzorti a mize proto nabidnout mnoho vyznamnych uzitnych vlastnosti (nizka
mérnd hmotnost, mechanickd a chemicka odolnost, optické vlastnosti, piezoelektricita atd.).
Nicméné i zde 1ze narazit na limity. Z této pficiny je znacna ¢ast védecké obce zaméfena na
optimalizaci nebo modifikaci procesnich postupii pii vyrobé keramickych praski s cilem
ovlivnéni findlni mikrostruktury.

Prvni kategorie si klade za cil zlepSit zejména chemickou Cistotu syntetizovanych
keramickych ¢astic tak, aby pfipadné necistoty nebranili difuznim procesiim béhem nasledného
tepelného zpracovani — slinovani. Opacnym pfistupem pak mtize byt cilena modifikace riznymi
pfimésemi, které naopak mohou slinovani ulehéit (typickym ptikladem mutze byt slinovani
Vv kapalné f4zi). Jinou variantou je pak ovlivnéni velikosti, tvaru a distribuce ¢astic. Specidlnim
pfipadem pak mtize byt uprava povrchu keramickych ¢éstic, napt. studenou plazmou.

Druh4 kategorie, na kterou se ve vétsi mife zaméfuje tato prace, se pak odklani od
standardn¢ pouzivanych jednofazovych (monolitickych) keramickych systémil a feSeni ve
vylepSeni finalnich vlastnosti hleda zavedenim jedné nebo vice dalSich fazi do struktury.
Vznikéd tak heterostrukturni (vicefazovy) systém; obecné nazyvany kompozit. Keramické
kompozity Ize rozd¢lit do n€kolika zakladnich typt. Ve vétsin€ pfipadu se jedna o matrici, ktera
tvofi majoritni objem celého kompozitu a o pfisadu ve formé castic, whisker nebo vldken
Sriznou distribuci nebo orientaci. Jinym typem jsou vrstevnaté materidly, kde je
mikrostruktura tvofena systémem jednotlivé na sob€ leZicich vrstev dvou a vice keramickych
materiald.

Heterostrukturni materidly jsou pfipravovany ve formé povlakl, vrstev nebo
objemovych téles pokroc¢ilymi technikami v jednom nebo dvou krocich. Jednd se vzdy o
tvarovani a slinovani. Klasické metody, at’ uz uvazujme mokrou nebo suchou cestu ptipravy,
se zakladaji na tvarovani keramického prasku a jeho nasledném vysokoteplotnim zpracovani
Vv druhém kroku. Mezi nejpouzivanéjsi metody, které nevyzaduji aplikaci vnéj$iho tlaku, se fadi
dip coating, spin coating, tape casting, slip casting a elektroforeticka depozice. Jednoosé
lisovani a izostatické lisovani za studena (CIP) jsou metody, u kterych je prvotniho zhutnéni
dosazeno vyvinutym tlakem, vétSinou v fddu MPa. Keramické vyrobky pfipravené témito
metodami jsou nasledné ptesunuty do vysokoteplotni pece a v konven¢nim nebo nekonvenénim
poli zhutnény slinovacim procesem pii relativn€ vysokych teplotach. Existuji ale i metody,
které fazi tvarovani a slinovani kombinuji. Jedna se pfedn¢ o metody izostatické lisovani za
tepla (HIP), horké lisovani (HP) a metodu spark plasma sintering (SPS), u kterych je keramicky



prasek slisovan vysokym tlakem a zdrovenl je konvencné nebo nekonvencné ohiivan.
Nevyhodou téchto technik je jejich cena (zejména u metody HIP) a ptiprava keramickych téles
s omezenou geometrii (U metod HP a SPS).

Tato prace se v mensim rozsahu zabyva popisem technik tpravy keramickych ¢astic pro
zisk jednofazové keramiky s vylepSenymi uzitnymi vlastnostmi a ve vétsi mife technikami
piipravy a hodnocenim heterostrukturnich keramickych systémd, tj. casticovych, vlaknovych a
vrstevnatych kompozit. Kromé literarnich zdroji je pouzita vlastni védecka prace autora, ktera
zahrnuje nékolik typt keramickych materialti a metod piipravy kompoziti.



2. CiLE PRACE

e Modifikace povrchu, velikosti a distribuce ¢astic keramického prasku s cilem ovlivnit
findlni vlastnosti keramického vyrobku pfipraveného nékterou z mokrych pokrocilych
tvarovacich metod.

e Piiprava ¢asticovych kompozitl pomoci pokrocilych tvarovacich metod a analyza jejich
vlastnosti

e Charakterizace ptipravy vldknovych keramickych heterostrukturnich systémii se
zaméfenim na kompozity s polykrystalickymi vldkny

e Heterostrukturni vrstevnaté kompozitni keramiky s pevné vazanym rozhranim

jednotlivych vrstev — pfiprava, slinovani, vlastnosti



3. MODIFIKACE KERAMICKYCH PRASKOVYCH MATERIALU

Jelikoz vyroba keramickych materidlti neprochazi ptes kapalnou fazi, taveni, jako je
bézné u kovovych materidli a jejich slitin, je zasadnim krokem pii jejich pfipravé tvarovani
keramickych ¢astic. K tomuto ucelu se vyuziva fada pokroc€ilych tvarovacich metod. Ty lze
rozdélit na tzv. suché a mokré. Suché tvarovani je principidln€ jednodussi, zahrnuje vétSinou
ruzné metody lisovani vyuzivajici kovové nebo grafitové formy. Keramicky prasek je nasypan
do formy a za aplikace tlaku dochdazi k jeho pocatecnimu (bez ptidaného tepla) nebo findlnimu
(metody umoziujici soubézné slinovani) zhutnéni. Nevyhodou tohoto vyrobniho postupu jsou
limitované geometrické moznosti findlniho vyrobku. Druhou moznosti jsou mokré tvarovaci
metody, kde se nachazi keramické Castice v disperzi polarnich nebo nepolarnich rozpoustédel.
Obecné tyto metody umoznuji vysSSi stupenn variability na designovou naro¢nost vyrabéné
keramiky. Jednim z typickych predstavitelli této kategorie mokrych tvarovacich metod je
elektroforeticka depozice (EPD), ktera navic umoznuje piipravu viceslozkovych keramickych
materiali.

EPD je metodou tvarovani povrchové modifikovanych, nabitych, keramickych castic
Z koloidnich roztoki, disperzi nebo suspenzi pii prichodu elektrického proudu mezi dvéma
elektrodami. Béhem tohoto procesu dochézi k ukladani keramickych castic do hutné vrstvy na
jednu z elektrod za ptispéni pfitazlivych van der Waalsovych sil [1]. Tvar finalni keramiky je

poté dan tvarem elektrody. Schématické znazornéni redlné elektroforetické cely je ukazano na
Obr. 1.
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Obr. 1 Rez celou vyuzitelnou pro EPD keramickych materiali (pfevzato z [2]).
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Stability keramickych c¢astic v daném polarnim nebo nepolarnim médiu se dosahuje
tfemi vyznamnymi typy zpusoby stabilizace [3]. Prvnim stabilizanim mechanismem je reakce
dlouhych polymernich fetézci adsorbovanych na povrchu ¢astic. Tento mechanismus se nazyva
stericka stabilizace. Pfikladem mtize byt adsorpce molekul chitosanu a Zelatiny na povrch
mikrokuli¢ek nebo nanotrubi¢ek [4, 5]. Druhym zptsobem je elektrostaticka stabilizace, kde je
stabilita fizena vznikem naboje o dostate¢né velikosti na povrchu keramickych ¢astic. Vysledny
odpudivy efekt mezi ¢asticemi vykazuje exponencialni charakter, jehoz sila zavisi na velikosti
indukovaného povrchového. Demonstraci tohoto typu stabilizace je naptiklad pouziti
indiferentniho elektrolytu na povrchu ¢&astic oxidu hlinit¢ého [6]. Tietim a zdaleka
nejpouzivanéjSim zpiisobem je kombinace obou diive zminénych mechanismi, tj. stabilizace
elektro-stericka. Tento typ stabilizace lze v literatufe ¢asto nalézt ve spojeni s EPD pouzitim
polyethyleniminu ve vodném [7, 8] nebo nevodném [9] prostiedi.

V oblasti elektro-sterické stabilizace byly na naSem pracovisti provedeny rozsahlé
experimentalni prace zamétené na systém prevazné oxidovych keramik (oxid hlinity, oxid
zirkoni¢ity, hydroxyapatit). Fundamentalnim bylo z tohoto pohledu studium vlivu kyselin
(monochloroctova, dichloroctova, trichloroctova a sirova) a zasad (dietanolamin, trietanolamin
a piperidin) na elektrokinetické chovani oxidu hlinitého a zirkonic¢itého v prostiedi bezvodého
isopropanolu [I]. V této studii bylo zjisténo, ze pii interakci téchto oxidu s kyselinami vznikal
na jejich povrchu zaporny naboj, zatimco v pritomnosti zasad naboj kladny. Tento jev byl
vysvétlen nizkymi disociaénimi konstantami kyselin a zasad v isopropanolu. To umoznilo
elektro-sterickou stabilizaci ¢astic oxidu hlinit¢ého a zirkoni¢itého Kkyselymi anionty a
zasaditymi kationty. Znaménko néboje nebylo uréeno pouze pomoci koncentrace protont, jako
by tomu bylo u vodného prostiedi, ale strukturou aniontu kyseliny nebo kationtu zésady a jejich
koncentrace. Bylo také prokazano, Ze sila interakce mezi aniontem kyseliny nebo kationtem
zasady a povrchu oxidu ma vliv na vlastnosti findlnich keramickych povlaki pfipravenych
EPD. Jelikoz depozity s nejvyssi hustotou a minimem defektti byly ptipraveny pomoci EPD v
prostftedi monochloroctové, dichloroctové a trichloroctové kyseliny, byly nasledné
experimentalni kroky pfevazn€ zaméteny na tyto systémy.

Byl posuzovan zejména vliv koncentrace jednotlivych kyselin na velikost elektrické
vodivosti Vv isopropanolové suspenzi obsahujici oxid hlinity jako kliCovy parametr
k charakterizaci efektivity EPD a kvality vysledné keramiky [I1]. V této praci bylo zjisténo, ze
elektrickd vodivost systému rostla s koncentraci kyselin v isopropanolu a velmi vyznamné
ovliviiovala EPD. Vyssi elektrickd vodivost suspenze vedla ke sniZeni rychlosti depozice, coz
se ukazalo jako urcujici pro uspofadavani keramickych ¢astic do depozitu a povrchovou drsnost
vysledného povlaku. Na Obr. 2 je ukazano, ze pro tyto systémy existuje limitni hranice
elektrické vodivosti, pii které 1ze pfipravovat keramiky s hladkym povrchem.
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Obr. 2 Zavislost povrchové drsnosti keramickych povlaki na elektrické vodivosti
suspenzi ¢astic oxidu hlinitého stabilizovanych kyselinou monochloroctovou, dichloroctovou
a trichloroctovou (pievzato z [11]).

Ziskat kvalitni povrch ov§em znamenalo modifikovat povrch a celou suspenzi vys$im
ptidavkem kyseliny. Takovy postup neni ekonomicky ani ekologicky a vedl tedy k uvaze
ovlivnit povrchovou drsnost keramik pfipravovanych pomoci EPD ptidavkem indiferentniho
elektrolytu. Vybran byl indiferentni elektrolyt na bazi LiCl [llI], ktery umoznil vyznamné
redukovat obsah kyseliny a jiz pfi minimalnim mnozstvi LiCl v suspenzi vyustil v suspenzi
s vysokou elektrickou vodivosti. EPD ztéto suspenze pak vedla ptipravé depozitu bez
povrchového reliéfu, jak je dokumentovano na Obr. 3.

Obr. 3 3D topografie povrchu depozitl piipravenych ze suspenze a) s nizkou
elektrickou vodivosti diky nizkému obsahu stabilizatoru, b) vysokou elektrickou vodivosti
diky vysokému obsahu stabilizatoru c¢) vysokou elektrickou vodivosti diky nizkému obsahu
stabilizatoru a pfidavku LiCl (pfevzato z [I11]).
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Dalsi modifikaci keramickych ¢astic s cilem ovlivnit vysledné vlastnosti keramiky bylo
vysokoenergetické mleti suspenzi obsahujici keramicky material. Toto studium bylo provedeno
na biokeramickych ¢asticich hydroxyapatitu [IV, V]. Suspenze obsahujici hydroxyapatit,
kyselinu monochloroctovou a indiferentni elektrolyt byly mlety v planetovém mlyné 0-48
hodin. Mleti mélo za nasledek rozpad aglomerati o velikosti 10 um komeréniho
hydroxyapatitového prasku. Byla ziskana unimodalni distribuce ¢astic o velikosti ~170 nm.
Tyto jemné Castice V mleté suspenzi se 1épe a rychleji ukladaly na depozi¢ni elektrodu béhem
EPD procesu. Jak modifikace keramického prasku mletim, tak i pfidavek indiferentniho
elektrolytu tedy vedly k optimalizaci pfipravy keramiky. Malé ¢astice umoznily slinovani pfi
nizsich teplotach, coz se odrazilo na vysoké findlni hustoté a nizké stiedni velikosti zrn. Vyse
slinovaci teploty a mikrostruktura vzorku ovlivnila rozpad hydroxyapatitu na trikalcium
fosfaty, porozitu a s ni spojené mechanické a biologické vlastnosti.

Posledni studovanou povrchovou modifikaci keramickych ¢astic byla aplikace studené
plazmy [VI]. Pii experimentech bylo na povrchu ¢astic oxidu hlinitého aktivovaného plazmou
detekovano nezanedbatelné mnozstvi molekul NO a NO,. Tyto molekuly sice neovlivnily
vyznamn¢ zeta potencial suspenzi, tj. nepfispély ke stabilité¢ systému, ale mély vyrazny vliv na
depozicni proces ve formé zvySeni elektrické vodivosti suspenze (zpomaleni depozice, lepsi
ukladani cCastic do depozitu) a kvalitu (drsnost) vysledného depozitu. Prekvapivé byla
zaznamenana netypicka soucasnd katodickd i anodickd depozice, coz vedlo mimo jiné
k domnénce, Ze EPD by mohla zaroven slouzit jako méfici metoda efektivity plazmového
opracovani. Bylo ukdzano, Ze plazmové opracovani keramickych castic umoziiuje vyrobu
homogennich tenkych povlakii pomoci EPD bez pouziti jakychkoli stabiliza¢nich ¢inidel, coz
je velkym benefitem pro Zivotni prostfedi.
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4. CASTICOVE KERAMICKE KOMPOZITY

Existence pokrocilych heterostrukturnich keramickych materialii je odezvou na nizkou
kiehkolomovou charakteristiku monolitick¢ keramiky. Jednim =z pfistupii zlepSeni této
vlastnosti je ptidavek druhé (vyztuzné) faze ve formé ¢astic. Pro uréeni mechanického chovani
kompozitu je pak stéZejni tvar, materidlova podstata a prostorové usporadani vyztuzné faze.
Jednim z nejkritictéjSich faktort je rovnomérna distribuce sekundéarni faze, ktera tzce souvisi
s metodikou ptipravy. Tu Ize obecné rozdélit na dva postupy. Prvnim z nich je prosté smichani
puvodnich praskovych materialti a jejich vyvarovani nékterou z pokroc¢ilych metod nebo pak
vznik sekundarni faze v matrici vnitini reakci béhem vyrobniho procesu. Objemova télesa jsou
nejbéznéji tvarovana z keramickych smési €astic riznych materidlii pomoci lisovacich metod,
tj. pomoci uniaxidlniho lisovani bez nebo s aplikovanym teplotnim polem. Mezi nejzndmé;si
metody patii metody CIP, SPS nebo HP. Z metod vyuzivajici kapalnou fazi pak pfichazeji do
uvahy metoda slip casting. Pro tvorbu povlaki 1ze pouZit rizné nastiiky, metody physical nebo
chemical vapor depositon, dip coating nebo metodu EPD.

Keramicka matrice je béZné vyztuzena keramickymi nebo kovovymi ¢asticemi ve tvaru
kouli, desek nebo vlocek. Primarni mechanismy zodpovédné za zhouZevnaténi keramického
kompozitu jsou interakce mezi ¢elem trhliny a ¢astici, stinéni trhliny, pfemosténi trhliny a
zbytkova napétova pole vznikla rozdilnym koeficientem teplotni roztaznosti matrice a
sekundarni faze [10].

Obr. 4 Typické mikrofotografie mikrostruktur ¢asticovych kompoziti na bazi Al,Oz a ZrO»

(ptevzato a upraveno z [VII]).

Tento typ kompoziti byl pfipraven pomoci metody EPD, ktera umoziiuje dobrou
kontrolu distribuce ¢astic [VII]. V tomto piipadé se jednalo o materialy AloOs a ZrO», které
byly michany v celém koncentraénim rozsahu. Na Obr. 4 jsou ukazany typické mikrostruktury
Casticovych kompozitl, kde tmavou fazi je Al,O3 a svétlou fazi ZrO,. Z Obr. 4a,b) je tedy
patrné, ze v tomto piipade je matrici Al2O3 a ZrOz slouzi jako vyztuzna faze, zatimco na Obr.
4c,d) je matrici ZrO». Ptiprava téchto ¢asticovych materiali byla realizovana pro dikladny
popis slinovaciho procesu kompoziti, véetné aplikace modifikované metody Master Sintering
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Curve, kterd slouzi pro vypocet aktivacni energie slinovani. Z vysledki experimentii vyplynulo,
ze pii niz§im obsahu ZrO; v Al;O3 matrici dochazi k nartstu aktivaéni energie slinovani
Vv disledku zpomalenému zhutnéni Al,O3 diky pinning efektu malych ZrO2 zrn. Tento vysledek
upravuje soucasné poznani, které spocivalo v uvetrejnéné konstantni aktivacni energii v celém
koncentra¢nim rozsahu [11]. Navic byly u téchto kompoziti studovany také mechanické
vlastnosti méfené indentacni technikou. Obecny trend byl zfejmy, se zvySujicim se mnozstvim
oxidu zirkoni€ité¢ho klesala jak tvrdost, tak modul pruznosti v disledku ptivodnich vlastnosti
jednotlivych materiali. Piekvapive bylo zjisténo, Ze sméSovacim pravidlem, které se u téchto
kompozith bézn¢ vyuziva pro odhad mechanickych vlastnosti, se fidi pouze trend poklesu
modulu pruznosti. Trend tvrdosti se od predikce odchyloval. Pozorovana zména tvrdosti podle
Vickerse u ptipravenych ¢asticovych kompozita byla ovlivnéna n¢kolika spole¢né pisobicimi
jevy, jako je propojeni fazi, pfitomna vnitini tepelna napéti, transformacni zpevnéni oxidem
zirkoni¢itym a pinning efektem.

U casticovych kompozith samoziejmé zalezi také na velikosti a mnoZstvi sekundarni
faze. Pokud jsou ¢astice sekundarni faze oproti matrici fadoveé mensi a jeho mnozstvi je v fadu
atomovych procent, pak hovotfime o dopovani. Sekundarni faze zde neplni vyztuznou funkci,
piesto vysledné materidly ziskévaji nové uzitné vlastnosti nebo podstatné vylepsuji ty stavajici
[12].
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Obr. 5 Erbiem dopovana Al,O3 transparentni keramika (vlevo), jeji mikrostruktura s EDX
plosnou analyzou (uprostied) a jeji Vickersova tvrdost v zavislosti na pouzité zatézné sile
(vpravo) (pievzato z [VIII, 1X]).

Na Obr. 5 je ukazan jeden z piikladl ptipravené dopované transparentni keramiky, jeji
mikrostruktury a vlivu dopantu na mechanické vlastnosti. Keramicky kompozit byl vyroben
metodou slip casting, beztlace predslinovan do bodu uzaviené porozity zpracovavaného
keramického télesa a nasledné slinut metodou HIP pfi aplikovaném tlaku 200 MPa argonu.
Dopant oxid erbity a zvolené tepelné zpracovani umoznili vyrazné redukovat rist zrn, coz se
projevilo hodnotou transparentnosti RIT = 56 %, v dobé publikovani nejvyssi dosazenou
hodnotou vV literatuie pro luminiscenc¢ni transparentni Al,Os. Erbium segregované na hranici
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zrn umoznilo intenzivni zelenou, slabou ¢ervenou a infracervenou emisi, jak bylo zjisténo pfi
analyze luminiscencnich vlastnosti. Navic bylo zjisténo, ze tento materidl vykazuje
mimotadnou tvrdost, kterda byla provéfena v celém rozsahu zatéZznych sil a srovnéana
s literarnimi daty. Ziskana zavislost (zelené body prolozené cCarkovanou carou na Obr. 5)

ukazala, ze byl pfipraven material s nejvyssi v literatufe uvadénou tvrdosti dle Vickerse [VIII,
IX].

Specialnim ptipadem c¢asticového kompozitu je funkéné gradientni material (FGM).
Tyto materialy vykazuji plynulou (spojitou) zménu strukturniho a/nebo chemického sloZzeni od
jedné faze ke druhé cilem dosahnout riznych vlastnosti na opaénych stranadch materialu. Na
Obr. 6 je demonstrovana struktura a vlastnosti FGM a klasického ¢asticového kompozitu.
Vyuziti FGM si Ize jednoduse predstavit u materialu ve tvaru desky, ktery na jedné stran¢ bude
namahan extrémnimi teplotami, a na druhé strané teplotami podstatné niz§imi. Takova deska
pak miize slouzit jako tepelny §tit, ktery je z jedné strany velmi odolny proti tepelnému zatiZeni
a z druhé strany ma vhodnou houZevnatost a pevnost. Ptikladd uplatnéni FGM lze v§ak nalézt
mnohem vice, zejména v elektronice [13], optoelektronice [14], feznych nastrojich [15] nebo
1ékaistvi [16].

Funkce
Vlastnost Mehanicka pevnost @ @
Tepelna vodivost @ @
Struktura Jednotlivé prvky: OOQ +o o | | l@c@C@O|
Textura O QOO ® ‘oY 1od Ref
Keramika O Q + . 000000
e e Ooog % | cecece
— O~ O .. L Red Rod R
Vlakno +& qo ® 500000

Mikropér O 0 >Q<>+2. 000000
ot | cecece

Materialy Piiklad FGM non-FGM

Obr. 6 Porovnani struktury a vlastnosti funkéné gradientniho materialu a klasického
¢asticového kompozitu (ptevzato z [17]).

Na pracovisti Ustavu materidlovych véd a inzenyrstvi byl pfipraven pomoci metody
EPD biokeramicky FGM skladajici se z hydroxyapatitu a bioskla [X]. Podobny typ FGM
s kontinudlni zménou chemického sloZeni se do té doby nepodafilo pfipravit. Experimentalni
snahy se soustfedily na pouziti tvarovacich metod vyuzivajicich aplikovaného tlaku jako je
metoda SPS nebo HP nebo na povlakovani metodou plasma spraying. Nicméng, témito
metodami bylo mozné ptipravit kompozit, kde byla zména chemického slozeni realizovana
spise ve formé vrstev [18-20]. O skute¢né FGM se tedy nejednalo. Problémem se ovSem
ukdazalo byt tepelné zpracovani takového FGM konvencnim slinovanim ve vysokoteplotni peci,
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protoze biosklo krystalizuje jiz za velmi nizkych teplot. Prace nicméné¢ piinesla nové poznatky
o slinovani takového kompozitu, které bylo studovano pomoci vysokoteplotni dilatometrie.

14



5. VLAKNOVE KERAMICKE KOMPOZITY

Sekundarni faze celkové modifikujici kiehkolomové chovani keramické matrice miize
byt také ve formé vlaken. U vldken hraje dilezitou roli jejich materialova povaha (polymerni,
skelna, kovova, keramickd), mikrostruktura (monokrystalickd nebo polykrystalickd), délka
(whiskery, kratka vlakna, dlouha vlakna), orientace (preferen¢né nebo nahodile orientované) a
distribuce v matrici. Zajisténa musi byt také spravna adhezni pevnost rozhrani mezi matrici a
vlaknem, aby mohlo dochdzet k efektivnim mechanismiim pfenosu napéti, jako jsou odklanéni
trhliny, vytahovani vlaken, pfemosténi trhliny atd. [21] Pro vyrobu kompoziti s dlouhymi,
orientovanymi vldkny se vyuziva zejména infiltratnich metod, kdy je keramickd matrice
infiltrovana do pfedem piipravené textury vlaken. V ptipad¢ kratkych vldken je mozné vyuzit
metod zminénych v pfedchozi kapitole. Je ale tfeba dbat na dikladnou dispergaci vlaken
V celém objemu matrice.

Do uvahy je nutné vzit teplotu, za které bude redlna keramickd matrice vytuzena vlakny
vyuzivéana. Pokud nepfesahne maximalni provozni teplota 300 °C, je moZzné pouzit polymerni
vldkna. Pokud bude teplota vy$$i, musi to byt zohlednéno vybérem skelnych (do 800 °C),
kovovych (do 900 °C) nebo keramickych vlaken (az do 1800 °C) [22]. U keramickych vlaken
je stézejnim parametrem mikrostruktura. Monokrystalickd vldkna dosahuji vyrazné vyssich
uzitnych vlastnosti nez je tomu u polykrystalickych vlaken, ptesto je jejich piekazkou vysoka
cena a orientace pouze do neoxidovych materialti (SiC, TiN, TiC, SisN4 atd.) [23, 24]. Oxidova
vlakna, typicky z AlOs a ZrO, zacala byt vyrabéna vroce 1979 firmou Du Pont
Vv polykrystalické formé [24]. Od té doby vyvoj vyrobnich technik vyrazné pokrocil a tato
vlakna se zacala vyrabét v mnoha zemich svéta, véetné Ceské republiky ve firmé Pardam s.r.o.
Spolupréce s touto firmou pfinesla zadkladni poznatky o vlivu ZrO: polykrystalickych
mikrovlaken na matrice z oxidu hlinitého a hydroxyapatitu [V, XI].

Obr. 7 Mikrofotografie prasku hydroxyapatitu (vlevo) a ZrO; vlaken (vpravo) (pievzato z
[IVD).
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Metodou EPD byla ptipravena sada kompozitd, kde bylo v hydroxyapatitové matrici
rozptyleno az 16 hm.% ZrO> mikrovlaken [IV]. Ptipravené suspenze byly pied depozici mlety
kvili zjemneéni ¢astic matrice. Na Obr. 7 jsou ukazany aglomeraty hydroxyapatitovych Castic
pted vlastnim mletim a amorfni ZrO2 mikrovlakna, ktera svou polykrystalickou povahu ziskaji
béhem tepelného zpracovani. Redukce velikosti zrn pozitivné ovlivnila mikrostrukturu a
mechanické vlastnosti. Kromé toho bylo zjisténo, ze mikrovlakna v kompozitu byla orientovana
rovnobézné s elektrodou béhem EPD, a to v dusledku rozlozeni ndboje stabilizatoru na
podlouhlych mikrovlaknech. Porozita rostla s mnozstvim ZrOz mikrovlaken v mikrostruktuie
a Vickersova tvrdost a modul pruznosti kompozitt rostly s dobou mleti. Lomova houzevnatost
kompozit byla dvojnasobné oproti monolitickému hydroxypatitu pfi stejné Grovni porozity a
to zejména diky orientovanym ZrOz mikrovlaknim, jemné mikrostruktufe a pfitomnosti poru.
Kompozity byly navic shledany jako bioaktivni testovanim v simulované télni tekuting.

Druha studie shrnuje pfipravu kompozitt s Al.O3 matrici vyztuzenych ZrO:
mikrovlakny pomoci EPD. Elektroforetickd depozice byla provedena z isopropanolovych
suspenzi stabilizovanych kyselinou monochloroctovou obsahujici smés praskového Al2Os a
1 hm.% ZrO mikrovlaken. V praci byly pouzity dva postupy miseni vlaken a matrice: pomoci
mleti a pomoci ultrazvuku. Mleci metoda vyustila v kompozity s ndhodné orientovanymi
mikrovlakny uvnitf matrice Al2O3, ve kterych bylo pozorovano izotropni Sifeni trhlin. Depozice
ze suspenze podrobené ultrazvukovému poli vedla k ziskani kompoziti s mikrovlakny
uspofadanymi rovnobézné s nanaseci elektrodou. Tento zplsob ptipravy minimalizoval jejich
poskozeni. Tyto kompozity vykazaly zvySenou odolnost proti lomu v jednom sméru. Na Obr. 8
jsou ukazany mikrofotografie Al.O3 matrice se ZrO> mikrovlakny a jejich interakce s trhlinou.

Obr. 8 Mikrofotografie Al,Os matrice se ZrO2 mikrovlakny (vlevo) a interakce trhliny se
ZrO2 mikrovlaknem (vpravo) (ptevzato z [XI]).
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6. VRSTEVNATE KERAMICKE KOMPOZITY

Poslednim typem keramickych kompozitl jsou tzv. laminaty, které vznikaji vrstvenim
dvou a vice material na sebe. Vlastnosti takového materialu obvykle nebyvaji izotropni, coz
ma podle typu jednotlivych zvolenych keramik za nésledek zajimavé mechanické, optické nebo
elektrické vlastnosti. V oblasti vlastnosti bylo nejvice vyzkumnych snah vénovano piekonani
inherentni nizké houzevnatosti a spolehlivosti keramiky [25]. Vicefazovy material slozeny
z vrstev muze totiz 1épe pracovat s energii trhliny. Neméné aktudlnim tématem studia je
Vv oblasti optiky vrstevnaté architektura keramickych laserd, které diky této organizaci vykazuji
lepsi nakladani s odpadnim teplem [26, 27]. Z hlediska elektrotechniky pak mohou byt
keramické vrstevnat¢ konvertory mechanické energie na elektrickou soucastmi
piezoelektrickych harvestort [28]. Stézejnim pro funkci keramického laminatu je rozhrani mezi
vrstvami, kde podle jeho pevnosti rozeznavame laminaty se slabé nebo silné¢ vazanym
rozhranim.

Sifici se trhlina ve vrstevnatém keramickém kompozitu se slabymi rozhranimi vrstev
zpusobuje delaminaci vrstev a je vychylovdna ve sméru kolmém ke sméru svého Siteni. Takové
praskliny se stavaji nekatastrofickymi na rozdil od obvyklého chovani monolitické keramiky.
Aby bylo docileno tohoto typu kompozitu, musi byt proveden spravny materialovy vybér pro
jednotlivé vrstvy. Obecné plati, Ze tlustsi a hutnéjsi vrstvy jsou zodpovédné za mechanickou
pevnost a tenci vrstvy tvofici slabé rozhrani uréuji houzevnatost. Na Obr. 9 je ukazana lomova
plocha keramického kompozitu se slabé vazanymi vrstvami a schéma $ifeni trhliny kompozitem
zpisobujici delaminaci vrstev. Tento typ kompoziti 1ze mimo jiné nalézt v ptirod€, zejména u
schranek mekkysu.

V-Notch

| Layer 1 B,C
Primary
4— crack

i ' .lm——iﬂﬂ’i:
e Delamination "\ Secondary TTTTT
] .k 1% crack — Delamination

2 mm AN : :
—Y -, e Layer 3 (interfacial crack)

B,C

Obr. 9 Lomova plocha keramického kompozitu se slabé vazanymi vrstvami (a), schéma Sifeni
trhliny kompozitem (b) (pfevzato z [29]).
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Také vrstevnaté keramické materialy majici siln€é vdzané vrstvy mohou v porovnani
s monolitickymi keramikami vykazovat pozitivni efekty, zejména ve zvySené odolnosti proti
lomu, lomové houzevnatosti a ohybové pevnosti. Tento efekt je docilen pouzitim dvou
chemicky ptibuznych materiald, které jsou vzajemné nerozpustné a maji rozdilny koeficient
tepelné roztaznosti, ktery béhem chladnuti ze slinovaci teploty zptisobi vznik vnitinich napéti
mezi vrstvami. V piipadé pouziti tetragonalniho ZrO, jako jednoho z materialti vrstev mtize
navic dochézet k jeho transformaci do monoklinické struktury, coz je doprovazeno objemovou
zménou [25]. Tyto ptispévky pak vyznamné ovliviwuji trajektorii Sifeni trhliny, jak je
demonstrovano na Obr. 10.

‘ \ [ 1600.000um

T 800.000

1920.000um

1440.000

960.000

480.000

Obr. 10 3D rekonstrukce lomové plochy Al203/ZrO> kompozitu se silné vazanymi vrstvami
(ptevzato z [30]).

K vyrobé vrstevnatych keramickych materidli mlZze byt pouZito vice metod. Mezi
nejznaméjsi patii vrstveni keramickych plath ptipravenych metodou tape casting (nutno dale
aplikovat externi tlak na vrstvy a slinout v jedno téleso), hutnénim keramického prasku ve
vrstvach (lisovaci metody), odlévanim jednotlivych vrstev metodou slip casting, pomoci
centrifugace a metoda EPD.

Keramické vrstevnaté materialy s pevné vazanym rozhranim na bazi Al,Oz/ZrO> jsou
na Ustavu materidlovych véd a inZenyrstvi studovany jiz od roku 2004. Vznikla celd fada
publikaci [2, 30-36], které vzhledem ke svym ohlasiim ve védecké komunité pfinesly rozsifeni
poznani v této tématice. K piipravé téchto kompoziti slouzila zejména metoda EPD a to diky

presné popsané kinetice depozice jednoslozkovych materiald, tj. Al2Oz a ZrO. [34]. Byly
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piipravovany symetrické 1 nesymetrické vrstevnaté materidly s proménnou tloustkou vrstev
diky alternujici elektroforetické depozici, kdy je depozi¢ni elektroda pfesouvana ze suspenze
obsahujici jeden keramicky materidl v pfesném Casovém intervalu do suspenze obsahujici
druhy keramicky material. Timto zpiisobem byly pfipraveny laminaty obsahujici az 150 vrstev,
které byly nésledn¢ hodnoceny po strance Sifeni trhlin na rozhrani za pouziti indentacni
techniky [31, 32, 36], stanoveni vnitinich tahovych a tlakovych napéti [32] a mechanickych
vlastnosti (modul pruznosti, pevnost v ohybu, lomova houzevnatost) [30].

V praci Chlup a kol. [XI1] byl metodou EPD pfipraven vrstevnaty Al.O3/ZrO, kompozit
o poctu 100 vrstev, kde tloustka kazdé¢ vrstvy byla 50 um po slinuti. Tento laminat slouzil pro
experimentalni ovefeni teoretického modelu, ktery si klade za cil stanovit teplotu, pti které
dochazi relaxaci vnitinich napéti. Do té doby byla tato (referen¢ni) teplota uréovana
Z teplotniho intervalu 1180 — 1300°C, pfi¢emz byla jednou z hodnot, ktera slouzi pro vypocet
vnitinich napéti v laminatu. Vnitini napéti tak mohla byt nadhodnocena nebo naopak
podhodnocena. Pro stanoveni referencni teploty byla provedena série dilatometrickych méfeni
a ziskana data pouzita jako vstup pro numerickou simulaci. Vysledky byly porovnany
s méfenou deformaci na vrstevnatém kompozitu a byla urcena referencni teplota pro tento typ
kompozitu Trer = 1470 £40°C, coz je hodnota spiSe vyssi nez byla do té doby pouzivana a je
blizko slinovaci teploté (1500°C). Diky znalosti této teploty 1ze designovat 1épe vnitini napéti

ve vrstvach a zabranit tak vzniku neZzadoucich trhlin.

Obr. 11 Mikrostruktury a) Al203 a b) ZrO2 monolitl a vrstevnatych AloO3/ZrO2 kompozita
s pomérem tloustek vrstev ¢) 2:1, d) 1:1 ae) 1:2 (pievzato z [XIII]).
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Dilatometrickd meétfeni vysokoteplotniho chovani monolitickych 1 vrstevnatych
Al;03/ZrO, kompoziti s riznou tloustkou vrstev byla pfedmétem dal$iho studia [XIII],
piicemz bylo sledovano slinovaci smrsténi téchto materialti v pticném (kolmo k vrstvam, tj. ve
sméru depozice) i v podélném (rovnobézném s rozhranimi vrstev) sméru. Na Obr. 11 jsou
ukazany typické mikrostruktury monoliti AloO3 a ZrO> a vrstevnatych Al>Os/ZrO2 kompozitt
s pomérem tloustek vrstev 2:1, 1:1 a 1:2 (tmavé oblasti — Al2O3, svétlé oblasti — ZrO»).
Slinovani vrstevnatych kompoziti vykazovalo anizotropni chovani. Detailni studie odhalila, ze
smrsténi v podélném sméru bylo fizeno oxidem hlinitym (material s vyssi slinovaci teplotou),
zatimco v pfiném sméru bylo urychlovano smérovym slinovanim vrstev oxidu zirkonicitého.
Pro interpretaci takové kinetiky anizotropniho slinovani byl vyvinut a aplikovan model Master
Shrinkage Curve. Vypoctena aktivacni energie slinovani byla v podélném sméru zvySena a
potvrdila tak omezené moznosti slinovani vrstevnatych materiald.

Samostatnou kapitolou je hodnoceni vlivu zbytkovych vnitinich napéti na smér drahy
Sifeni trhliny, kterd byla ve vrstevnatém kompozitu vytvofena indentacni technikou. V tomto
ptipadé mohou nastat dvé mezni situace: a) trhlina je kolma k roviné rozhrani a b) trhlina
rovnob&znd s rozhranim. Mimo téchto dvou meznich situaci je rozsah uhli vstupu trhlin
(0°,90°), kde by m¢la hrat vyznamnou roli zbytkova vnitini napéti. Obecné plati, ze pokud je
vnéj$i zatizeni aplikovano v rovin€ s vrstvami (pusobici v rezimu otevieni I), tahova
zbytkova/vnitini napéti povedou k naklonéni trhliny do normalového sméru, zatimco tlakova
napéti zpisobi deklinaci z normalového sméru. Tahova napéti tedy zkrati cestu trhliny a tlakova
napéti ji prodlouzi. Pfesto se vyskytl zfejmy rozpor v pozorovani, kdyz jiné vysledky poskytly
povrchové indentacni trhliny a lomové plochy vrstevnatych materiali po ohybovych testech.
Pii konfrontaci téchto vysledki a dodateénych experimentech [XIV] zalozenych na
odbrusovani povrchu s indentem bylo zjisténo, ze odklon indenta¢nich trhlin 1ze spiSe piisoudit
elastickym vlastnostem jednotlivych materidld neZ urovni zbytkovych vnitinich napéti.
Zbytkova napéti v§ak velmi ovlivnila drahu trhlin pod indentem. Informaci o vnitfnich napétich
a jejich vlivu tak poskytuje pouze pozorovani bo¢niho povrchu lomové plochy téles s vrubem
(po ohybovém testu).

Materidlové sloZeni jednotlivych vrstev v kompozitu miZe pfinést fadu vyzev. Takovou
vyzvou je piiprava symetrického neperiodického keramického harvestoru, kde se stiidaji vrstvy
oxidu hlinitého a zirkoniitého s vrstvami piezoelektrického barium titanatu (BaTiOs).
Motivaci pro za€lenéni keramickych vrstev Al203 a ZrOz je ochranné funkce z diivodu jejich
mechanické odolnosti a také moZnosti generovat v téchto vrstvach zbytkova vnitini napéti,
ktera by meéla pozitivné ovlivnit kiehkolomové chovani celého laminatu [28]. Tento typ
kompozitu miize byt uspé€sné piipraven pomoci EPD, piesto jeho vyroba ¢eli hned ne€kolika
piekazkam. Porozita vSech vrstev surového télesa musi byt co nejvice podobna, aby
nedochazelo pfi jeho suseni k rozvoji vnitfnich napéti a vzniku nezadoucich trhlin. Druhy
problém nastava b&hem procesu konvenéniho slinovéani, kdy rozdilné koeficienty teplotni

roztaznosti jednotlivych materidli mohou zplisobit delaminaci. Dal§im pozorovanym
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negativnim jevem je silna reakce barium titanatu s okolnimi vrstvami, coz vede ke vzniku
novych fazi [28, 37]. V limitnim ptipad¢ dochazi k reakci v celém objemu BaTiOz vrstvy i
vrstvy ¢i vrstev okolnich v disledku vymény atomi v perovskitové struktute ABOsz barium
titandtu, zejména na A pozici s atomy o valenci 3+. Tyto mechanicky slabsi, strukturné
komplikované, faze pak mohou byt zdrojem trhlin nebo mohou usnadnit jejich Sifeni. Z tohoto
diivodu byla provéfena moznost vyroby podobnych typi kompozitli obsahujici mechanicky
odolné vrstvy ZrO» a vrstvy piezokeramiky BaTiO3z nebo (BaogsCao,15)(Zro,1Tio)Os (BCZT),
coz je piezoelektricky material odvozeny od barium titanitu, kombinaci EPD a slinutim
v nekonvenénim poli pomoci techniky SPS [XV]. Na Obr. 12 jsou ukazany mikrostruktury
pfipravenych laminatii slinutych konvenéné ve vysokoteplotni peci a pomoci techniky SPS.
Z Obr. 12a,c) je zfejmé, ze konvenéni slinovani ZrO./BaTiOsz a ZrOz/BCZT laminatd pii
teplotach 1300 °C a 1500 °C (teploty béZné pouzivané pro konvencni slinovani téchto
materialtl) s dobou vydrze 2 h vedlo ke zna¢nym reakénim déjim zptsobujicim rozvoj trhlin a
destrukci mikrostruktury. Naproti tomu stejné depozity slinuté technikou SPS (viz Obr. 12b,d)),
kterd vyuziva aplikovaného tlaku (50 MPa) a velmi rychlého ohfevu (100 °C/min), ukazaly
potlaceny nebo zadny vyvoj nezddoucich reakénich fazi. Tento vysledek znamend, Ze
kombinace EPD a SPS je slibnou cestou pro ptipravu vicevrstvych keramik potencialné
slouzicich jako energetické harvestory.

CS 1300°C |b) SPS 1250°C

SPS 1350°C

Obr. 12 Mikrostruktury laminatt a, b) ZrO2/BaTiOz a ¢, d) ZrO2/BCZT slinuté konvenéné
(CS) nebo pomoci SPS (ptevzato z [XV]).
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Jak jiz bylo zminéno dfive, keramické laminaty mohou byt pfipravovany i jinymi
technikami nezZ je EPD. Dalsi vhodnou technikou je napt. slip casting. Postupnym odlévanim
jednotlivych vrstev byl pfipraven kompozit o kompozici A/A5SiC/A, kde A byly vrstvy Al203
a A5SiC byla vrstva obsahujici Al203 a 5 obj. % SiC [XVI]. Kromé¢ tohoto kompozitu byly také
pripraveny standardy jednotlivych materiald, jak je ukdzano na Obr. 13. Pfi odlévani
jednotlivych vrstev v laminatu musi byt dodrzen jisty ¢asovy odstup, ktery zajisti, ze spodni
vrstva bude na svém povrchu dostatecné prosusend, aby unesla nasledujici vrstvu, ptresto vsak
nesmi byt uplné suchd, aby doslo k ¢aste¢nému promiseni a spojeni materialii na rozhrani.
Nedodrzeni této vyrobni podminky by vedlo k tvorbé delaminace. JelikoZ SiC obecné slinuje
velmi Spatné, za vysokych teplot a v nepfitomnosti kysliku, musela byt zvolena metoda
slinovani, kterd vyhovéla vSem témto pozadavkim. V této praci byla publikovana pravé metoda
SPS jako vhodna metoda, kdy bylo misto prasku netypicky slinovano celé odlité objemové
téleso. Do uvetejnéni této prace nebyl tento postup prilis rozsifeny. Byl pripraven bezdefektni
vrstevnaty kompozit, u kterého byla dale studovana mikrostruktura, mechanické vlastnosti, a
podléhal balistickym testiim.

Obr. 13 Standardy a) A, b) A5SiC a ¢) laminat A/A5SiC/A po odliti metodou slip casting
vysuseni (pievzato z [XVI]).

22



7. ZAVER

Habilitaéni prace se svym obsahem zabyvd zejména pokroCilymi keramickymi
casticovym, vlaknovymi a vrstevnatymi kompozity. Ve tfech kapitolach jsou shrnuty zakladni
poznatky o téchto kompozitech doplnéné o mozné techniky jejich piipravy. Kromé toho byla
také zatrazena kapitola tykajici se modifikace povrchu keramickych ¢astic, ktera byla nezbytna
pro uvedeni techniky elektroforetické depozice, jez byla majoritné vyuZzivana v autorové
veédecké praci praveé pro vyrobu vyse uvedenych kompozita. Jednotlivé kapitoly dale obsahuji
komentované ¢asti vybranych publikaci upozoriujici na technologii piipravy, specifické jevy,
nebo hodnoceni vlastnosti.

V prvni kapitole jsou uvedeny informace o pokrocilych tvarovacich metodach a jejich
rozde¢leni se zvlastnim zaméfenim na techniky ptipravy keramickych materialti mokrou cestou.
Specialni pozornost je vénovana elektroforetické depozici, ktera je predstavena a je vysvétlen
vyznam stability suspenzi, ze kterych depozice probihd. Z tohoto pohledu byla ukazana
moznost modifikace povrchu keramickych c¢astic v suspenzi riznymi elektro-sterickymi
stabilizatory, pfidavkem indiferentniho elektrolytu, vysokoenergetickym mletim a oSetfenim
studenou plazmou. Druhd kapitola se tykd keramickych matrici obsahujici ptfimés ve formeé
¢astic. Jsou prezentovany diivody pro existenci téchto kompozitli, zhouZevnat'ujici mechanismy
a techniky, které lze vyuzit pro jejich ptripravu. Z hlediska distribuce a velikosti pridané
keramické faze byly prezentovany tii prace, ve kterych se ukézala ucelnost kompoziti po
strance mechanickych, optickych a biologickych vlastnosti. Tieti kapitola byla zaméfena na
charakterizaci a pripravu keramickych materidlii vyztuzenych vldkny. Opirala se o
experimentalni spolupraci s firmou Pardam s.r.o., kterd pfinesla informace o chovani
polykrystalickych vladken v riznych keramickych matricich a posouzeni jejich vlivu na lomové
chovani kompozitl. Ve ¢tvrté kapitole byly uvetejnény poznatky o vrstevnatych keramickych
kompozitech, které byly rozdéleny a diskutovany dle pevnosti rozhrani mezi jednotlivymi
vrstvami na slabé a siln¢€ vazané. Byly pfedstaveny moznosti piipravy kompozitli na bazi Al,O3
a ZrOz s pevné vazanym rozhranim a demonstrovan vliv vnitinich zbytkovych napéti na zménu
Sifeni trajektorie lomové trhliny. Byly prezentovany vlivy materidlového slozeni na slinovaci
proces, vliv slinovaci metody na vznik reakénich vrstev a vhodnost pouZziti metod posuzujici
vliv zbytkovych vnitinich napéti na smér drahy Sifeni trhliny.

Za nejvetSi autorGv piinos v nastinéné tematické oblasti 1ze povaZovat nalezeni
klicovych parametr EPD pro odstranéni povrchové drsnosti pfipravovanych keramickych
povlakli. V této technice také jako prvni vyuzil modifikace keramického prasku studenou
plazmou, kterd pozitivné ovlivnila stabilitu koloidni suspenze a eliminovala pouZiti jakychkoli
stabiliza¢nich €inidel, coZ lze povazovat za vyrazny benefit ve vztahu k Zivotnimu prostiedi.
Nedilnou soucasti je pak jeho podil na piiprave transparentni AloO3 keramiky dopované prvky
vzacnych zemin s vysokou propustnosti a luminiscenénimi vlastnostmi. V této oblasti

demonstroval pfiznivy vliv optimalizované ptipravy a dopovani na zvySené hodnoty tvrdosti
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transparentni keramiky a provedl ucelené srovnani této mechanické vlastnosti napti¢ védeckou
literaturou. Pii piipravé vrstevnatych keramickych materialti ukazal vhodnost vyuziti slinovani
pomoci SPS u keramik pfipravenych jinymi tvarovacimi technikami, coz vedlo k Gspésné
vyrobé jinak obtizné slinutelnych vrstevnatych materialt na bazi Al,03 a SiC nebo potlaceni ¢i
eliminaci vzniku reakénich fazi mezi vrstvami ZrO- a silné reaktivnich BaTiOz nebo BCZT.

Lze také konstatovat, ze uvedené vysledky byly ve své podstatné vétSiné uveiejnéné
v piednich védeckych ¢asopisech a ukazuji nejen autortiv piinos do této tematicky Siroké
oblasti, ale prezentuji ¢ast experimentélné-védeckych &innosti Ustavu materidlovych véd a
inZenyrstvi na mezinarodni rovni.
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Abstract

The effects of acids (monochloroacetic, dichloracetic, trichloroacetic and sulfuric acids) and bases (diethanolamine, triethanolamine, piperidine) on
electrophoretic mobility and electrophoretic deposition (EPD) of particles of amphoteric Al,O5; and ZrO, in anhydrous 2-propanol were studied. It
was found that the {-potential of Al,O3 and ZrO, particles had in acidic and alkaline 2-propanol media opposite charge to that in aqueous medium.
This phenomenon was explained by the low dissociation constants of acids and bases in 2-propanol. This enables electrosteric stabilization of Al,O3
and ZrO, particles by acid anions and base cations. Similar electrophoretic behaviour of Al,O3 and ZrO, particles in 2-propanolic dispersions
stabilized by MCAA allowed the preparation of compact, regular layered laminates with high cohesion at the interface of layers.

© 2013 Elsevier Ltd. All rights reserved.

Keywords: Electrophoretic deposition; Zirconia; Alumina; 2-Propanol; Electrosteric stabilization

1. Introduction

Electrophoretic deposition in non-aqueous medium is a sim-
ple colloidal method for the preparation of ceramic coatings,
layered composites and laminates,’> functionally gradient
materials® or components of solid oxide cells*® or porous
membranes.” The EPD method consists of preparing a sta-
ble dispersion of particles with surface charge that can move
in the electric field towards the oppositely charged electrode
and form a deposit on the electrode surface. A crucial aspect
of EPD is the preparation of a stable suspension of ceramic
particles in non-aqueous solvent containing usually further addi-
tives that prevent agglomeration or flocculation. Ceramic oxide
particles dispersed in polar solvents usually acquire a sur-
face charge, which enables electrostatic stabilization. According

* Corresponding author. Tel.: +420 541 143 383; fax: +420 541 143 202.
E-mail addresses: jaroslav.cihlar @ceitec.vutbr.cz (J. Cihlar),
daniel.drdlik @ceitec.vutbr.cz (D. Drdlik), cihlarova@fch.vutbr.cz
(Z. Cihlarova), hadraba@ipm.cz (H. Hadraba).
4 Tel.: +420 541 143 340; fax: +420 541 143 202.
¢ Tel.: +420 541 149 394.
I Tel.: +420 532 290 369; fax: +420 541 218 657.

0955-2219/$ — see front matter © 2013 Elsevier Ltd. All rights reserved.
http://dx.doi.org/10.1016/j.jeurceramsoc.2013.02.017

to the DVLO theory the stabilization of colloidal dispersion
depends on the equilibrium of Van der Waals attractive forces
and repulsive forces. Besides the repulsive electrostatic forces
the steric forces are of significance, in non-aqueous media in
particular, which usually appear due to the adsorption of sur-
factants or polymers on the surface of particles.® The most
common non-aqueous media used for suspension preparation
are alcohols, ethanol in particular>®? and 2-propanol.!®-12 EPD,
especially in an environment of ethanol, is well studied. Com-
prehensive results have been published in several very good
studies.!3~17

It is generally acknowledged that semi-polar or polar sol-
vents with permittivity >11, which include low-molecular
alcohols, behave like water. Oxide particles are usually stabi-
lized electrostatically.!® The magnitude of the charge on the
surface of oxide particles and its charge are given by the
donor—acceptor (acidobasic) equilibrium between the particle
surface and the dispersive medium.!®?" In colloidal disper-
sions of amphoteric oxides (Al,O3, ZrO,, TiOs,,. ..) in ethanol
and isopropanol the oxides behave as bases (electron donors)
and their surface gets a positive charge.?! The role of acids in
acidobasic equilibria is played by either alcohol molecules or
additives and traces of water contained in alcohols.”?> Most of
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the works published on the above amphoteric oxides in alco-
hol media without additives presented a positive {-potential of
particles and their deposition on the cathode.>>> However, the
low permittivity of non-aqueous alcohols compared with water
results in the reduction of the dissociation degree of electrolytes,
reduction of the ionic force of the dispersive medium, and
reduction of the electrostatic stabilization of oxide particles.*2>
On the other hand, low polar dispersive medium supports the
adsorption of non-dissociated electrolyte molecules on the sur-
face of particles and the exchange reactions with surface ions.
Then the particle surface charge is formed not by protons but
by electrolyte cations and anions.?® This electrosteric mech-
anism explains why particles stabilized in non-aqueous acid
solutions can have the negative charge while particles stabi-
lized by bases can have the positive charge.!* The electrosteric
mechanism enables stabilizing oxide particles (TiO;) also in
non-polar media. TiO, particles in hexane in the presence of
n-butylamine had the positive charge and were stable due to
the steric contribution of n-butylamine adsorbed on the sur-
face of Ti0,.20 A similar electrosteric mechanism was at work
in the stabilization of particles of tetragonal ZrO; in acety-
laceton medium by ethanolamines®’ or in the stabilization of
YBCO particles by the complex cation CH3CH,ICOH* in
ethanol medium.”® Oxide particles in alcohol medium can also
be effectively stabilized by surfactants which are effective even
in aqueous media. In alcohol medium, however, stabilized par-
ticles carry the opposite charge to that in aqueous medium.
AlpO3 particles stabilized in ethanol by citric acid at pH 4.2
had the negative charge while particles stabilized by tetram-
ethylamoniumhydroxide had at pH 13.6 the positive charge.'*
Westby et al. found that di- and tricarboxylic hydroxyacids
combined with di- and trialkylamines led to an effective elec-
trosteric stabilization of Al,O3 and Si0,.2%30 Basic amine
integrated with carboxylic acid and facilitated the dissocia-
tion of carboxyl groups of the acid adsorbed on the surface
of oxides. This is because the dissociation constants of car-
boxyl acids are in alcohol media ca. 5 orders lower than in
aqueous medium, and carboxyl acids often cannot, without the
aid of basic amines, produce the negative charge on the oxide
surface (TiO2).3! To obtain a sufficient concentration of disso-
ciated carboxyl groups it is necessary to have a considerable
amount of stabilizers in non-aqueous dispersive medium. De
Riccardis et al. found that maximum stabilization (maximum
negative {-potential) of Al,O3/ZrO; particles in ethanol was
obtained for a dispersant (citric acid/triethylamine) content of
10 wt%.3> Monochloroacetic acid is a very effective electros-
teric stabilizer of propanol dispersions of amphoteric oxides.
We have published a number of papers focused on the study
of Al,O3/ZrO; ceramic composites prepared by electrophoretic
deposition of negatively charged ZrO, and Al,O3 particles in
the 2-propanolic dispersions of MCAA.!=333:3% We have not
so far published the mechanism of electrophoretic deposition.
The present paper is therefore concerned with the mechanism of
electrosteric stabilization of Al,O3 and ZrO; by chloro deriva-
tives of acetic acid and ethanolamines in 2-propanol medium,
and with electrophoretic deposition of electrosterically charged
Al>,O3 and ZrO; particles.

2. Experimental

For the study of electrokinetic properties and electrophoretic
deposition, 2-propanolic dispersions of ceramic powders based
on a-Al;O3 (HP-DBM, Malakoff Indian, USA) and t-ZrO,
(TZ-3YS-E, Tosoh, Japan) were used. The dispersions were
prepared by ultrasonic mixing of 15 wt% of ceramic powder
and 72.25wt% of dispersion media — anhydrous 2-propanol
(180 ppm H,0), (Lachner, Czech Republic) without additives
or with the addition of 0.85-21.25wt% of stabilizer. Acids
and bases were used for electrosteric stabilization. The acids
used were monochloroacetic (MCAA) (pa, Aldrich, Germany),
dichloracetic (DCAA) (pa, Merck, Germany), trichloroacetic
(TCAA) (p, Reachim, Russia), sulfuric acid (SA) (p, ML
Chemica, Czech Republic) and the bases used were piperidine
(PIP) (p, Lachema, Czech Republic), diethanolamine (DEA)
(pa, Penta, Czech Republic), triethanolamine (TEA) (pa,
Lachema, Czech Republic).

To measure pH, the pH-metre (model Seven compact, pH/Ion
S220, Mettler, Switzerland) was used, which was equipped
with a glass electrode for the measurement in anhydrous media
(model InLab Science Pro). The pH metre was calibrated by
aqueous standards at 25 °C, and the value of operational pH
was obtained according to.3 In the paper, however, not specific
pH values but their differences are given. This eliminates errors
caused by the asymmetric potential of the glass electrode in
nonaqueous medium.

The conductance of dispersions was measured at 25 °C using
a conductometer (model Seven compact, Conductivity S230,
Mettler, Switzerland) equipped with a probe for the measure-
ment of liquids of low conductance (model Conductivity InLab
710, 0-500 mS).

The content of water in isopropanol was established via the
Karl Fischer titration using the Aquameter instrument (Brur,
Austria). The content of water and monochloroacetic acid iso-
propylester in dispersions was established using a gas chromato-
graph (model Finnigan Trace GC Ultra/DSQ, Thermo Fisher
Scientific, USA) with a TG-WAXMS 30m x 1 pm column.

The measurement of electrokinetic behaviour of dispersions
of AlrO3 and ZrO, was performed at 25°C by LDV (Laser
Doppler Velocimetry) using a Zetasizer 3000 HS (Malvern
Instruments, UK). The Henry equation was used to calculate the
{-potential.>® To measure the {-potential, 2-propanolic disper-
sions of Al,O3 and ZrO; were used, prepared for electrophoretic
deposition and diluted 100x by anhydrous 2-propanol. In view
of the low conductance of 2-propanolic dispersions (about
10 wS) the value of the {-potential was slow to steady and at
low values of the {-potential of particles sediment in the mea-
suring cell. The measurement error was about 30%. Due to the
addition of 0.2 mM LiCl and frequent cleaning of the measur-
ing cell the maximum measurement error was reduced to about
15%. The measurement of every {-potential value was repeated
15-30 times.

To study the electrophoretic deposition a vertical arrangement
of electrodes was used.** EPD was conducted with a current
intensity of 5mA between stainless steel electrodes with an
effective area of 18.7 cm?. The distance between the electrodes
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Fig. 1. Dependence of electrophoretic mobility w (or {-potential) of Al,O3
particles in 2-propanolic dispersion on the acid/Al;O3 molar ratio (MCAA —
monochloroacetic acid, DCAA - dichloracetic acid, TCAA - trichloroacetic
acid, SA — sulfuric acid).

was set to 26 mm. On the base of the results published in the
past>* the dispersions composed of 15 wt% of oxide, 12.75 wt%
of stabilizer and 82.25 wt% of 2-propanol were used for EPD
experiments. Ceramic laminates were prepared in the same man-
ner as monolithic ceramics. The deposition of Al,O3 and ZrO»
layers was achieved by moving the electrodes from the cell con-
taining the suspension of alumina to the cell with zirconia. The
deposits were dried at 25 °C/24 h and weighed. All deposits were
annealed at 800 °C/1 h and sintered at 1500 °C/2 h. The relative
densities of deposits after sintering and annealing were measured
by Archimedes’ method [EN 623-2]. The ceramic laminates
were polished and thermally etched at 1450 °C/5 min in air and
analyzed on a scanning electron microscope (SEM) (XL 30,
Philips, The Netherlands).

3. Results and discussion
3.1. Electrophoretic behaviour of Al;O03 and ZrO; particles

Fig. 1 illustrates the dependence of electrophoretic mobility
or {-potential of Al,O3 particles in 2-propanol in the pres-
ence of monochloroacetic, dichloroacetic, trichloroacetic and
sulfuric acid. The electrophoretic mobility of Al,O3 in 2-
propanol was 0.3 x 1078 m?> V=1 s~! ({-potential amounted to
+42mV). The presence of MCAA, DCAA and TCAA in 2-
propanolic dispersions of Al,O3 was reflected by the positive
{-potential changing to a negative one, already at the molar ratio
of acid/Al,O3 >0.1. Alumina particles had {-potential equal to
—39mV in the presence of MCAA, —38 mV in the presence
of DCAA and —37mV in the presence of TCAA. The values
of {-potential were practically unchanged in the range of molar
ratios of acid/Al;O03>0.1 — 1.0 (TCAA) and 0.1 — 1.5 (MCAA,
DCAA). Al,O3 particles in the 2-propanolic dispersions stabi-
lized by sulphuric acid also had negative {-potential (—7 mV) at
the molar ratio of SA/Al,O3 >0.1. The electrophoretic mobil-
ity of Al,O3 particles in 2-propanolic dispersions and in the
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Fig. 2. Dependence of electrophoretic mobility w (or {-potential) of Al,O3
particles in 2-propanolic suspension on base/Al;O3 molar ratio (DEA —
diethanolamine, TEA — triethanolamine, PIP — piperidine).

presence of diethanolamine, triethanolamine and piperidine is
shown in Fig. 2.

Fig. 2 shows that the initial positive charge of Al,O3 parti-
cles (+42mV) remained positive after addition of bases with
the base/Al,O3 molar ratio>1.5 (DEA, PIP). After an ini-
tial decrease in the {-potential, which was most pronounced
in the presence of piperidine, the {-potential slightly (DEA,
TEA) or significantly (PIP) increased and reached values in
the range of 425 to +40 mV. Electrophoretic behaviour of 2-
propanolic Al O3 suspension without the presence of stabilizer
can be described by acidobasic equilibria between the surface of
Al—-OH groups and traces of water present in the 2-propanolic
suspensions in Eq. (1):

(FAI-OH)yygyce + H20 = (=A1-OHy)

surface

+OH™ (1

This reaction is more probable than the reaction of 2-propanol
with the surface of Al,O3 according to Eq. (2),
(=A1-OH)sface + 2-PrOH = (=A1-OHy)

surface

+2-PrO™
)

because the dissociation constant of water is more than six orders
of magnitude higher than that of 2-propanol.>” The formation of
the negative surface charge of Al,Oj3 particles in 2-propanol in
the presence of acids or positive charge in the presence of bases
is associated with the low relative permittivity of 2-propanol
(er=20.1). At such a low value of &, a high association of
strong electrolytes occurs, together with the formation of ion
pairs, triplets and multiplets.>® These phenomena cause that
strong electrolytes become weak (incompletely dissociated) and
the dissociation constants of weak electrolytes in 2-propanol
are many orders of magnitude lower than in that in water.?’
We therefore assume that the formation of the negative surface
charge of Al,O3 particles in 2-propanol is the result of adsorp-
tion processes (based on donor—acceptor interactions) between
the polar surface of Al;O3 and weakly dissociated molecules of
acids and bases.

Chloro derivatives of acetic acid interact with Al,O3 par-
ticles by an electrosteric mechanism similar to surface-active
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Fig. 3. Dependence of electrical conductivity and pH change of 2-propanolic
suspension on concentration of MCAA; without and with addition of Al,O3 or
7r0;.

dispersants based on multifunctional hydroxycarboxylic acids
and alkylamines.?® Chloro derivatives of acetic acid also have in
their molecules two polar centres, a carboxyl group which can
dissociate, and C—Cl polar bonds, which enable the adsorption
of chloroacetic acid onto the surface of oxide particles. This
process could in the case of Al;O3 and in the presence of MCAA
hypothetically be described by equilibrium equations. (3)—(7):

(FAI-OH)g tace + H2O(Water tracesin 2- PrOH)
= (=A1-OH,)" + OH™ 3)

CICH,COOH + OH™ = CICH,COO™ + H,0 “4)

(FAI ) guace + CICH;COO™ = (ZAI-)gyface: - -CICH,COO™
5

(=AI)gurface+CICH,COOH = (=AI-)g gyce- - -CICH,COOH
(6)

(=Al-)gsface - -CICH,COOH + H,0
= (FAI)gyface: - -CICH,COO™ 4+ H3;0™ (7

These equations show that in addition to the changes in the
charge of Al,Oj3 particles from positive to negative, there should
be a release of hydrogen ions into the 2-propanolic suspension.
This process should show the growth of suspension conductivity
or reduction of its pH. Fig. 3 describes the dependence of the
conductivity and changes in pH in the 2-propanolic solution on
the concentration of MCAA without and with the addition of
Al,O3 or ZrO,. The Al,O3 suspension in 2-propanol with an
addition of MCAA had a higher conductivity than the actual
2-propanolic MCAA solution. Addition of Al,O3 or ZrO» to a
2-propanolic MCAA solution led to a decrease in pH by one unit.

The hypothetical mechanism, which was designed for MCAA
could also hold for the remaining three acids (dichloroacetic,
trichloroacetic and sulfuric), which also caused the sign change
of Al,Oj3 surface charge.

In the case of 2-propanolic Al,O3 dispersions containing
basic substances, it is possible to describe the interaction with
the surface of AlO3 by an analogous mechanism such as the
interaction of acids. The molecules of aminoalcohols contain
one base amino-group capable of dissociation and at least one
other polar hydroxy-group capable of interaction with the oxide
surface which obtains the positive charge. A similar electros-
teric stabilization by the positive charge on ZrO, particles in the
presence of hydroxyamines in acetylacetone was reported by Xu
et al.”’

The mechanism of diethanolamine interaction with the sur-
face of Al,O3 may be described in Egs. (8)—(11):

(=AI_OH)surface + HZO(Water traces in 2- PrOH)
= (=Al-OH)" + OH™ (8)

(=A1-OH,)* + NH(CH,CH,0H),
= (FA1-OH)gyrfoce + NH; (CH2CH20H), ©9)

NH; (CH,CH,0H), + OH~ = NH(CH,CH,0H), + H,0
(10)

(=AI-OH) -« NH(CH,CH,0H), + H,0

o
surface

= (=Al-OH) «-NH; (CH,CH,OH), + OH™  (11)

.
surface

This description, too, shows that the addition of a base to the
suspension of Al,O3 should reduce the electrophoretic mobility
or the {-potential in the limiting case to zero and that higher
concentrations of the base cause an increase in conductivity due
to the OH™ ions released. This behaviour, i.e. the decrease in
the electrophoretic mobility at low base/Al, O3 molar ratios, is
shown in Fig. 2. The increasing conductivity of the 2-propanolic
suspension of Al,O3 and ZrO; after addition of diethanolamine
is shown in Fig. 4.

Electrokinetic behaviour of acidic 2-propanolic ZrO, disper-
sions was similar to the behaviour of dispersions of Al,O3 (see
Fig. 5 and Table 1). ZrO, particles in pure 2-propanol carry a
positive charge ({-potential of about +33 mV). After the addi-
tion of monochloroacetic, dichloroacetic or trichloroacetic acids
the charge of ZrO, particles changed to negative ({-potential
reached about —45 mV). The particles in the presence of sulfu-
ric acid had a {-potential of about —17 mV. The negative charge
of particles remained practically constant at the molar ratio of
acid/ZrO, > 0.25.

Also the behaviour of basic 2-propanolic ZrO, disper-
sions (see Fig. 6) was similar to that of Al,O3 dispersions.
The (-potential of ZrO, particles grew in the range of
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Table 1
Yield of electrophoretic deposition and polarity of electrode towards which deposition takes place, depending on type of acid or base.

Stabilizer Polarity of electrode  { Potential (mV) Standard deviation  Yield (mg cm2min~')  Annealed density (%) Final density (%)

Al,O3
Acids MCAA + —39.42 2.08 8.05 59.67 99.29
DCAA + —37.51 341 6.92 59.51 99.10
TCAA + —36.50 4.53 2.07 56.26 99.05
SA + —7.02 2.69 1.56 44.13 96.64
Without stabilizer - 41.52 1.43 23.93 47.95 97.12
Bases DEA — 32.12 2.14 1.99 49.41 98.38
TEA - 39.15 2.56 13.50 56.47 98.62
PIP — 27.86 2.37 13.02 52.71 98.11
7rO;
Acids MCAA + —45.69 4.31 6.70 47.35 99.92
DCAA + —45.01 3.53 6.42 49.24 99.54
TCAA + —44.51 2.94 2.81 42.58 99.07
SA + —17.10 342 2.60 35.45 99.59
Without stabilizer - 32.71 4.20 23.54 35.70 97.28
Bases DEA - 49.87 3.19 1.98 41.17 99.89
TEA - 57.28 2.72 5.20 44.56 99.98
PIP - 51.69 2.29 10.73 - -
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Fig. 7. Influence of {-potential on the green and final density of deposits.



1890 J. Cihlar et al. / Journal of the European Ceramic Society 33 (2013) 1885-1892

AccV SpotMagn Det WD Exp
200KV 35 3000x BSE 10.9 83831 -
=

Det WD Exp
BSE 47 90478 DCAA

Spot Magn  Det WD
3000x  BSE 6.7

AccV Spot Magn
20.0kV 38 3000x

Fig. 8. Morphology of interface in composites of Al,O3/ZrO, from suspension (a) without stabilization and stabilized dispersions prepared from acids (b)
monochloroacetic acid, (c) dichloracetic acid, (d) trichloroacetic acid, (e) sulfuric acid and bases (f) diethanolamine, (g) triethanolamine, (h) piperidine in anhydrous
2-propanol.



J. Cihlar et al. / Journal of the European Ceramic Society 33 (2013) 1885-1892 1891

base/ZrO; molar ratio=0-0.1, and reached a maximum value
of +50mV (diethanolamine), +58 mV (triethanolamine) and
+52mV (piperidine). The electrokinetic behaviour of 2-
propanolic dispersions can therefore be described by the
mechanism that was given for 2-propanolic dispersions of
Al Os3.

3.2. Electrophoretic deposition of 2-propanolic dispersions
of Al;03 and ZrO;

The polarity of the electrodes on which Al,O3 was
deposited corresponded to the {-potential of the Al,O3 par-
ticles in the dispersion when no stabilizer was present and
in the dispersions when monochloroacetic acid, dichloroacetic
acid, trichloroacetic acid, piperidine, diethanolamine or tri-
ethanolamine were present (see Table 1). The largest yields of
Al>,O3 deposits were established in the 2-propanolic dispersion
without stabilizer (23.93 mgcm™2 min~!). The yield of Al,O3
deposition in the dispersion with MCAA and DCAA was about
3 times lower (8.05mgcm~>min~! and 6.92mgcm ™2 min~')
than that without stabilizer. Deposition yields from dispersions
containing trichloroacetic acid and sulfuric acid were also small
(1.56-2.07mgcm~2min~!). Yields from dispersions contain-
ing a base ranged from 1.99 to 13.50 mgcm™2 min~!.

The ZrO, particles were deposited on the electrode in
accordance with the observed (-potential of particles. As
in the case of Al,O3, the largest yield of ZrO, deposi-
tion was observed in the suspension without stabilizer. A
sufficiently high yield of deposition was observed in the
presence of monochloroacetic acid (6.70mgcem™2min~!),
dichloroacetic acid (6.42mg cm2min~!), triethanolamine
(5.20mgcm~2 min~!) and piperidine (10.73 mgcm™2 min~!).

From the results presented, the following facts can be
assumed. Al,O3 and ZrO; particles have a negative charge in
the 2-propanolic medium in the presence of the studied acids,
or a positive charge in the presence of bases and have to lose
a charge during the electrophoretic deposition on (or near) the
electrode if sufficiently dense deposits are to be created. Sarkar
and Nicholson ! first imagined Al,O3 deposition from ethanolic
suspension on a cathode as a chemical reaction of excessive
H* ions and counterions in the double layer on the surface of
AlOs. Later!” they came up with the discharge mechanism of
discharge-depletion, the essence of which is the reduction of H*
ions on the cathode to H, with the pH of the suspension around
the cathode growing up to the isoelectric point of Al,O3. For
this reason the Al O3 particles lose their charge in the vicinity
of the cathode and are deposited on the electrode.

The course of Al;O3 or ZrO; deposition in 2-propanolic
dispersions and in the presence of acids such as MCAA was
impossible to describe by any of the above mentioned mecha-
nisms. The Al,O3 and ZrO; particles were negatively charged
and deposited on the anode. The pH change in the vicinity of
the electrodes due to the reduction of H* ions was therefore out
of the question.

Formally, the process of the deposition of AlO3 and ZrO,
particles in non-aqueous 2-propanolic dispersions and in the

presence of acidic and basic stabilizers can be described by
Hamaker—Werwey mechanisms>’ in the following steps:

Negatively charged Al,O3 or ZrO, particles move to the
positively charged electrode (anode) in the electric field while
positively charged particles of Al;O3 or ZrO, move to the nega-
tively charged electrode (cathode). The particles accumulate on
the electrode and are mutually compressed. Compressed parti-
cles coagulate (are deposited) on the electrode.

From Table 1 it is obvious that the highest relative green den-
sity and the relative bulk density after sintering were obtained
for deposits of Al,O3 or ZrO, deposited with an average or low
yield from dispersions stabilized by MCAA, TCAA, DEA and
TEA. All of these deposits had a smooth surface without defects.
The effect of acids and bases on the morphology of the inter-
face in the Al,O3 and ZrO; composites is shown in Fig. 5. The
interfaces of most of the composites were blurred and contained
pores. The deposit stabilized by DEA had a sharp interface.
Dense layers with a sharp interface with minimal defects were
only prepared from dispersions of Al,O3 and ZrO; stabilized
by MCAA.

It can be seen from Figs. 7 and 8 that the density of deposits
depends on the absolute value of the {-potential. The deposits
with the highest density were prepared at the highest absolute
values of the {-potential. During deposition, electrosterically
stabilized particles behave similar to the behaviour of electro-
statically stabilized particles.

4. Conclusions

The study of the effect of acids and bases on the electrokinetic
behaviour and EPD dispersions of amphoteric oxides Al,O3 and
ZrO; in 2-propanol showed that the interaction of these oxides
with acids produced a negative surface charge of oxides, while
interactions of oxides with bases produced a positive charge.
The sign of the charge of electrostatically stabilized Al,O3 and
ZrO, particles in 2-propanol was not determined only by the
concentration of protons, as is the case of aqueous medium, but
by the structure of the anion of acid or cation of base and their
concentrations. Since the strength of the interaction between the
anion of acid or cation of base and the oxide surface depended
on the nature of the acid or base, their choice could influence the
properties of the final ceramic deposits. It turned out that the opti-
mum electrosteric stabilizer providing composite Al,O3/ZrO»
deposits with high relative density, sharp interface and minimal
defects was MCAA.
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Abstract

The ceramic dispersions were prepared using 0.85, 1.70, 4.25, 12.75 or 21.25 wt.% of monochloroacetic, dichloroacetic or trichoroacetic acid,
15 wt.% alumina and 2-propanol. The mechanism of anionic stabilization in 2-propanolic media was described. Alumina green bodies were prepared
from the stable dispersion via electrophoretic deposition (EPD). It was found that increasing dispersion conductivity significantly influenced the
EPD yields. The most effective electrophoretic depositions were performed from dispersions with conductivity in range 4.0-5.3 x 107 Sm~'.
Deposits with the highest green density were prepared from the dispersion stabilized by trichloroacetic acid. This behavior was explained by low
voltage drop during deposition. The surface roughness was high at low dispersion conductivity and with increasing acid concentration in dispersion
the surface of deposits was smoother. The mechanism of particle arrangement in deposit was discussed. Influence of stabilizer amount in the

dispersion on the hardness and fracture toughness was described.
© 2014 Elsevier Ltd. All rights reserved.

Keywords: Anionic stabilization; Electric conductivity; Alumina; Electrophoretic deposition

1. Introduction

Electrophoretic deposition (EPD) is an ordinarily used
ceramics shaping method utilizing the deposition of ceramic par-
ticles from stable dispersions via electric current. This method
enables fabrication of fiber composites, laminates, functionally
graded materials, thin/thick films, etc., thanks to its simplicity,
low cost and versatility.'® EPD can be divided into two pro-
cesses: electrophoresis and deposition.” The electrophoresis is
a motion of charged particles through the dispersion and the
deposition is an agglomeration of particles near the electrode
surface. It is commonly accepted that composition of disper-
sion has a decisive effect on the physical properties of deposits
prepared by electrophoretic deposition.®
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The organic solvents are used more often than the aqueous
solvents for preparation of stable dispersions, because of the
electrolysis of water that negatively affects the EPD process.’
In case of alcoholic solvents the main problem is the description
of stabilizing mechanism. Cihlar et al.'” showed that the control
of charge on the surface of amphoteric oxides in 2-propanolic
medium is based on addition of acidic or basic stabilizers and
measurements of their electrophoretic mobility or {-potential,
respectively. In this system the interaction of these oxides with
acids produced a negative surface charge of oxides, while inter-
actions of oxides with bases produced a positive charge and this
phenomenon had a significant impact on the final properties of
deposits.

The electric conductivity and its influence on the physical and
mechanical properties of deposits is one of the key parameters
of electrophoretic deposition, but it is still inadequately studied.
Ferrarietal.!! showed that with high electric conductivity of dis-
persion the particle motion was slow and the dispersion became
unstable. Another result was the observation of electrophoretic
deposition at different electric conductivity of dispersion. The
obtained results indicated an optimal range of electric conduc-
tivity for successful deposition. Stappers et al.'” studied the
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uniformity of alumina deposits prepared from ethanol disper-
sion stabilized by HNO3 at different electric conductivities. It
was found that high electric conductivity of dispersion provided
uniform deposits while its low electric conductivity resulted in
non-uniform ones. This behavior was explained by resistance
over the deposit which was caused by the interaction of ions
with the deposit and by the depletion of ions at the deposition
electrode. Another approach may be the study of influence of pH
on the particle agglomeration of yttria stabilized zirconia (YSZ)
in acetyl acetone dispersions examined by Xu et al.'* The low
level of an agglomeration of particles was reached at low pH of
dispersion, i.e. at high electric conductivity, and the deposithad a
high green density. The optimal range of dispersion pH for prepa-
ration of deposits with high green density was observed too. In
the work of Guo et al.®, the electrophoretic deposition of YSZ
from ethanol-acetyl acetone dispersion stabilized by HCI was
made. In this work the mechanism of arrangement of ceramic
particles due to pH and electric conductivity was studied. The
dispersion composition and conditions of electrophoretic depo-
sition for receiving highest green density were presented within
this work.

In the present work, the influence of ceramic dispersion
on physical and mechanical properties of deposits prepared
by electrophoretic deposition was studied. 2-propanolic disper-
sion containing submicroscopic particles of alumina anionically
stabilized by chloro derivatives of acetic acid were prepared.
Addition of monochloroacetic acid, dichloroacetic acid or
trichloroacetic acid ensured different electric conductivity in
concentrated dispersions. From stable dispersion were prepared
alumina deposits by EPD. The yields after EPD, green density
and density of sintered bodies were evaluated. The influence of
electric conductivity of dispersions on the surface roughness and
mechanical properties of sintered deposits were investigated.

2. Experimental
2.1. Materials

Ceramic dispersions used in this paper were com-
posed of alumina (Al,O3, Malakoff, Ind., USA), 2-propanol
solvent (p.a., Lachner, Czech Republic) and acidic sta-
bilizers: monochloroacetic acid (MCAA, p.a.,, Aldrich,
Germany), dichloroacetic acid (DCAA, p.a., Merck, Germany),
trichloroacetic acid (TCAA, p.a., Merck, Germany). The size
distribution and surface area of alumina particles were measured
by laser diffraction analysis (Horiba LA-500, Japan) and Chem-
bet 3000 machine (Quantachrome, USA), respectively. Alumina
particles had the average particle size of 500 nm and the surface
area about 7 m?/g. Ceramic powder was dried before using at
100 °C for at least 2 h in drying chamber. 2-propanol was dried
with the calcium metal and re-distilled for keeping water content
on the minimum level.

2.2. Preparation of dispersions

Dispersions used for electrophoretic deposition were com-
posed of 15wt.% of alumina, 0, 0.85, 1.70, 4.25, 12.75, and

21.25 wt.% of acidic stabilizer and 2-propanol. Prepared dis-
persions were placed into ultrasonic field and mechanically
stirred for 30 min. The electric conductivity of dispersions was
measured by conductivity probe (InLab 710, Mettler Toledo,
Switzerland) and Seven Compact Conductivity machine (S230,
Mettler Toledo, Switzerland). The measurement of electroki-
netic behavior of alumina dispersions was performed at 25 °C
by Laser Doppler Velocimetry (LDV) using a Zetasizer 3000
HS (Malvern Instruments, UK). The Henry equation was used
to calculate the {-potential.'*

2.3. Electrophoretic deposition

The 80ml of dispersion was placed into a vertical elec-
trophoretic cell between two stainless steel electrodes having
effective surface area of S=18.7cm?. The distance between
electrodes was set to d=26mm. The electrophoretic deposi-
tion was carried out in constant current regime at /=5mA.
To prevent the dispersion from sedimentation of ceramic par-
ticles the deposition was interrupted every 5 min and dispersion
was mechanically stirred. At the same time the deposit mass
was measured in solution of solvent and stabilizer like as was
described elsewhere.”

2.4. Thermal treatment and testing of mechanical
properties

The deposits were then dried at room temperature at least
24 h in desiccator. After drying the deposits were annealed at
800 °C for 1h and pressurelessly sintered at 1500 °C for 2h in
air.

The relative density of the annealed deposits was established
from soaking capacity and the relative density of the sintered
deposits was established by the Archimedes method (EN 623-
2). Samples were grinded, polished and thermally etched. The
Vickers hardness HV of the prepared deposits was measured by
the instrumented hardness tester (Z2.5, Zwick/Roel, Germany)
by using load F of S5kg (49N). Values of indentation frac-
ture toughness were calculated from crack length after hardness
indentation. For calculation the Anstis equation was used'©:

K. =0.018 E F 1
Ie =Y. N Ry & (D

where F is the applied load, E is Young’s modulus, HV is the
Vickers hardness, and c is the length of the surface trace of the
crack measured from the center of the indent.

The microstructure of the sintered deposits was observed
by using the FEG/FIB scanning electron microscope (Lyra 3,
Tescan, Czech Republic).

3. Results and discussion

3.1. Mechanism of stabilization

The 2-propanolic dispersion used in this work for elec-
trophoretic deposition of alumina particles contained stabilizing
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Fig. 1. Dependence of electric conductivity of dispersions on acid/alumina
molar ratio (MCAA — monochloroacetic acid, DCAA - dichloroacetic acid,
TCAA - trichloroacetic acid, none — without stabilization).

additives of monochloroacetic acid, dichloroacetic acid or
trichloroacetic acid. Chloro derivates of acetic acid interacted
with alumina particles by an electrosteric mechanism similar to
surface-active dispersants based on multifunctional hydroxycar-
boxylic acids and alkylamines.'*!” In case of chloro derivatives
of acetic acid the important role play two polar centers. The
first one is the carboxyl group which can dissociate and the sec-
ond one is C—Cl polar bond which enable the adsorption of the
chloroacetic acid onto the surface of oxide particles. For this
reason, we can assume that the formation of negative surface
charge on the alumina particle surface in 2-propanolic medium is
aresult of adsorption process (i.e. donor—acceptor interactions)
between the polar surface of alumina particles and molecules
of difunctional weak acids. This mechanism was schematically
described for monochloroacetic acid by Cihlar et al.'?:

(= Al=)gurace + CICH,COOH
& (= Al=)gurface- - CICH,COOH, )

(= Al=) g fuce- - -CICH;COOH + H,0
< (= Al=-)grface- - -CICH,COO™ + H30™. 3)

This proposed mechanism is in the modified form valid for
stabilization of alumina particles by dichloroacetic acid and
trichloroacetic acid.'”

3.2. Electrophoretic deposition

In Fig. 1, the dependence between electric conductivity of
dispersions and content of stabilizer (monochloroacetic acid —
MCAA, dichloroacetic acid — DCAA and trichloroacetic acid
— TCAA) added to the dispersions is given. The electric con-
ductivity of dispersion increased nearly linearly with amount of
acid added as was reported in previous works.®'® Differences
in electric conductivity of the dispersions containing MCAA,

350
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Fig. 2. Dependence of average voltage during electrophoretic deposition
on acid/alumina molar ratio (MCAA - monochloroacetic acid, DCAA -
dichloroacetic acid, TCAA — trichloroacetic acid).

DCAA and TCAA can be related to dissociation constants of
the acids. The highest electric conductivities were found in the
case of TCAA having the relatively high of dissociation constant
(pK,=0.66, valid for water). On the other hand, by adding acids
having lower dissociation constants (pK, for MCAA is 2.86, for
DCAA is 1.35, both valid for water) the electric conductivities
were lowered.

In the previous work'" it was shown that simply adding rel-
atively small amount of MCAA, DCAA or TCAA acid led
to achieving the similar {-potential values of alumina pow-
der: ~—39.5mV for MCAA, ~—37.5mV for DCAA and
~—36.5mV for TCAA. These {-potentials were almost con-
stant for the entire range of acid/alumina molar ratios. From this
perspective the surface of alumina particles is saturated by a
small amount of ions coming from acids. The rest of the acid
concentration leads to increase of the dispersion electric con-
ductivity by increase of ion concentration, i.e. ionic strength of
dispersion.

This assumption was experimentally proven by measuring
the voltage course during electrophoretic deposition results of
which are given in Fig. 2 where the dependence of voltage dur-
ing EPD on the acid concentration in the dispersion is plotted.
The voltage decreases with increasing acid/alumina concentra-
tion which corresponds to the increasing electric conductivity
of dispersion (as it is given in Fig. 1).

Final density of the deposits depends on the particle arrange-
ment on the electrode while coagulating onto dense mass.
Generally, high voltage applied between the electrodes causes
high speed particle movement and results in low density
deposits.” High velocity of particles reaching electrode make
the dense arrangement of particles impossible. Also retrograde
electro-osmotic flow of liquid phase damages growing deposit.
The deposit growing onto electrode causes resistivity increas-
ing during deposition and subsequent voltage drop. Ji et al.'”
showed that the final deposited mass increased with increas-
ing the voltage drop during deposition and the final density of
deposit was then decreased. From Fig. 2 it is obvious that the



3368 D. Drdlik et al. / Journal of the European Ceramic Society 34 (2014) 3365-3371

06 T T ) '
‘‘‘‘‘‘ O...vv  MCAA
o —-0—- DCAA
— 0.5 8 [¢) o e
(\,IE %Qi\ o none
o IS -
2 g4t '
@ N
® AN
£ N
= 03F N
[72]
2 Ny
24 h 1
2 b
at =
02} e
-
=
g . . . '..
5 20 40 60 80

Conductivity [10*.8.m™]

Fig. 3. Dependence of deposited mass on the electric conductivity of dispersion.

voltage drop decreases with increasing acid/alumina molar ratio
and with decreasing value of dissociation constant. Acids hav-
ing high dissociation constant can be easily dissociated which
leads to increasing concentration of ions in dispersion.

In Fig. 3, the dependence of deposit mass on the electric
conductivity of dispersion is given. The observed increase of
the deposited mass with increasing dispersion conductivity was
found in the case of MCAA and DCAA acids. From Fig. 3 is
obvious that the most effective electrophoretic depositions were
achieved using dispersions with electric conductivity in range
4.0-5.3 x 1074 Sm~!. Deposited mass increase is connected to
the electric conductivity of dispersion (see Fig. 1) and the high
voltage drop (see Fig. 2). With increasing electric conductivity
of dispersion (see Fig. 1) the green density of deposit was also
slightly increased, as it is shown in Fig. 4.

From the point of view of the deposited mass there is an
optimal concentration of stabilizing acid for which the elec-
trophoretic deposition is most efficient. This was shown also in
the work of Ferrari.'! Important finding is that just high elec-
tric conductivity of dispersions containing the TCAA is not
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Fig. 4. Dependence of green and final density of deposits on acid/alumina molar
ratio.

sufficient to achieve the high dense deposit. With increasing
TCAA content the green density is decreasing, probably due
to the high retrograde electro-osmotic flow of ions from the
depositing electrode. On the other hand the dispersions stabi-
lized with MCAA achieved the lowest green densities but the
highest final densities. In the case of MCAA the concentration
of charge carried ions in liquid was optimal for ensuring both
stabilization of alumina particles and electric conductivity of
dispersion.

The relative density of deposit prepared from the non-
stabilized dispersion was lower than in the case of deposits
prepared from the stabilized dispersions. This difference was
probably caused by different type of stabilization. The charge on
the alumina surface in non-stabilized dispersion can be described
by acidobasic equilibrium between AI-OH groups on the par-
ticle surface and water traces in 2-propanol. From this point of
view the {-potential was positive (41.52 mV).'" The low electric
conductivity and high voltage drop (1200 V) caused high veloc-
ity of alumina particles and low final density after annealing and
sintering.

From the published data it can be concluded that the dis-
persion conductivity had a little significance in relation to final
relative density of deposits. The greater importance of dispersion
conductivity seems to be in particle rearrangement mechanism
during electrophoretic deposition.

3.3. Structure of deposits

Particles reaching depositing electrode coagulate under Van
der Waals forced to dense mass. For achieving this it is necessary
to bring particles close to the each other. The earlier explana-
tion of mechanism of electrophoretic deposition proposed by
Hamaker and Verwey”’ presumed pressing particles just by
external pressure of moving particles. Sarkar and Nicholson’
added to the model a concept of coagulation of particles near
depositing electrode caused by thinning of ionic atmosphere
around particles. There is cooperation of two mechanisms near
the depositing electrode: (i) coagulation of particles and (ii)
external pressure of moving particles.

In Fig. 5, the dependence of deposit’s surface roughness
on electric conductivity of dispersions used for electrophoretic
deposition is given. From Fig. 5 it is evident that the surface
roughness of deposits strongly depends on the electric con-
ductivity. The similar observation at high voltage of EPD was
mentioned, but not clearly discussed, in the work of Jietal. 19 The
deposits obtained by EPD from dispersions containing TCAA
had smooth surface. Opposite to this the deposits obtained by
EPD from dispersions stabilized by small amount of MCAA and
DCAA had high surface roughness (see photographs of surfaces
given in Fig. 5) containing bulbs aligned to vertical strips (in the
case of MCAA).

This behavior can be probably connected to the dependence
of dispersion conductivity given in Fig. 1. The dispersions stabi-
lized by TCAA contained several times more free ions than those
stabilized by DCAA and MCAA. After increasing the MCAA
and DCAA content (and thus content of free ions), the rough-
ness of deposit surface decreased and we have obtained perfectly
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Fig. 5. Dependence of deposit surface roughness on the electric conductivity of
dispersion.

smooth deposits. As it was discussed above, at low concentra-
tions of stabilizers the surface of particles is fully covered by
ions and the liquid contains relatively small amount of free ions
acting as charge carriers. These dispersions contain probably
also a large amount of coagulated particles caused development
of bulbs in the deposits.

In Fig. 6 are given microstructures of bulbs found in fired
deposits. The formation of bulbs is probably associated with the
electric conductivity of dispersion, where at low electric conduc-
tivity there is relatively intense particle motion.®'! From Fig. 6
it is evident that development of the bulbs was caused by depo-
sition of large precipitates. These precipitates were deposited
on the electrode at low electric conductivity via power of elec-
tric current and pressure of outer layers of particles according to
Hamaker’" mechanism. These precipitates were then covered by
alumina particles and copied to the outer layers of the deposits.
These precipitates are still visible (in the fired microstructure)
as badly-sintered areas with low density (see Fig. 6a). If elec-
tric conductivity of dispersion is relatively high than the particle
motion is slow. In this case the large precipitates settle on the
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Fig. 7. Dependence of the deposit hardness on the acid/alumina molar ratio
(MCAA - monochloroacetic acid, DCAA - dichloroacetic acid, TCAA -
trichloroacetic acid, none — without stabilization).

bottom of the electrophoretic cell due to gravity force. In
Fig. 6b the deposit prepared from the high conductive dispersion
(TCAA) is shown. The surface of this deposit was smooth and
the precipitates were not observed in the structure.

3.4. Mechanical properties

Fig. 7 shows results of hardness measurement of deposits
prepared from dispersions with increasing amount of MCAA,
DCAA or TCAA. The curves indicate that the hardness values
vary only slightly over the entire range of acid/alumina molar
ratios. It was hard to decide about trends because the all mea-
sured values had large errors. However, hardness values seem
to be higher by up to 100 HV at low acid/alumina molar ratios
(low electric conductivity) when compared to the hardness val-
ues at high acid/alumina molar ratios. Another comparison of
hardness can be done between the deposits prepared from dis-
persions with and without stabilizers (white thombus in Fig. 7).
Generally, the difference between the values of hardness is about
200 HV. This disproportion was caused by lower final density of
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Fig. 6. Microstructures of sintered alumina deposited from dispersions with (a) low (DCAA) and (b) high (TCAA) electric conductivities.
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Fig. 8. Dependence of the indentation fracture toughness on the acid/alumina
molar ratio (MCAA — monochloroacetic acid, DCAA - dichloroacetic acid,
TCAA - trichloroacetic acid, none — without stabilization).

deposit, which was prepared from the non-stabilized dispersion
(see Fig. 4).

The dependence of the indentation fracture toughness of
deposits on the acid/alumina molar ratio is shown in Fig. 8.
In the case of deposits prepared from dispersion stabilized by
MCAA it was observed that indentation fracture toughness
grows from 7.76 MPam'? to 8.87 MPam!/? for acid/alumina
molar ratios 0.06 and 0.31, respectively. With increasing acid
amount or electric conductivity of the dispersion the inden-
tation fracture toughness decreased. In the case of deposits
prepared from dispersion stabilized by DCAA or TCAA
the situation were similar. The highest values of indentation
fracture toughness 9.21 MPa m!2 (DCAA) and 8.05 MPam!/2
(TCAA) were reached at relatively low acid/alumina molar
ratios 0.05 and 0.04, respectively. At other higher molar ratios
the indentation fracture toughness decreased for all three stabi-
lizers.

This behavior can be connected with presence of structural
defects described in Section 3.3. The badly sintered areas (see
Fig. 6a) could cause crack tip branching and dissipation of
crack energy. This effect could lead to underestimating the
length of indentation cracks developed. Indentation fracture
toughness values determined from the indentation crack length
are then overestimated according to Eq. (1). Based on these
data we can conclude that the best fracture toughness can be
achieved for the deposits prepared from stable dispersions at low
acid/alumina molar ratios. Very similar behavior was observed
in the case of measurements of yields after EPD, roughness and
hardness.

4. Conclusions

The aim of this paper was to describe the influence of prop-
erties of ceramic dispersions used for electrophoretic deposition
on the physical and mechanical properties of prepared deposits.
The 2-propanol dispersions containing submicrometric alumina
particles and chloro derivatives of acetic acid as the anionic sta-
bilizer were prepared. The electric conductivity of dispersions

increased with increasing concentration of acids in 2-propanolic
dispersions and significantly affected yields of electrophoretic
deposition. The optimal conductivities of dispersions for most
effective electrophoretic deposition were identified at lower
acid/alumina molar ratios. It was found that the electric con-
ductivity of dispersion had a little influence on the relative
density of deposit. On the other hand the electric conductivity
of dispersions had a great influence on the surface rough-
ness of deposits. Observation of the microstructure of deposits
showed that the relatively high rate of deposition occurred at
low electric conductivity of dispersion. At these conditions the
large precipitates were deposited. During deposition the precip-
itates were covered another alumina particles which resulted in
rough deposit surface. The measurement of hardness and frac-
ture toughness showed decreasing mechanical properties with
increasing dispersion conductivity. The obtained experimental
data suggest the existence of the optimal composition of dis-
persion for the preparation of alumina parts with very good
physical and mechanical properties by electrophoretic deposi-
tion.
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Abstract

The high surface roughness of thick and dense alumina deposits prepared by long-term electrophoretic deposition (EPD) caused
by surface inhomogeneities could be eliminated by changing the suspension composition or EPD parameters. This work is aimed
at the influence of the suspension composition, more precisely on the increase of electrical conductivity through indifferent
electrolyte (lithium chloride) addition and its effect on the surface roughness. At first, the electrical conductivity was adjusted by
the various amounts of the stabilisers of mono-, di- and trichloroacetic acid in the range of 0.85-21.25 wt%. It was demonstrated
that deposits prepared from these suspensions were several millimetres thick, dense with a relatively low surface roughness (R, ~
10 um) only when the electrical conductivity was higher than 4 uS/cm. If a portion of the stabiliser was replaced with indifferent
electrolyte, it resulted in the significantly smoother surface with a roughness R, ~2 pm preserving all other benefits. Suggested
optimization represents a useful novel approach for the preparation of dense, thick and near net-shaped alumina deposits with low

surface roughness via EPD.

Keywords Alumina - Electrophoretic deposition - Electrical conductivity - Surface roughness - Thick layer

Introduction

The structural ceramics are still interesting attractive materials
for the industry but their cost strongly determines their utiliza-
tion in advanced applications instead of commonly used mate-
rials (e.g. metals and polymers) with lower durability. Therefore,
the selection of the cost-effective ceramic material prepared by a
simple processing method allowing minimal post-processing
steps guaranties economic benefits in favour of ceramic prod-
ucts. From this point of view, it is more than adequate to man-
ufacture products in a near net shape to eliminate a machining
process before or after sintering of ceramic parts.

To fulfil such condition, the appropriate ceramic material
and shaping method have to be selected. The most frequently
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used ceramic material is alumina due to its price to performance
ratio. The determining advantage of alumina is its appropriate
mechanical, chemical, electrical and optical properties and cost
efficiency. The simple processing method which requires un-
complicated apparatus and enables preparation of the near net
shape products is electrophoretic deposition (EPD) [1]. The
EPD is based on the movement of ceramic particles dispersed
in the stable colloidal suspension to the deposition electrode
under the applied electric field. The particles agglomerate to
the bulk layer on the electrode and replicate its shape.
Therefore, EPD allows preparation of complex shapes.

The surface quality is the main parameter for near net shape
ceramic productions. Unfortunately, some surface inhomogene-
ities such as bubbles, cracks or surface relief may occur during
EPD, especially when the long-term deposition is applied. The
bubble formation is mostly caused by the evolution of gasses by
the electrolysis of water. In the aqueous suspension, the suppres-
sion of gas bubble evolution requires reduction of voltage during
deposition or using of pulsed DC instead of the conventionally
used continuous DC [2]. Another approach is a fabrication of
bubble-free deposits from a non-aqueous suspension. The
cracks may be formed in the deposits directly during the depo-
sition as a consequence of high moving energy of ceramic par-
ticles or during drying after deposition. There are several solu-
tions that can be taken to avoid the cracking: reduction of the
electrical power transferred during deposition [3], changing the

@ Springer
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electrical conductivity of the suspension, using a chamber with
the controlled atmosphere or using a substrate that shrinks with
the deposit during drying [4].

The formation of the surface relief is still weakly discussed
phenomena occurring during the EPD. In general, the surface
quality can be adjusted by two approaches: (i) suspension op-
timization or and (ii) adjusting of deposition parameters. In the
first approach, the uniformity, density and roughness of the
deposit can be affected by the stability of the suspension, its
concentration and the size of suspended particles [5—7]. In the
second approach, the surface quality is influenced by the
change in the deposition time, current density, substrate con-
ductivity etc. [8-10, 7]. Mentioned approaches according to the
literature were demonstrated especially during the preparation
of thin films or coatings. On the other hand, surface quality
control of thick deposits which becoming to be increasingly
used for fabrication of bulk ceramics mainly layered structures
is marginalized [11-13]. Although the EPD parameters and
their optimisation are still widely studied [14-19], it is still
necessary to examine the factors influencing the surface quality
of the thick deposits or layers in laminates.

One of the key parameters for EPD, which is responsible
for obtaining the deposit, is the abovementioned electrical
conductivity of the suspension. For successful deposition of
the ceramic particles, the electrical conductivity value must
be in a given region and it is driven by the stabiliser content
and solvent used [20]. A concentration of the stabiliser de-
termines also the suspension stability expressed by the zeta
potential. The zeta potential increases in absolute value with
increasing the concentration of the stabiliser up to a certain
value when the stability of the suspension is achieved. If the
stabiliser dissociates in a solvent, the further addition results
in electrical conductivity increase. However, the higher
conductivity can be attained also by an appropriate amount
of the indifferent electrolyte [21]. This approach can reduce
the consumption of acidic or alkaline reagents and only
increases the ionic strength of the solution without affecting
overall stability [22, 23].

This work aims mainly on the preparation of several
millimetres thick and dense alumina deposits with low surface
roughness (R, lower than 9 um). The target of the paper is
fulfilled through the variation of the suspension electrical con-
ductivities by using various types of stabilisers and/or adding
an amount of the indifferent electrolyte. The relationship be-
tween suspension properties, surface quality and physical
properties of deposits is discussed.

Methods and procedures
Suspensions contained 15 wt% of alumina, a certain amount

of stabiliser (0, 0.85, 1.70, 4.25, 12.75 or 21.25 wt%) and 2-
propanol. Ceramic powder used in this study was alumina

@ Springer

(Al,O3, Malakoff, Ind., USA) with a surface area of 7 mz/g
and an average particle size of 500 nm determined by a
Chembet 3000 (Quantachrome, USA) and a laser diffraction
analysis (Horiba LA-500, Japan), respectively.
Monochloroacetic acid (MCAA, p.a., Aldrich, Germany),
dichloroacetic acid (DCAA, p.a., Merck, Germany) and tri-
chloroacetic acid (TCAA, p.a., Merck, Germany) were used
as stabilisation aids. Moreover, lithium chloride (LiCl, p.a.,
Spolana, Czech Republic) was added to the selected suspen-
sions in concentrations of 0.01, 0.15 and 0.30 g/L. The electric
conductivity of suspensions was measured using a Seven
Compact Conductivity (S230, Mettler Toledo, Switzerland)
equipped with a conductivity probe InLab 710 (Mettler
Toledo, Switzerland). After mixing all components, the sus-
pensions were stirred for 30 min using a shaft stirrer at
200 rpm in the ultrasonic field with a power of 300 W.

The glass electrophoretic cell with two stainless steel elec-
trodes (active surface =18.7 cm2) placed in the distance of
26 mm between them was used for the preparation of alumina
deposits. The constant current mode of 5 mA was selected.
The deposition was interrupted after every 5 min and the sus-
pension was vigorously stirred by hand and the electrode with
the deposit was weighted. The deposits were removed from
electrodes after 24 h of drying and they were subsequently
annealed at 800 °C for 1 h and sintered at 1500 °C for 2 h in
ambient atmosphere.

The deposit densities were determined by the
Archimedes method using the theoretical density to be
3.99 g/cm®. The micrographs and roughness of deposit
surfaces were obtained using a laser confocal microscope
(Lext OLS3100, Olympus, Japan).

Results and discussion

The influence of stabiliser type on EPD and deposit
properties

The stable suspension is necessary to obtain a thick deposit with
high packing density on the deposition electrode during long-
term EPD [24, 4]. To ensure this, a certain amount of MCAA,
DCAA or TCAA was added into the suspension. Cihlar et al.
showed that the stability of suspension using such type of stabi-
liser is already attained after adding a small amount of the acid (a
zeta potential of —39 mV for MCAA, —38 mV for DCAA and
—37 mV for TCAA). Further addition of the stabiliser does not
decrease the zeta potential anymore [25]. Therefore, it can be
assumed that only part of acid stabilises the alumina particles and
the excess of it increases the electrical conductivity of the sus-
pension. The effect of higher electrical conductivity should man-
ifest in the decrease of deposition mass and deposition rate [20].

Figure 1 shows the dependence of deposited mass on time
of EPD from suspensions stabilised by different amounts of
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Fig. 1 Dependence of deposited mass on time of EPD from suspensions stabilised by different amounts of MCAA (left), DCAA (middle) and TCAA

(right)

MCAA (white symbols), DCAA (grey symbols), and TCAA
(black symbols). The deposition curves confirmed the de-
crease of the deposited mass with increased concentration of
the stabiliser. This result is consistent with the measurements
of the electrical conductivities in suspensions used as shown
in Table 1. The electrical conductivity increased with the
amount of acid in the suspension. The deposition rate given
by the slope of the deposition curve was different for used
stabilisers accordingly to their dissociation constants. It can
be demonstrated for dissociation constants decreasing in a
polar solvent (water, pK,=2.86 (MCAA); pK,=1.35
(DCAA); pK,=0.66 (TCAA)) as well as in the nonpolar sol-
vents (methanol or ethanol are pK,=7.80 or 8.50 (MCAA)
and pK, =4.90 or 5.70 (TCAA)) [26, 27]. The electrical con-
ductivity increase led to the decrease in the deposition rate
which negatively affected deposited mass [28, 29, 6], as
shown in Fig. 1, and resulted in a less-effective deposition.
The change of the electrical conductivity also affected the
deposit thicknesses (after drying) as given in Fig. 2. The
highest thickness of 3.5 mm was obtained from the suspension
stabilised by 0.85 wt% of MCAA. It can be considered as a
very good result in comparison with literature data where the
deposits with thickness up to 1 mm are mostly discussed
[30-32, 7]. Nevertheless, a lower deposition rate resulted in
a decrease of deposit thickness with the increased amount of

the stabiliser. The deposit thickness decrease was also
depended on the type of acid used. The thickness of the de-
posits decreased in the range of 2.6-3.5 mm (MCAA), 2.2—
2.9 mm (DCAA) and 0.6-2.6 mm (TCAA), respectively, as
the electrical conductivity of the suspensions increased.
Similarly, the lower velocity of alumina particles should
lead to an improvement of the deposit density because
particles should have enough time to occupy a favourable
position in a deposited layer [33]. This effect is not clearly
evident from the measured final densities listed in Table 1.
On the contrary, the deposits prepared from suspensions
stabilised by MCAA which had the lowest electrical con-
ductivities, i.e. the high deposition rates, exhibited the
highest densities. The more effective mechanism of parti-
cle arrangement proposed by Hamaker can be an explana-
tion of this effect [34]. The high particle velocity at the
lower electrical conductivities of the suspensions caused
a high pressure in the external part of the created deposit;
therefore, more efficient particle densification occurred.
From Table 1, it is obvious that the majority of prepared
deposits had a very rough surface (the rough surface corre-
sponds to the R, value higher than 9 um based on the laser
profilometry measurements). The typical micrographs of the
deposit surfaces are shown in Fig. 3. The morphology of the
surface reliefs in shapes of (i) vertical lines (see Fig. 3a), (ii)

Table1 Summary of electrical conductivity of suspensions stabilised by different amounts of MCAA, DCAA, TCAA and selected physical properties
of deposits
Stabiliser MCAA DCAA TCAA
(Wt%)
Electrical Final R, (um) Electrical Final R, (um) Electrical Final R,
conductivity (uS/cm) density (%) conductivity (uS/cm) density (%) conductivity (uS/cm) density (%) (pum)
0 0.16 98.28 2450  0.16 98.28 24.50 0.16 98.28 24.50
0.85 2.70 99.45 40.66 298 98.76 43.26 5.29 98.49 10.10
1.70 3.06 99.33 40.11 3.46 98.83 38.64 7.10 98.75 11.75
425 4.16 99.22 9.59 4.55 98.77 9.56 12.41 98.97 10.70
12.75 7.64 99.29 7.88 10.19 98.99 11.95 35.30 98.94 7.92
21.25 10.61 99.33 8.50 17.00 98.92 12.21 78.70 98.20 7.37
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Fig. 2 Dependence of deposit thickness (after drying) on the content of
MCAA, DCAA and TCAA in the suspensions

together connected spurs or (iii) humps (see Fig. 3b) was
determined. This behaviour is probably caused by randomly
ordered deposition of large agglomerates or aggregates at the
low electrical conductivity of the suspension and their over-
lapping with other fine deposited particles [9, 35]. Moreover, a
dynamic flow invoked due to turbulence located close to the
deposited layer can also increase the surface roughness of the
deposit [28, 36]. From Table 1, it is obvious that the surface
roughness can be eliminated at the depositions using suspen-
sions with higher electrical conductivities.

From this point of view, only suspensions containing
MCAA or TCAA stabiliser in amounts equal or higher than
12.75 wt% allowed the preparation of deposits with the
smooth surface (see Fig. 3c).

The best results in terms of the most effective EPD with the
satisfactory deposition yields, thickness and the highest final
density of the deposits were achieved using suspensions
stabilised by MCAA. In the case of the higher content of the

Fig. 3 3D topography of deposit
surfaces prepared from
suspensions containing 1.70 wt%
of MCAA (a), 4.25 wt% of
DCAA (b) and 21.25 wt% of
TCAA (¢)

@ Springer

MCAA, the low surface roughness was obtained as well. On
the other hand, the high content of the stabiliser in the suspen-
sion is undesirable because of its toxic nature.

The influence of electrolyte addition on EPD
and properties of deposits

The excess of stabiliser which induced desired higher elec-
trical conductivity was replaced by a small addition of the
indifferent electrolyte (LiCl), which was added into the
suspension containing the lowest amount of the stabiliser
(0.85 wt% of MCAA). The effect of the indifferent elec-
trolyte on the electrical conductivity was already described
by Cruz et al. [22]. It can be supposed that the electrolyte
affects the suspension stability not appreciably; i.e. the zeta
potential could be slightly decreased due to thinning of the
double layer [37]. As was expected, the electrolyte addi-
tion increased the electrical conductivity of the suspension
and consequently decreased the deposition rate and depos-
ited mass. This was due to a reduction in the voltage be-
tween the electrodes because of the increased ionic
strength of the suspension. The dependence of deposited
mass on time of EPD from the suspensions stabilised by
different amounts of MCAA and with LiCl addition is
shown in Fig. 4. It is obvious that the addition of 0.01 g/
L of indifferent electrolyte led to a significant reduction of
the deposited mass and the electrical conductivity of the
suspension was increased from 2.70 to 7.04 uS/cm. For
comparison, the black continuous line in Fig. 4
representing a typical deposition from the suspension
stabilised by 12.75 wt% of MCAA is displayed. The de-
posited masses are similar for depositions from the suspen-
sion stabilised by 12.75 wt% of MCAA and suspension
containing 0.85 wt% of MCAA with 0.01 g/L of the indif-
ferent electrolyte. Therefore, the amount of the stabiliser
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Fig. 4 Dependence of deposited mass on time of EPD from suspensions
stabilised by different amounts of MCAA and with LiCl addition

can be effectively reduced while an appropriate value of
the electrical conductivity of the suspension is preserved.
Further increasing of indifferent electrolyte amount led to
the subsequent reduction of the deposited mass and in-
crease of the electrical conductivity up to 31.00 uS/cm.

To maintain efficient yields during deposition, it seems
to be appropriate to use the lowest concentration of LiCl
despite the slightly higher final density of the deposits
prepared from the suspensions with higher LiCl addition.
The final density of the deposit prepared from a suspen-
sion containing 0.01 g/L of LiCl was 99.22% whereas
from suspensions enriched with 0.15 and 0.30 g/L of
LiCl allowed preparation of deposits with the final densi-
ties of 99.33 and 99.45%, respectively. Here, the afore-
mentioned first mechanism of the particles rearrangement
during the deposition presumably took place. Likewise,
the thickness of the deposits was almost the same as in
the case of the deposit prepared from the suspension
stabilised by 12.75 wt% of MCAA. As a consequence
of increasing LiCl concentration in the suspension, the
thickness decreased from 2.5 to 1.4 mm due to lower
deposition yields (see Fig. 4).

Another benefit of indifferent electrolyte addition is
clearly visible in Fig. 5 where the 3D topography of deposit
surfaces prepared from suspensions containing (a)
0.85 wt% of MCAA, (b) 12.75 wt% of MCAA and (c)
0.85 wt% of MCAA with 0.01 g/L of LiCl are displayed.
The surface roughness of the deposit prepared from suspen-
sions containing only 0.85 wt% of MCAA was 34.96 um
(see Fig. 5a). When the deposition rate slows down due to
stabiliser addition as a result of the electrical conductivity
increase, then the surface roughness of such deposit was
7.88 um (see Fig. 5b). Furthermore, the replacement of the
portion of the stabiliser with indifferent electrolyte resulted
in the smoother surface roughness of 2.21 um (see Fig. 5c¢).
The proposed approach could be considered as an effective

Fig. 5 3D topography of deposit surfaces prepared from suspensions
containing 0.85 wt% of MCAA (a), 12.75 wt% of MCAA (b) and
0.85 wt% of MCAA (c¢) with 0.01 g/L of LiCl addition

tool for preparation of dense and thick alumina deposits
with low surface roughness via EPD.

Conclusions

The preparation of thick and dense alumina deposits with low
surface roughness via EPD was studied. The alumina particles
dispersed in 2-propanol suspensions stabilised by
monochloroacetic acid (MCAA), dichloroacetic acid
(DCAA) or trichloroacetic acid (TCAA) were stable in the
chosen concentration range (0.85-21.25 wt%) and they
allowed fabrication of deposits with a thickness exceeding
several millimetres. The higher amount of stabiliser in the
suspension resulted in an increase of the electrical conductiv-
ity; i.e. deposition rate decreased. Consequently, the surface
roughness was reduced. The indifferent electrolyte (LiCl) was
added to substitute relative high content of the stabiliser in the
suspension. Only a small amount of LiCl (0.01 g/L) dispersed
in a suspension containing 0.85 wt% of MCAA resulted to the
preparation of dense (final density of 99.22%) and thick
(2.5 mm) alumina deposits with a smooth surface (surface
roughness of 2.21 um). The proposed modification of the
suspension allows electrophoretic deposition of alumina de-
posits with low surface roughness, high final density and suf-
ficient thickness suitable for a cost-effective near net shape
ceramic production.
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Abstract

The stabilisation of hydroxyapatite (HA) particles in dispersions containing 2-propanol and monochloroacetic acid (MCAA) was studied. The
surface of HA (Ca®>™" cations) was stabilized by chemical adsorption of non-dissociated MCAA molecules via polar Cl atoms followed by
dissociation (cleavage of the protons), which led to negative charging of the HA particles. Colloidal dispersions were milled for 0, 2 and 24 hin a
planetary ball mill before electrophoretic deposition (EPD). The electrical conductivity of dispersions was modified by adding an indifferent
electrolyte (LiCl) to obtain crack-free deposits with a smooth surface. HA and HA/t-ZrO, composites containing 2, 4, 8 and 16 wt% zirconia
microfibres were prepared by EPD. HA decomposed into a-TCP, f-TCP and partially substituted calcium phosphate by the action of Li™ cations
during sintering. Elastic modulus and Vickers hardness of composites increased with milling time of the dispersions prior to EPD and decreased
with the quantity of zirconia microfibres in the deposits, depending on the composite density. Fracture toughness of the composites was twice as
high as that of pure HA due to the presence of orientated zirconia microfibres, finer microstructure, tougher f-TCP phase and pores. The two-

week soaking in simulated body fluid revealed the bioactivity of all prepared materials.

© 2015 Elsevier Ltd and Techna Group S.r.I. All rights reserved.

Keywords: Hydroxyapatite; Zirconia; Composite; Electrophoretic deposition; Porosity

1. Introduction

Hydroxyapatite (HA) has widely been studied as a structural
material for medical applications in the last decade. This
material has a similar structural and chemical composition as
human hard tissue and is biocompatible and is resorbable [1].
The main disadvantage of HA is its low strength and fracture
toughness, which is a barrier for load-bearing applications [2].
To fulfil the function of HA as a biological and structural
material, an appropriate compromise between its mechanical
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properties (strength, fracture toughness) and a microstructure
suitable for biological applications (porosity) must be found.
The porosity inside a ceramic body can be closed, in the
form of isolated pores or open, forming a net of interconnected
pores. Interconnection between pores in a bone-substituting
material is required to allow the transportation of nutrients to
form new bone tissue; it allows for the migration of cells and
removal of waste products [3—5]. In bone-substituting materi-
als we can distinguish between macroporosity (pores
> 50 pm) and microporosity (pores < 20 pm). Macroporosity
allows osteogenesis through the transportation of cells and ions
[3]. Due to its high surface area, microporosity allows protein
adsorption [4], provides more preferential places for the
interception and growth of cells [3] and accelerates osteointe-
gration [4]. It is well known that porous ceramics exhibit
poorer elastic, plastic properties and fracture resistance. An
enhancement of the mechanical properties can be achieved by
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milling HA powder to reduce the particle size or by adding
other materials (Al,O3, TiO,, etc.) to serve as toughening
phases [6-8]. In the case of adding a second phase, its
biocompatibility must be ensured to allow the composite to
be used in medical applications. The next important factor
affecting the final porosity is the sintering temperature and the
associated decomposition of HA. Increasing the sintering
temperature leads to decreasing material porosity and thus
influences the balance between the volumes of macroporosity
and microporosity in a biomaterial. Moreover, HA decomposes
into single phases: oxyapatite, «o-tricalcium phosphate,
p-tricalcium phosphate or into tetra-calcium phosphate (OA,
o-TCP, B-TCP or TTCP) [9-11]. On the one hand, the
decomposition is beneficial because a-TCP or B-TCP have a
higher rate of biodegradation than HA [12,13]; however, the
decomposition brings about increased material porosity, which
can deteriorate the final mechanical properties [14]. The
preparation method has the greatest influence on the porosity
of biomaterials. The commonly used methods for the prepara-
tion of porous ceramic structures are microsphere burn-out,
direct foaming, colloidal crystals method or rapid prototyping.

Another useful method for the preparation of porous HA can
be electrophoretic deposition (EPD) [15]. It is a relatively
simple and cheap method for the preparation of ceramic
monoliths [16], functionally gradient materials [17], laminates
[18,19] or thin films and layers [3] from a stable colloidal
dispersions [20,21]. In recent years, attention has mostly been
paid to the preparation of thin coatings and films of HA, a-
TCP or B-TCP on ceramic or metal substrates via EPD. On the
other hand, the preparation of thick deposits with interesting
structural and mechanical properties has been neglected.
Moreover, EPD is a suitable method for the preparation of

Table 1
Characteristics of materials used.
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porous biomaterials. Ma et al. [22] prepared a uniform crack-
free HA scaffold with interconnected porosity by EPD. They
experienced some inconvenience as the deposit was cracking
during deposition. This problem was solved by repeated
deposition. Generally, the presence of micro-cracks in HA
materials is a frequent phenomenon, which has been solved by
several authors [2,22,23].

The aim of this work was the preparation of thick HA
reinforced with zirconia microfibres (ZF) with controlled
microporosity. Stable dispersions consisting of a mixture of
HA powder and ZF were prepared by colloidal milling.
Electrical conductivity of the dispersions was modified to
obtain deposits of controlled quality. Thick, porous, crack-free
deposits without surface roughness were deposited by utilising
EPD. The physical (density, porosity, microstructure, etc.) and
mechanical (Vickers hardness, Young's modulus) properties of
HA monoliths and HA/ZrO, composites were studied. The
effect of ZF in the HA matrix on composite fracture toughness
was examined. The prepared composites were also studied as a
potential biomaterial for the replacement of living hard tissues.

2. Experimental
2.1. Materials

HA and polycrystalline yttria stabilized tetragonal ZF used
for the preparation of the composites are listed in Table 1 and
shown in Fig. 1. The surface area and particle size distribution
of ceramic powders were measured using Chembet — 3000
(Fa Quantachrome, USA) and LA 950 (Horiba, Japan),
respectively.

Chemical composition Designation Surface area (m?/g) Average particle size (1Lm) Producer
Cas(OH)(POy)3 HA 33.8 Diameter 10 Fluka, Switzerland
t-(Y)ZrO, fibres ZF 8.0 Diameter 0.15-0.40/length 2400 Pardam, Czech Republic

Fig. 1. Micrographs of hydroxyapatite powder (left) and tetragonal zirconia fibres (right).
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2.2. Dispersion preparation

Dispersions contained 15 wt% of ceramic load (HA and ZF),
0.85-21.25 wt% of monochloroacetic acid (MCAA, p.a., Sigma-
Aldrich, Germany) as a stabilizing aid and 84.15-63.75 wt% of
2-propanol (p.a., Lachner, Czech Republic) as a dispersion
medium. The dispersion used for the preparation of HA/ZF
composites contained 2, 4, 8 or 16 wt% ZF. After mixing all of
the components, one set of dispersions was directly used for
EPD (denoted as AMO) and the other two sets were milled in a
planetary ball mill prior to EPD for 2 h (denoted as AM2) and
24 h (denoted as AM?24). Zirconia milling elements of 5 mm in
diameter and balls to powder milling ratio (BPR) of 11:1 were
used. The milling ratio can be referenced elsewhere [14]. To
prevent the HA and ZF particles from settling, the dispersions
were ultrasonically agitated and mechanically stirred for 30 min
prior to EPD. Lithium chloride (LiCl, p.a., Spolana, Czech
Republic) as indifferent electrolyte in amounts of 0.05 g/L,
0.10 g/L, 0.15 g/LL and 0.25 g/LL was added into the dispersion
to increase electrical conductivity. The electrical conductivity of
the dispersions was measured at room temperature using a
SevenCompact Conductivity S230 device (Mettler Toledo AG,
Switzerland). The electrokinetic behaviour of the colloidal
dispersions was measured at room temperature via LDV (Laser
Doppler Velocimetry) using a Zetasizer 3000 HS device (Mal-
vern Instruments, UK) on dispersions diluted by anhydrous 2-
propanol. Henry's equation was used to calculate the zeta
potential [24].

2.3. Electrophoretic deposition

EPD with vertical electrode arrangement under a constant
current of 5mA (current density of 0.27 mA cm™?) was
carried out. Stainless steel electrodes with polished surfaces
and a surface area of 18.2cm” were placed into a glass
container and spaced 26 mm apart. During deposition lasting
40 min, a direct weight measurement of the deposit was
performed according to [18].

2.4. Study of deposits

The deposits were dried at room temperature in a desiccator
and then annealed and sintered in air at 600 °C for 2 h and
1250 °C for 3 h. The thermal stability and phase composition of
the composites were determined using a Seiko TG/DTA 6300

Table 2
Electrokinetic properties of HA and HA/ZF colloidal dispersions.
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thermogravimeter (420 °C/min, Seiko Company, Japan) and
X-ray diffraction (XRD) equipment with Cu Ka radiation
(Smartlab, Rigaku, Japan), respectively. The average density
of the deposits was determined by the Archimedes method (EN
623-2) from three measurements. The microstructure of materi-
als prepared was observed using a Lyra3 scanning electron
microscope (FEG/FIB, Tescan, Czech Republic). The linear
intercept method was used to calculate the average grain size of
the composites. After calculation, the values of grain size were
multiplied by a shape correction factor of 1.56 [25]. Vickers
hardness and indentation Young's modulus was determined by
means of an instrumented hardness tester (Z2.5, Zwick/Roel,
Germany). Indentation fracture toughness was determined using
cracks propagating from corners of indents as [26]:

Kie =0.018(E/HV)* (P/c'9), (1)

where E is Young's modulus, HV is Vickers hardness, P is the
load and c is the length of the crack. Average values of E, HV and
Kic were evaluated from at least 10 independent indentation
measurements.

Samples prepared from 2 and 24 h milled dispersions
containing 0, 2, 8 and 16 wt% ZF were selected for biological
activity testing. Biological activity was qualified after soaking
the samples in simulated body fluid (SBF) for two weeks at
36.5 °C. The recipe for SBF was prepared according to the
work of Kokubo et al. [27].

3. Results and discussion
3.1. Stabilisation of HA particles

Colloidal dispersions containing 2-propanol as the disper-
sing medium and monochloroacetic acid as a stabiliser were
used for EPD of HA and HA/ZF composites. EPD and
electrokinetic behaviour of 2-propanol dispersions of Al,O3
and ZrO, stabilized chloro derivatives of acetic acid have been
previously studied and the results were published [28,29]. The
electrokinetic behaviour of HA dispersions, whose properties
are shown in Table 2, was studied in the same manner as in the
work of Cihlar et al. [28].

The zeta potential of HA (HA AMO) in 2-propanol in the
absence of MCAA was positive (+4.8 mV). After the addition
of MCAA the positive charge of HA particles changed to
negative (—31.4mV) (see Table 2). We expect that this
change occurred by the same mechanism that was proposed

Samples Zeta potential (mV) Electrophoretic mobility 4 (pmcm V='s™")
HA AMO* +4.80 +0.04
HA AMO —31.40 +0.24
HA AM2 —31.90 —0.22
HA AM24 —33.00 —0.25
HA/16ZF AM2 —32.20 —0.25
HA/16ZF AM24 —35.10 —0.27

*Without stabilising aid.
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for alumina [28]. The molecules of chloroacetic acid have two
polar centres, a carboxyl group (which can dissociate) and a
C—Cl polar bond, which enable the adsorption of chloroacetic
acid onto the surface of oxide particles. The MCAA molecule
in the non-dissociated state is first adsorbed on the surface of
HA (probably in the vicinity of Ca®" cations) via a Cl atom
with a partial negative charge, then MCAA dissociates
(cleaves the proton) and the anion of MCAA bound to the
HA particle gives it a negative charge. The mechanism can be
described by Egs. (2) and (3):

(Cas(PO4);(OH)) ...+ CICH,COOH

— (Cas(POy4)3(OH)) .. ...CICH,COOH, )
(Cas(PO4)3(OH)) . ....CICH,COOH

— (Cas(PO4)3(OH)) . ...CICH,COO™ +H™. ©)

3.2. Colloidal milling

The dispersions containing HA powder were colloidally
milled in a planetary ball mill (denoted as AM-automatic
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Fig. 2. Graph of the particle size distribution function of HA dispersions for
different milling times.
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milling). The particle size distribution was observed to change
with milling time (1, 2, 4, 6, 12 and 24 h) (see Fig. 2). The HA
starting powder consisted of agglomerates (see Fig. 1) having
an unimodal size distribution function with an average size of
approximately 10 pm (solid grey line in Fig. 2). After colloidal
milling the bimodal distribution of particle sizes in the
dispersion was observed. The average size of agglomerates
in the dispersion decreased with milling time (see the high
peaks on the right) from approximately 3.50 pm to 750 nm for
milling times of 1 and 24 h, respectively. The low peaks at
250 nm probably represent primary HA particles released from
agglomerates during milling (compare with Fig. 1).

3.3. Electrophoretic deposition

The set of dispersions consisting of 2-propanol, HA and only
a minimal amount of stabiliser (0.85 wt% MCAA) were milled
for 0, 2 or 24 h. The EPD of these dispersions led to deposits
having a rough surface due to the low electrical conductivity of
dispersions and thus high velocity of particles during the
deposition (see Fig. 3a). This behaviour was observed for
different material in a previous work [29]. Moreover, cracks
developed during EPD in some cases, which led to the separation
of the deposit from the electrode during deposition. We believe
that the development of cracks is related to the high moving
energy of particles. These particles create a pressure on the
weakened spots of the deposit (micro-cracks, clusters of agglom-
erates, edges of deposit, etc.), causing an enlargement of the
defects with increasing deposition time. The penetration of
particles into the defect results in an optically observable crack.
The problem can be overcome by adjusting the electrical
conditions during deposition. Rad et al. [23] reduced the
electrical power transferred during deposition at the cost of
increased deposition time. Another approach consists of chan-
ging the electrical conductivity of the dispersion. The electrical
conductivity of the dispersion stabilized with 0.85 wt% of
MCAA was only 0.38 uS cm ™ 2. For this reason the concentra-
tion of monochloroacetic acid in the dispersion was raised up to

Fig. 3. Digital photos of deposit surfaces: a) side view of a deposit prepared from the dispersion containing 0.85 wt% MCAA; front view of deposits prepared from
dispersions containing, b) 21.25 wt% MCAA, and c) 21.25 wt% MCAA and 0.10 g/L of LiCL
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21.25 wt%. The electrical conductivity of the dispersion grew
with MCAA concentration: for 1.70 wt%, it was 0.93 pS cmfz;
for 4.25 wt%, 1.29 pS cm~?; for 12.25 wt%, 3.76 pS cm ™ 2; for
21.25 wt%, 5.48 pS cm ™~ % The increase in electrical conductiv-
ity led to a decrease in deposition rate and reduced deposition
yield and surface roughness of the deposit. For further study the
dispersion with 21.25 wt% of MCAA was selected.

The electrokinetic behaviour of this dispersion was measured
for various milling times and quantities of ZF. The values of zeta
potentials and electrophoretic mobility are listed in Table 2. The
absolute values of the zeta potential of these dispersions were
over 30 mV. The absolute zeta potentials of dispersions milled for
24 h were higher than the absolute zeta potential of dispersions
milled for 2 h or that of non-milled dispersions. The addition of
ZF slightly increased the absolute zeta potential. A possible
reason for increased zeta potential as a results of long time milling
and ZF addition could be explained by the increase of HA surface
area after milling and high ZF surface area. It should be noted that
statistical variance of the zeta potential values was caused by the
low electrophoretic mobility in 2-propanol dispersions.

Smooth deposits obtained by deposition from a highly
conductive dispersion containing 21.25 wt% MCAA still con-
tained cracks (see Fig. 3b). The electrical conductivity of the
dispersion was further increased by adding an indifferent
electrolyte (LiCl). The indifferent electrolyte did not participate
in the stabilisation but only increased the electrical conductivity
of the dispersion. The measurement of the zeta potential
supported this fact because a non-milled dispersion containing
2-propanol, HA and MCAA with an addition of LiCl had a
negative zeta potential of —29.80 mV. This value is approxi-
mately 10% lower than for other dispersions in Table 2. The
decrease in zeta potential was caused by electric double layer
thinning due to dissociated ions of LiCl [30].

The time dependence of the HA mass deposited from
dispersions stabilized by 21.25 wt% MCAA with added LiCl
is shown in Fig. 4. The addition of LiCI had a significant impact
on the decrease of the deposition rate up to a concentration of
0.10 g/L. The electrical conductivity of the dispersion increased
from 548 pScm ™2 to 11.72 pS cm ™ 2. A minimal addition of
0.10 g/L of indifferent electrolyte into the dispersion resulted in

0.5 T T T T T T
—O— 21.25 wt% MCAA
—A— +0.05 g/L LiCI
. 04 | —O— +0.10g/LLiCl
e —O— +0.15 g/L LiCI
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)
2
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Fig. 4. Dependence of the deposited mass during EPD on time and indifferent
electrolyte addition.
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Fig. 5. Thermogravimetric analysis of the deposit prepared from HA milled for
24 h with 16 wt% ZF.

deposits having a smooth surface without cracks (see Fig. 3c).
For further preparation of HA and HA/ZF deposits by EPD a
dispersion was used that contained a maximum amount of
MCAA and 0.10 g/l of LiCl. The electrical conductivity of
these dispersions was approximately 10.59 pS cm 2.

The addition of indifferent electrolyte to the dispersion used
for EPD significantly improved the quality of the deposit
obtained. On the other hand, LiCl may not be the best choice
for potential application in medicine. However, for future
experiments it could simply be replaced by any other
environmentally friendly indifferent electrolyte (e.g., tetra-
methylammonium chloride).

3.4. Thermal stability of composites

The thermogravimetric analysis of a composite prepared
from HA dispersion milled for 24 h and containing 16 wt% ZF
is shown in Fig. 5. Three exo- and/or endo-thermic events
were identified. The first one (80-200 °C) can be linked to the
evaporation of water adsorbed on HA/ZF particles. The second
exothermic peak (250-500 °C) was probably caused by the
oxidation of monochloroacetic acid. The third endothermic
peak observed in the temperature range of 610-900 °C was
caused by the decomposition of HA into OA and TCP phases
[11]. No additional thermal events were observed with the
temperature increasing up to 1250 °C.

Results of an XRD analysis showed that the temperature of
thermal treatment had a significant impact on the phase
composition of the HA and HA/ZF composites (see Table 3).
After annealing at 600 °C, no new phases were detected that
would have been incurred by thermal decomposition of HA or
solid state reaction (SSR) of HA with t-(Y)ZrO,. After sintering
at 1250 °C the thermal decomposition of HA took place in both
samples. The HA sample decomposed into a-Caz(PO,), and f3-
Caz(PO,);. The mechanism and kinetics of HA decomposition
were proposed earlier by Cihlar [11]. The HA/ZF composite
decomposed into a-Caz(PO4), and another trigonal phase
structurally similar to the Ca;goMgg 11(PO4), compound that
can be characterised as f-TCP partially substituted by Mg [31].

Instead of Mg the Li from LiCl (used as an indifferent
electrolyte) was detected by EDS in the products of the solid
state reaction. It can be assumed that the second identified
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Table 3

Influence of temperature on the phase composition of HA and HA/ZF composites.
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Sample composition before SSR (wt%) Temperature of SSR

Sample composition after SSR (wt%)

HA +-Z10, )
100 600
100 1250
84 16 600
84 16 1250

HA t-ZrO, o-TCP B-TCP Li, Ca-P
100
67 33
83 17
17 52 31

phase was B-TPC partially substituted by Li™ cations. The
process of thermal decomposition of HA and solid state
reaction of HA and t-(Y)ZrO, in the presence of Li* cations
can be described by Egs. (4)-(7):

2Cas(PO4);0H Cayo(PO4) O+ H,0, (4)
Cayo(PO4),0 3a — Caz(POy), + CaO, (5)
xLiT
Ca;9(PO4)cO > 2a—Caz(POy),
+Cay_sLi (POy), + 1+ %CaO, (6)
t — (Y)Z1O, +Ca03 1 — (Y, Ca)ZtO,. (7)

CaO resulting from the HA decomposition was probably
dissolved in the tetragonal lattice of ZF stabilized with yttria.
The concentration of Ca in t-(Y,Ca)ZrO, was low and there-
fore t-(Y,Ca)ZrO, did not transform into the cubic phase.

3.5. Study of microstructure

The microstructure of HA and HA/ZF deposits prepared from
dispersions milled for 0, 2 and 24 h is shown in Fig. 6. The
influence of colloidal milling on the grain size and porosity of
the deposits prepared is obvious as shown in Fig. 6 (compare
with Table 4). The grain size of sets milled for 0, 2 and 24 h was
measured. With increasing quantity of ZF in HA the grain size
decreased (see Table 4), as shown in Fig. 6. The grain size of
HA was probably influenced by the presence of the secondary
phase (fibres or particles of zirconia), which inhibited the grain
growth of HA during sintering [32]. This process is known as
“pinning effect” or “Zener pinning” [33,34].

In the case of deposits milled for O or 2 h before EPD, a
relatively low density and high porosity were observed (see Fig. 7
and Table 4). The decrease in final density of deposits with
increasing quantity of ZF probably relates to 1) deposition of large
ZF clusters in the deposit structure, ii) shortening of ZF with
increased milling time, iii) decomposition of HA during thermal
treatment. Clusters of ZF and agglomerates of primary particles
were identified in deposits prepared from non-milled dispersions
(see Fig. 6 (ZF8 AMO)). Moreover, after the addition of a
maximum quantity of ZF, the HA/ZF composite was at the
cohesion limit (see Fig. 6 (ZF16 AMO)). The composites prepared
from the dispersions milled for 2 h contained smaller clusters of
ZF than the composites prepared from the non-milled dispersions.
To a certain degree, this milling time was sufficient for an

effective separation of the fibres because single ZF or particles
released from the fibres during milling were observed at the
grain-pore interfaces (see Fig. 6). For the deposits prepared from
dispersions milled for 24 h before EPD, the microstructural
analysis showed single ZF, shortened fibres and single zirconia
particles in the structure. There were no agglomerates or clusters
of ZF in the HA/ZF composite. For this reason, the volume and
the size of pores in this composite were lower than in the other
two sets of composites, and the final density of deposits was
higher (see Fig. 6 (ZF8 and ZF16 for the sets AM2 and AM24)).
By comparing all three sets of samples investigated in Fig. 7 it
was found that the final density of sets milled for 2 and 24 h was
approximately 16% and 30% higher, respectively, than that of
non-milled sets.

In summary, the grain size and the amount and size of pores
in the microstructure can effectively be influenced by the time
of colloidal milling of the dispersions and by choosing the
quantity of ZF in the dispersions.

3.6. Mechanical properties of HA and HA/ZF composites

The mechanical properties of sintered HA and HA/ZF
composites were evaluated using the indentation method with
a Vickers indenter. Instrumented indentation allowed us to
measure Vickers hardness and also evaluate Young's elastic
modulus from the unloading part of the force-time dependence.
The dependence of elastic modulus and hardness of composites
on the quantity of ZF and milling time is shown in Fig. 8.

Both the elastic modulus and the hardness increased with the
milling time and decreased with the quantity of ZF. The increase
in elastic modulus and hardness of deposits with the milling
time can be linked to the microstructure refinement caused by
the decreasing size of HA agglomerates and by the separation of
ZF from clusters during milling of the dispersion. The depen-
dence of elastic modulus and hardness on the quantity of ZF and
the milling time had the same tendency as density (compare
Figs. 6 and 8). Generally the elastic and plastic properties of
ceramics are functions of grain size, porosity and presence of
secondary phases. The hardness and/or elastic modulus of
single-phase ceramics decreased with increasing internal poros-
ity [35,36]. The dependence of elastic modulus and hardness of
the composites on density is shown in Fig. 9. Crosses represent
the elastic modulus and Vickers hardness of HA as published in
the literature [36,37]. The dependence of elastic modulus E on
porosity level ¢ can be described by a symmetric-cell average
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Fig. 6. Micrographs of HA and HA/ZF deposits prepared from dispersions milling (AM) for 0, 2 and 24 h.

model based on the Hashin-Shtrikman bound [35]: where E, is the elastic modulus of a specimen with zero
R porosity. The value of Ey, 120 GPa, was established from an

E—E (1—¢) aggregate average of elastic modulus data for high-dense pure
0 1+ )’ HA [37]. The Vickers hardness HV dependence on porosity
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Table 4
Porosity and grain size of the composites prepared.
ZF (wt%) Porosity (vol%) Grain size (pum)
AMO AM2 AM24 AMO AM2 AM24
0 28.92 17.54 742 6.19 453 419
2 30.61 15.10 9.24 4.87 4.61 3.69
4 32.68 22.27 12.17 4.39 4.05 2.99
8 38.59 32.56 20.26 3.45 3.01 2.81
16 53.28 38.90 34.67 - - -
. affect either the crack length or final fracture toughness. Increas-
3.0 5~ ing the quantity of ZF (from 4 wt% to 16 wt%) led to a
. | s S monotonic crack length decrease and thus to a fracture toughness
_ o \\\\\ increase of up to 1 MPam™ "2, In Fig. 10 the dependence of
“'LE) 26 F = ~—a \O\\\ fracture toughness data on the porosity of deposits (white circles)
2,410 T~ T~ is given. Crosses represent fracture toughness data found in the
= e~ S T~ literature [40]. The fracture toughness of a pure HA deposit is
é | T~ - “ TR - approximately 30% lower than that from the literature. This could
E 20k T~ ~o. T be due to several reasons. The fracture toughness data compared
w o AMO T~ were obtained by different methods: data from the literature had
| s Gy \\\\ been obtained on notched bars, while an indentation technique
16 To was used in this study. Another reason could be the slight
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Fig. 7. Dependence of final density of deposits on the quantity of ZF and
milling time.

level ¢ can be described by an exponential model based on the
minimum solid area proposed by Rice [36]:

HV =HVy-exp™ %, )

where HV is the Vickers hardness of a specimen with zero
porosity and b is the material constant. The least square fit to
Eq. (9) yielded values of 6.04 GPa for HV, and 6.03 for
material constant b. The value of HV| is very close to the
Vickers hardness of high-dense pure HA with porosity <0.01
(6 GPa) as found in work [38].

The predictions of elastic modulus and hardness of HA
ceramics based on Egs. (8) and (9) described well the elastic
modulus and Vickers hardness dependence found for HA and
HA/ZF composites in this study. It means that the major
influence on the mechanical properties was porosity level
rather than the presence of ZF in the microstructure. The slight
deviation of the measured data from the predictions can be
explained by inaccuracies in the determination of either
porosity or elastic modulus and hardness. In particular, the
elastic modulus was calculated assuming pure elastic deforma-
tion during unloading of the specimen. Additionally, Egs. (8)
and (9) were derived assuming spherical pores, which may not
be valid in the case of fibre-reinforced composites.

The dependence of the fracture toughness of HA and HA/ZF
on the quantity of ZF is shown in Fig. 10. The indentation
fracture toughness of HA was approximately 0.6 MPam ™2,
which is comparable with indentation fracture toughness data
found in the literature [39]. Incorporation of 2 wt% ZF did not

difference in the chemical composition of HA (Ca:P ratio).
However, it is evident that a composite containing 16 wt% ZF
prepared in this study had twice the fracture toughness of pure
HA with comparable porosity.

The observed crack length decrease with the quantity of ZF
(see Fig. 10) was probably caused by: i) the shortening of the
linear crack length and ii) arrest of the crack. The first mechanism
would be caused by the meandering of the crack path on grains
and fibres, especially in the case of composites with a fine
microstructure deposited from a dispersion highly agitated by
milling (see Section 3.5) [41,42]. The crack arrest was caused
either by the presence of a tougher phase (zirconia or §-TCP) or
by the crack energy consumption due to crack re-initiation in the
pores. In Fig. 11 the crack path is documented showing a crack
crossing the pores (white arrows) and a crack deflected by ZF
(black arrows), which were oriented parallel to the electrode.

3.7. Bioactivity of composites

An apatite layer similar to bone is important for ensuring a
bone-bonding interface between the bioactive material and the
living tissue [27,43]. For this reason, most papers focus on the
testing of biomaterials in SBF. The time of sample soaking was
selected based on work by Yugeswaran et al. [44], which dealt
with a similar material system where the apatite layer was created
in 10-15 days of soaking in the SBF. The surface morphologies
of HA (Fig. 12a) and HA/ZF composites (Fig. 12b—d) after two
weeks of soaking in the SBF are shown in Fig. 12. The apatite
layers were formed from spherulites. These spherulites were
composed of many small crystallites, which indicated a high rate
of nucleation of the calcium and phosphorus species. Fig. 12a and
d shows the first apatite layer overlapped by a new layer of finer
spherulites. A similar progression of apatite layer growth was
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reported by other authors [45]. The apatite layers covering
surfaces of our samples did not contain micropores, which are
usually observed in the case of composite materials and which are
caused by ion diffusion from the sample surface to the SBF [46].
Exclusively local formation of spherulites was observed on a few
of the samples (see Fig. 12c¢).

All of the composites prepared supported the creation of
apatite layers from SBF and thus are capable of providing a

connexion with living hard tissue through the apatite interlayer
[27]. From this point of view, HA/ZF composites have potential
in regenerative medicine as a replacement for living hard tissues.

4. Conclusions

HA/ZF composites prepared by EPD from optimised disper-
sions were studied through characterisation of their microstructure
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Fig. 12. Micrographs of HA/ZF composite microstructures after soaking in
SBF: a) ZFO AM2, b) ZF2 AM24, c) ZF8 AM2, and d) ZF16 AM24.

and physical, mechanical and biological properties. Dispersions
were optimised by long-term colloidal milling and increasing
electrical conductivity. The electrical conductivity of dispersions
was increased up to 10.59 uScm~? by adding LiCl as an
indifferent electrolyte to obtain thick crack-free deposits with
smooth surfaces prepared by EPD. The colloidal milling reduced
particle sizes in the dispersions and led to reduction of grain size
in sintered composites. The grain size reduction positively
affected the microstructure and mechanical properties of the
composites. Moreover, it was found that the ZF in composites
were oriented parallel to the electrode during EPD. With respect
to the physical and mechanical properties of the composites, it
was found that the porosity increased with the quantity of ZF and
the elastic modulus and Vickers hardness increased with the
milling time. The fracture toughness was twice that of pure HA at
the same porosity level due to the orientation of ZF, the finer
microstructure and the presence of pores in the composites. The
study of composites in SBF revealed the bioactive behaviour of
HA/ZF composites.

11211
Acknowledgements

The authors are grateful for the financial support from the
COST LD14072 project and the GAP108-11-1644 project of
the Czech Science Foundation. This work was carried out at
CEITEC - Central European Institute of Technology with the
research infrastructure supported by the project CZ.1.05/
1.1.00/02.0068 financed by the European Regional Develop-
ment Fund.

References

[1] M. Maas, P.M. Bodnar, U. Hess, L. Treccani, K. Rezwan, Towards the
synthesis of hydroxyapatite/protein scaffolds with controlled porosities:
bulk and interfacial shear rheology of a hydroxyapatite suspension with
protein additives, J. Colloid Interface Sci. 407 (2013) 529-535.

[2] H.B. Guo, K.A. Khor, Y.C. Boey, X.G. Miao, Laminated and function-
ally graded hydroxyapatite/yttria stabilized tetragonal zirconia composites
fabricated by spark plasma sintering, Biomaterials 24 (4) (2003) 667-675.

[3] A. Bignon, J. Chouteau, J. Chevalier, G. Fantozzi, J.P. Carret,
P. Chavassieux, G. Boivin, M. Melin, D. Hartmann, Effect of micro-
and macroporosity of bone substitutes on their mechanical properties and
cellular response, J. Mater. Sci. Mater. Med. 14 (12) (2003) 1089-1097.

[4] K.A. Hing, B. Annaz, S. Saeed, P.A. Revell, T. Buckland, Microporosity
enhances bioactivity of synthetic bone graft substitutes, J. Mater. Sci.
Mater. Med. 16 (5) (2005) 467-475.

[5] T. Kaito, A. Myoui, K. Takaoka, N. Saito, M. Nishikawa, N. Tamai,
H. Ohgushi, H. Yoshikawa, Potentiation of the activity of bone
morphogenetic protein-2 in bone regeneration by a PLA-PEG/hydro-
Xyapatite composite, Biomaterials 26 (1) (2005) 73-79.

[6] L. Boilet, M. Descamps, E. Rguiti, A. Tricoteaux, J.X. Lu, F. Petit,
V. Lardot, F. Cambier, A. Leriche, Processing and properties of
transparent hydroxyapatite and beta tricalcium phosphate obtained by
HIP process, Ceram. Int. 39 (1) (2013) 283-288.

[7]1 S.J. Kim, H.G. Bang, J.H. Song, S.Y. Park, Effect of fluoride additive on
the mechanical properties of hydroxyapatite/alumina composites, Ceram.
Int. 35 (4) (2009) 1647-1650.

[8] A. Kumar, K. Biswas, B. Basu, On the toughness enhancement in
hydroxyapatite-based composites, Acta Mater. 61 (14) (2013)
5198-5215.

[9] J. Cihlar, M. Trunec, Injection moulded hydroxyapatite ceramics,
Biomaterials 17 (19) (1996) 1905-1911.

[10] I. Mobasherpour, M.S. Hashjin, S.S.R. Toosi, R.D. Kamachali, Effect of
the addition ZrO,-Al,O; on nanocrystalline hydroxyapatite bending
strength and fracture toughness, Ceram. Int. 35 (4) (2009) 1569-1574.

[11] J. Cihlar, A. Buchal, M. Trunec, Kinetics of thermal decomposition of
hydroxyapatite bioceramics, J. Mater. Sci. 34 (24) (1999) 6121-6131.

[12] J.X. Lu, M. Descamps, J. Dejou, G. Koubi, P. Hardouin, J. Lemaitre,
J.P. Proust, The biodegradation mechanism of calcium phosphate
biomaterials in bone, J. Biomed. Mater. Res. 63 (4) (2002) 408—412.

[13] J. Wiltfang, H.A. Merten, K.A. Schlegel, S. Schultze-Mosgau,
F.R. Kloss, S. Rupprecht, P. Kessler, Degradation characteristics of alpha
and beta tri-calcium- phosphate (TCP) in minipigs, J. Biomed. Mater.
Res. 63 (2) (2002) 115-121.

[14] M. Aminzare, A. Eskandari, M.H. Baroonian, A. Berenov, Z.R. Hesabi,
M. Taheri, S.K. Sadrnezhaad, Hydroxyapatite nanocomposites: synthesis,
sintering and mechanical properties, Ceram. Int. 39 (3) (2013)
2197-2206.

[15] 1. Zhitomirsky, L. Gal-Or, Electrophoretic deposition of hydroxyapatite,
J. Mater. Sci. Mater. Med. 8 (4) (1997) 213-219.

[16] H. Hadraba, D. Drdlik, Z. Chlup, K. Maca, 1. Dlouhy, J. Cihlar,
Laminated alumina/zirconia ceramic composites prepared by electro-
phoretic deposition, J. Eur. Ceram. Soc. 32 (9) (2012) 2053-2056.

[17] H. Hadraba, K. Maca, J. Cihlar, Electrophoretic deposition of alumina
and zirconia — II. Two-component systems, Ceram. Int. 30 (6) (2004)
853-863.


http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref1
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref1
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref1
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref1
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref2
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref2
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref2
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref3
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref3
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref3
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref3
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref4
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref4
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref4
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref5
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref5
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref5
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref5
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref6
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref6
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref6
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref6
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref7
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref7
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref7
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref8
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref8
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref8
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref9
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref9
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref10
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref10
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref10
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref10
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref10
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref10
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref11
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref11
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref12
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref12
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref12
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref13
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref13
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref13
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref13
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref14
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref14
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref14
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref14
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref15
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref15
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref16
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref16
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref16
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref17
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref17
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref17

11212

[18] H. Hadraba, D. Drdlik, Z. Chlup, K. Maca, I. Dlouhy, J. Cihlar, Layered
ceramic composites via control of electrophoretic deposition kinetics,
J. Eur. Ceram. Soc. 33 (12) (2013) 2305-2312.

[19] Z. Chlup, H. Hadraba, L. Slabakova, D. Drdlik, I. Dlouhy, Fracture
behaviour of alumina and zirconia thin layered laminate, J. Eur. Ceram.
Soc. 32 (9) (2012) 2057-2061.

[20] A.R. Boccaccini, 1. Zhitomirsky, Application of electrophoretic and
electrolytic deposition techniques in ceramics processing, Curr. Opin.
Solid State Mater. Sci. 6 (3) (2002) 251-260.

[21] L. Besra, M. Liu, A review on fundamentals and applications of
electrophoretic deposition (EPD), Prog. Mater. Sci. 52 (1) (2007) 1-61.

[22] J. Ma, C. Wang, K.W. Peng, Electrophoretic deposition of porous
hydroxyapatite scaffold, Biomaterials 24 (20) (2003) 3505-3510.

[23] A.T. Rad, M. Solati-Hashjin, N.A. Abu Osman, S. Faghihi, Improved
bio-physical performance of hydroxyapatite coatings obtained by electro-
phoretic deposition at dynamic voltage, Ceram. Int. 40 (8) (2014)
12681-12691.

[24] J. Widegren, L. Bergstrom, The effect of acids and bases on the
dispersion and stabilization of ceramic particles in ethanol, J. Eur. Ceram.
Soc. 20 (6) (2000) 659-665.

[25] J.C. Wurst, J.A. Nelson, Linear intercept technique for measuring grain-
size in 2-phase polycrystalline ceramics, J. Am. Ceram. Soc. 55 (2)
(1972) 1009.

[26] G.R. Anstis, P. Chantikul, B.R. Lawn, D.B. Marshall, A critical-
evaluation of indentation techniques for measuring fracture-toughness.1.
Direct crack measurements, J. Am. Ceram. Soc. 64 (9) (1981) 533-538.

[27] T. Kokubo, H. Takadama, How useful is SBF in predicting in vivo bone
bioactivity?, Biomaterials 27 (15) (2006) 2907-2915

[28] J. Cihlar, D. Drdlik, Z. Cihlarova, H. Hadraba, Effect of acids and bases
on electrophoretic deposition of alumina and zirconia particles in 2-
propanol, J. Eur. Ceram. Soc. 33 (10) (2013) 1885-1892.

[29] D. Drdlik, E. Bartonickova, H. Hadraba, J. Cihlar, Influence of anionic
stabilization of alumina particles in 2-propanol medium on the electro-
phoretic deposition and mechanical properties of deposits, J. Eur. Ceram.
Soc. 34 (14) (2014) 3365-3371.

[30] D. Meyers, Surfaces, Interfaces, and Colloids, second ed., Wiley-VCH,
New York, 1999.

[31] X.L. Yin, L. Calderin, M.J. Stott, M. Sayer, Density functional study of
structural, electronic and vibrational properties of Mg- and Zn-doped
tricalcium  phosphate biomaterials, Biomaterials 23 (20) (2002)
4155-4163.

[32] X.G. Miao, Y.M. Chen, H.B. Guo, K.A. Khor, Spark plasma sintered
hydroxyapatite—yttria stabilized zirconia composites, Ceram. Int. 30 (7)
(2004) 1793-1796.

[33] L. Vanherpe, N. Moelans, B. Blanpain, S. Vandewalle, Pinning effect of
spheroid second-phase particles on grain growth studied by three-
dimensional phase-field simulations, Comp. Mater. Sci. 49 (2) (2010)
340-350.

D. Drdlik et al. / Ceramics International 41 (2015) 11202-11212

[34] D.J. Curran, T.J. Fleming, M.R. Towler, S. Hampshire, Mechanical
properties of hydroxyapatite—zirconia compacts sintered by two different
sintering methods, J. Mater. Sci. Mater. Med. 21 (4) (2010) 1109-1120.

[35] Z. Zivcova, M. Cerny, W. Pabst, E. Gregorova, Elastic properties of
porous oxide ceramics prepared using starch as a pore-forming agent,
J. Eur. Ceram. Soc. 29 (13) (2009) 2765-2771.

[36] T.P. Hoepfner, E.D. Case, The influence of the microstructure on the
hardness of sintered hydroxyapatite, Ceram. Int. 29 (6) (2003) 699-706.

[37] X. Fan, E.D. Case, F. Ren, Y. Shu, M.J. Baumann, Part II: fracture
strength and elastic modulus as a function of porosity for hydroxyapatite
and other brittle materials, J. Mech. Behav. Biomed. Mater. 8 (2012)
99-110.

[38] G. Muralithran, S. Ramesh, The effects of sintering temperature on the
properties of hydroxyapatite, Ceram. Int. 26 (2) (2000) 221-230.

[39] S. Kobayashi, W. Kawai, Development of carbon nanofiber reinforced
hydroxyapatite with enhanced mechanical properties, Compos. Part A-
Appl. Sci. Manuf. 38 (1) (2007) 114-123.

[40] W. Suchanek, M. Yoshimura, Processing and properties of
hydroxyapatite-based biomaterials for use as hard tissue replacement
implants, J. Mater. Res. 13 (1998) 94-117.

[41] R. Kumar, K.H. Prakash, P. Cheang, K.A. Khor, Microstructure and
mechanical properties of spark plasma sintered zirconia—hydroxyapatite
nano-composite powders, Acta Mater. 53 (8) (2005) 2327-2335.

[42] J.W. Wang, L.L. Shaw, Nanocrystalline hydroxyrapatite with simulta-
neous enhancements in hardness and toughness, Biomaterials 30 (34)
(2009) 6565-6572.

[43] P. Li, I. Kangasniemi, K. de Groot, Bonelike hydroxyapatite induction by
a gel-derived titania on a titanium substrate, J. Am. Ceram. Soc. 77
(1994) 1307-1312.

[44] S. Yugeswaran, C.P. Yoganand, A. Kobayashi, K.M. Paraskevopoulos,
B. Subramanian, Mechanical properties, electrochemical corrosion and
in-vitro bioactivity of yttria stabilized zirconia reinforced hydroxyapatite
coatings prepared by gas tunnel type plasma spraying, J. Mech. Behav.
Biomed. 9 (2012) 22-33.

[45] J.D. Santos, L.J. Jha, F.J. Monteiro, In vitro calcium phosphate formation
on Si0,—Na,0-CaO-P,0s5 glass reinforced hydroxyapatite composite: a
study by XPS analysis, J. Mater. Sci. Mater. Med. 7 (3) (1996) 181-185.

[46] Y.W. Gu, K.A. Khor, P. Cheang, In vitro studies of plasma-sprayed
hydroxyapatite/Ti-6Al-4V composite coatings in simulated body fluid
(SBF), Biomaterials 24 (9) (2003) 1603-1611.


http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref18
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref18
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref18
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref19
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref19
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref19
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref20
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref20
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref20
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref21
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref21
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref22
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref22
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref23
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref23
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref23
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref23
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref24
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref24
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref24
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref25
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref25
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref25
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref26
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref26
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref26
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref27
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref27
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref28
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref28
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref28
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref29
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref29
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref29
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref29
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref30
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref30
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref31
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref31
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref31
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref31
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref32
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref32
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref32
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref33
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref33
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref33
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref33
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref34
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref34
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref34
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref35
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref35
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref35
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref36
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref36
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref37
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref37
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref37
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref37
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref38
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref38
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref39
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref39
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref39
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref40
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref40
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref40
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref41
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref41
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref41
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref42
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref42
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref42
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref43
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref43
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref43
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref44
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref44
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref44
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref44
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref44
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref45
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref45
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref45
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref45
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref45
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref45
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref45
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref46
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref46
http://refhub.elsevier.com/S0272-8842(15)01011-1/sbref46

PUBLIKACE V



Ceramics International 44 (2018) 2884-2891

CERAMICS

INTERNATIONAL

Contents lists available at ScienceDirect

Ceramics International

journal homepage: www.elsevier.com/locate/ceramint

Physical, mechanical, and biological properties of electrophoretically R

Check for

deposited lithium-doped calcium phosphates s

Daniel Drdlik™"*, Martin Slama”, Hynek Hadraba®, Katarina Drdlikova®, Jaroslav Cihlar®

@ CEITEC BUT, Brno University of Technology, Purkynova 123, 612 00 Brno, Czech Republic
® Institute of Materials Science and Engineering, Brno University of Technology, Technicka 2, 616 00 Brno, Czech Republic
© CEITEC IPM, Institute of Physics of Materials, Academy of Sciences of the Czech Republic, Zizkova 513/22, 616 62 Brno, Czech Republic

ARTICLE INFO ABSTRACT

In the present work, the preparation of sintered lithium-doped tricalcium phosphates was studied, along with
their physical, mechanical, and biological properties. Calcium phosphates were shaped via the use of electro-
phoretic deposition (EPD), using colloidally milled dispersions of hydroxyapatite (HAp) particles. The disper-
sions were stabilised with monochloroacetic acid. Lithium was incorporated into the structure via an addition of
lithium chloride, which also served to optimise the deposition process. The dispersions were milled colloidally
for periods of 0-48 h. The colloidal milling resulted in two effects: i) disintegration of the commercial HAp
powder (10 pm) agglomerates, ii) unimodal distribution of the HAp particles (~ 170 nm). The fine particles of
the milled HAp dispersions accelerated the deposition rate, and increased the mass of the deposit. The reduced
size of the initial particles, owed to the milling, led to the superior arrangement of the particles during deposition
and to reduced porosity after sintering (1050-1250 °C). The HAp decomposed into tricalcium phosphate phases
during sintering. At a sintering temperature of 1250 °C, grain growth occurred, which consequently resulted in a
slight degradation of the mechanical properties (reduction in hardness and Young's modulus). In contrast, the
hardness and Young's modulus increased as the dispersion milling time increased (smaller grain size after sin-
tering); however, the fracture toughness did not change. The results of the biological testing confirmed the
bioactivity of the material through the growth of the apatite layer in the simulated body fluid (SBF), and the
biodegradation of the prepared materials in the Tris-HCI solution. With regard to the preparation of compact
lithium-doped tricalcium phosphates, the best results were obtained in the case of the sample that utilised the
dispersion that was milled for 48 h, and was sintered at 1050 °C.

Keywords:

Lithium

Calcium phosphate
Colloidal milling
Electrophoretic deposition
Material properties

1. Introduction Lithium, which is an alkaline metal and bioelectric material [5], is a

relatively novel and interesting additive in the field of bone replace-

In the past decade, there has been considerable emphasis on the
study of ceramic materials and their interaction with living hard tissue.
These materials should offer, in particular, bioactivity, biocompat-
ibility, chemical stability, non-toxicity, and appropriate physical and
mechanical properties for biomedical applications. From this perspec-
tive, the most widely studied ceramic material is hydroxyapatite (HAp),
which has a chemical composition similar to that of bones or teeth. At
increased temperatures, HAp decomposes into several phases, namely
oxyapatite (OA), a-tricalcium phosphate (a-TCP), B-tricalcium phos-
phate (B-TCP), or tetra-calcium phosphate (TTCP) [1-3]. Moreover,
HAp can be doped with biogenic elements such as lithium, zinc, mag-
nesium, manganese, etc. These trace elements promote osteogenesis
and neovascularisation; their positive effect on the natural health of
bones is well documented [4].

ments [4]. In general, lithium is used for the treatment of bipolar dis-
order and other psychiatric disorders. However, lithium can affect the
formation of bone tissue, as shown in a previous study [6]. In the
aforementioned study, 150 subjects were compared, out of which 75
were administered lithium. With regard to the spinal column, femur
cervix, and trochanter, the bone mass of the patients that were ad-
ministered lithium increased by several percentage points (4.5-7.5%).
On the other hand, the use of lithium is occasionally associated with
hyperparathyroidism [7], which can cause loss of bone mass. Lithium is
also associated with the activation of -catenin, which contributes to
the healing of fractures [8]. 3-catenin is known as a signalling mediator
in the canonical Wnt signalling pathway, which is one of the most
important signalling cascades in bone formation and re-formation
processes [4,9,10].
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There are very few studies on the targeted doping of biomaterials
with lithium. In a study by Kaygili et al. [11], lithium-doped calcium
phosphates (10 and 20 at%) were synthesised using the sol-gel method,
where the apatite structure of HAp was modified to a phase containing
lithium. Lithium doping can affect the thermal stability of HAp [12]
and enhance cell adhesion and proliferation [13]. An alternative ap-
proach involves the employment of lithium compounds (e.g., lithium
chloride, lithium carbonate) that have already been used in ceramic
manufacture; here, lithium is incorporated into the structure of the
ceramic material. Electrophoretic deposition (EPD) is considered a
suitable method for this purpose.

EPD is a relatively simple and cheap method that is used for pre-
paring coatings and layers with both planar and complex shapes [14].
To prepare ceramic materials with a defined structure, stable colloidal
dispersions with appropriate dispersion parameters should be used for
EPD [15]. In particular, electrical conductivity was found to be one of
the key parameter that influences the quality of the prepared deposit.
Electrical conductivity can be affected by high stabiliser concentration
[16], which do not participates in the stabilisation of the dispersion. It
can also be influenced by the addition of an indifferent electrolyte (e.g.,
lithium chloride). The optimisation of the dispersion system parametres
can affect the structure and properties of the final product, which can
be influenced by further optimisation of the dispersions, for example by
colloidal milling [17].

The present study combines and utilises the knowledge obtained
from our earlier studies on the optimisation of the preparation of di-
verse ceramic materials via EPD [16-18]. Specifically, we previously
studied [16] and [17] the preparation of thick Al,O3 layers, where the
deposition process was simultaneously optimised with respect to the
electrical conductivity of the used dispersions. We also studied thick
layers of HAp-ZrO, composites, where ZrO, fibres were employed for
toughening. The proven effectivity of the HAp dispersions milling [17],
and the positive effect of the lithium chloride addition on the properties
of deposits [18] were utilised in the present work with regard to the
preparation of compact lithium-doped calcium phosphates. It is im-
portant to optimise the preparation of these materials, and to char-
acterise their structural, physical, mechanical, and biological properties
to improve knowledge on HAp-based compact biomaterials, as well as
their preparation and properties.

2. Experimental methods
2.1. Materials

Commercial HAp (Fluka, Switzerland), with a specific surface area
of 33.8m? g~ ! and a mean particle size of 10 um, was used. The spe-
cific surface area was measured using the Chembet 3000 analyser
(Quantachrome, USA), while the mean particle size was measured via
laser diffraction using the LA950 analyser (Horiba, Japan). HAp was
supplied by the producer in the form of agglomerated nanorods. The
typical agglomerate and detail of the HAp particles are shown in Fig. 1.

2.2. Preparation of dispersions

The dispersions contained 15wt% HAp, 21.25wt% mono-
chloroacetic acid stabiliser (MCAA, p.a., Sigma-Aldrich, Germany),
0.10 g L™ ! of an indifferent electrolyte (Lithium chloride, p.a., Spolana,
Czech Republic), and isopropanol solvent (p.a., Lachner, Czech
Republic). After mixing, the dispersions were milled within a planetary
ball mill for 0, 6, 12, 24, 36, and 48 h. The milling was performed using
zirconia milling balls with a diameter of 5 mm, at a milling ratio of
11:1. The dispersions were subjected to a measurement of the zeta
potential using a Zetasizer Nano ZS (Malvern Instruments Ltd., UK). For
this purpose a whole set of the dispersions without indifferent elec-
trolyte was also prepared.
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2.3. Electrophoretic deposition

After milling, the dispersions were mechanically mixed under an
ultrasonic field for 30 min. The electrical conductivity of the disper-
sions was measured at a temperature of 25 °C using a SevenCompact
Conductivity S230 conductometer (MettlerToledo AG, Switzerland)
equipped with a platinum 4-plate conductivity probe (0-500 mS cm ™%,
0-100 °C, 0.80 cm ™). The dispersion was then poured into an EPD cell
with a volume of 80 mL. The cell was equipped with two polished,
trapezoidal-shaped stainless steel electrodes, which had a total effective
surface area of 18.2 cm?. The effective surface area of the electrode was
calculated using the dimensions of the bases (2.3 and 2.9 cm) and
height (7 cm). The electrodes, which were 26 mm apart, were con-
nected to a stabilised source, with the deposition process operating at a
constant current of 5 mA (current density of 0.27 mA c¢m ™ 2). The var-
iation in the voltage (from 54 to 92 V) was monitored during the de-
position using a voltmeter. Each deposition process occurred over a
period of 25 min, and was interrupted at 5-min intervals to conduct
mixing; this was to prevent the HAp particles from settling on the cell
base. During each interruption, the electrode with the deposit was
weighed [19].

2.4. Study of deposits

Following drying, the deposits were removed from the deposition
electrodes. The density of the deposits was measured after annealing
(600 °C/1 h in air) and sintering (1050 °C, 1150 °C, and 1250 °C for 3 h
in air) using the Archimedes method (EN 623-2). The microstructure of
each deposit was observed using a Lyra3 scanning electron microscope
(SEM, FEG/FIB, Tescan, Czech Republic). The mean grain size (MGS)
was determined using the linear intercept method, and the result was
multiplied by a shape correction coefficient of 1.56 [20]. The phase
analysis was conducted using X-ray diffraction (XRD, SmartLab, Ri-
gaku, Japan). The lithium content was determined using an inductively
coupled plasma mass spectrometer Agilent 7500ce (ICP, Agilent Tech-
nologies, USA). The measurements were performed using isotope Li.
Isotope 2°Na was used as an internal standard to compensate for the
matrix effects. All samples were diluted by a factor of 10 prior to the
measurements. The thermal stability of the prepared materials was
evaluated using the Seiko TG/DTA 6300 analyser (+ 20 °C/min, Seiko
Company, Japan). The hardness and Young's modulus of the deposits
were established using an instrumented hardness tester (Z2.5, Zwick/
Roell, Germany) at a load force of 10 N. The indentation fracture
toughness was calculated using the following equation [21]:

Kie = 0.018(E/HV)5(P/cl5), 1

where E is the Young's modulus, HV is the Vickers hardness, P is the
load, and c is the crack length. The lengths of the indent diagonals and
cracks were measured using a confocal microscope, LEXT OLS3100
(Olympus, Japan). The growth of an apatite layer on sintered deposits
immersed in simulated body fluid (SBF) was studied for 14 days at a
temperature of 36.5°C [22]. The composition of the SBF was taken
from a report by Kokubo et al. [23]. In addition, the degradation of the
prepared materials was studied by measuring their weight loss in the
Tris-HCl solution. The composition of the Tris-HCl solution was taken
from an article by Lin et al. [24]. To determine the degradation rate,
three samples were always tested for each milling time and sintering
temperature. The samples were placed in plastic containers filled with
Tris-HCl solution, with a solid phase/liquid ratio of 0.1 g/15 mL. The
plastic containers were placed into a shaker incubator, with an ambient
temperature of 36.5 °C, for 21 days. The weight loss of the samples was
measured after 1, 3, 7, 14, and 21 days. Prior to weighting, the samples
were removed from the Tris-HCI solution, rinsed in distilled water, and
dried for 3 h at 200 °C. The Tris-HCI solution was renewed after three
days, in accordance with a previous experiment [25].



D. Drdlik et al.

3. Results and discussion
3.1. Milling of dispersions

The dispersions consisted of HAp particles; with dissociated mono-
chloroacetic acid was adsorbed to their surface via a mechanism de-
scribed in [17]. Lithium chloride was added to the electrosterically
stabilised HAp particles to increase the ionic strength (and electrical
conductivity) of the dispersion; consequently, the final structure was
doped with lithium.

The dispersions were milled in a planetary ball mill for 6, 12, 24, 36,
and 48 h. The dependence of the size of the particles in the dispersion
on the milling time is shown in Fig. 2. The non-milled HAp dispersion
had a unimodal particle size of 10 um. As shown in Fig. 1, the HAp
powder, as supplied by the manufacturer, was predominantly formed
by agglomerates of primary particles. Initially, the colloidal milling
yielded dispersions with a bimodal distribution of particles, in which
the size of the agglomerates was effectively reduced according to the
curve shown in the detailed graph of Fig. 2. Simultaneously, primary
particles with sizes of 170-250 nm were released from the agglomerates
via the milling; their quantity increased as the milling time increased
until a unimodal distribution was again obtained (dot-and-dash line).

The higher amount of the primary particles in the milled dispersions
is also associated with increase of the zeta potential. The influence of
milling time on the zeta potential of the dispersions is summarized in
Table 1. The zeta potential of the dispersion increased with milling time
as the result of an increase in amount of active centres where the sta-
biliser (MCAA) could be adsorbed.

20 L

O size of agglomerates

-
(&2}
T

Particle size (um)

non-milled
—- 6 hmilled

12 h milled
— 24 hmilled
s i 36 h milled
— — —-— 48 hmilled

Relative intensity (%)

10 12

Particle size (um)

Fig. 2. Dependence of particle size of HAp on the dispersion milling time.
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Fig. 1. Micrographs of commercial HAp powder: a)
typical agglomerate and b) primary particles.

Table 1
Zeta potential measurement of milled dispersions.

Milling time (h) Zeta potential (mV)

Without LiCl With LiCl
0 —31.4 —29.8
24 —37.6 —32.5
48 —40.8 —38.5

The milling time had another effect, which was visible to the naked
eye; there was a change in the viscosity of the dispersions that were
prepared. The viscosity of the dispersions increased considerably as the
milling time was extended, which, considering the reduction of the
particle size, was to be expected [26].

3.2. Electrophoretic deposition

The quality of the products formed through EPD (i.e., bodies
without cracks, surface roughness, etc.) is greatly affected by the zeta
potential and electrophoretic mobility, as well as the electrical con-
ductivity of the dispersions [17]. Consequently, an indifferent electro-
lyte was added to the dispersions. Indifferent electrolytes increase the
electrical conductivity of colloidal systems [27]; this is owing to an
increase in the ion concentration, i.e., the ionic strength of the disper-
sion. Therefore, there is a reduction in the voltage between the elec-
trodes [16], and the deposition rate decreases. Consequently, there is
more time available for ceramic particles to occupy an advantageous
position within the deposit, which affects the quality of the deposit, in
particular, the density. However, the deposition yields decreased, as
demonstrated in Fig. 3a); here, the addition of the indifferent electro-
lyte increased the electrical conductivity of the non-milled dispersion
from 5.10 uyScm ™! to 15.89 uS cm 1.

Another phenomenon was studied; in the case of the dispersions
that were enriched by an addition of lithium chloride, the concentration
of the primary HAp particles increased as the milling time was ex-
tended. The dependence of the deposited mass on the deposition time of
the milled dispersions that contained lithium chloride is shown in
Fig. 3b). As shown in Fig. 3b), as the milling time was extended, the
average deposition rate, vy, increased; this is demonstrated by the se-
cant slope for the time interval, t (5, 25). In this interval, the average
EPD rates achieved using the dispersions that were milled for 24 and
48 h (v24 and v,g) were twice that achieved using the non-milled dis-
persion (vp). The mutual shift of the curves is given by the initial time
interval, t (0, 5); when the particle concentration was at its highest, the
deposition rate was greater than that achieved with longer deposition
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Fig. 3. Dependence of deposited mass on deposition time for: a) non-milled dispersion with and without LiCl addition, and b) various milled dispersions.

times [14]. It can be assumed that when the milling time is over 48 h,
the average deposition rate would decrease because long-term milling
can lead to repeated agglomeration of the fine ceramic particles owing
to their mechanical activation [28]. As shown in Fig. 3b), the deposition
yields (or thickness of deposits) increased as the dispersion milling time
was extended. The deposit thickness increased, from 0.93 to 1.54 mm,
as the dispersion milling time was extended. Therefore, EPD can be
considered a useful method for the fabrication of thick planar hard-
tissue replacements. Moreover, thick deposits, as well as very thin
coatings, are beneficial with regard to preventing cracks from forming
within the deposits during drying. In our case, several macroscopic
cracks were observed within the deposits. However, these cracks could
be avoided by controlling the evaporation of the solvent during drying.

When the lithium chloride was added to the non-milled dispersions,
the electrical conductivity increased. However, when the milling time
was extended, the overall electrical conductivity of the dispersions
decreased. As a result of milling, the specific surface area of ceramic
powder increases [28]; therefore, on the surfaces of the HAp particles,
there was an increase in the concentration of oxygen atoms with a
negative fractional electric charge. In the case of the used dispersions,
the charge carriers consisted of H* and Li™ protons; therefore, it is
assumed that the lower electrical conductivity may have been caused
by H* and Li* adsorption on the HAp, which had a greater specific
surface area. This resulted in the reduced electrical conductivity of the
dispersions, and the increased voltage across the electrodes. Con-
currently, such dissociated ions caused thinning of the electric double
layer [29] which resulted to slight decrease of absolute value of zeta
potential as is documented in Table 1.

With regard to EPD, it is necessary to select optimal processing
conditions. By utilising the favourable effects of an indifferent elec-
trolyte and appropriate milling time, crack-free deposits, with sa-
tisfactory densities and low surface roughness, can be prepared while
maintaining relatively high deposition yields, i.e., deposition rates.
From this perspective, the apparently optimal deposits were those that
were formed using the dispersions that were milled for 24 and 48 h.
This is because their electrical conductivity was close to that required
for effective EPD; in addition, the potential formation of a relief surface
was suppressed by the absence of agglomerates [16]. This statement
can be compared with a study [17] where the lower concentrated dis-
persions and dispersions without an indifferent electrolyte were used.

3.3. Characterisation of deposits

Following the EPD, the deposits were evaluated using thermo-
gravimetric analysis at temperatures up to 1250 °C, as shown in Fig. 4.
The analysis revealed that water evaporated from the surfaces of HAp
particles, which continued up to 200 °C. Subsequently, an exothermic
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Fig. 4. Thermogravimetric analysis results obtained for prepared deposit.

reaction occurred owing to the oxidation of the residual organic pro-
ducts of the monochloroacetic acid, and the impurities of the HAp.
Further heating resulted in the decomposition of HAp into OA and TCP
phases over the 650-970 °C interval [3].

The X-ray diffractograms shown in Fig. 5 demonstrate that the in-
itial material consisted of HAp with a small addition of Ca(HPO,). After
annealing, only the HAp phase was found within the deposits. The
sintering process at 1050 °C resulted in the decomposition of HAp,
primarily into 3-TCP with an admixture of a-TCP and 3-DCP (dicalcium
phosphate). In the case of the deposits sintered at higher temperatures
(1150 °C and 1250 °C), the HAp could no longer be detected; 3-TCP was

=
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Fig. 5. X-ray diffractograms of HAp powder, and
1250 °C.

deposits sintered at 1050 °C and
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transformed into a-TCP and the quantity of the B-DCP phase decreased,
as shown in Fig. 5.

Only a small amount of lithium chloride was used for the prepara-
tion of the deposits, and therefore, it was not detected during the XRD
analysis. The Li* ions are assumed to have substituted the TCP, ac-
cording to the following formula:

Cam(PO4)6O + XLi+—>2Ca3(PO4)2 + Ca(3_§)le(PO4)2+(1+§)CaO (2)

The lithium content of two samples was determined using ICP; these
samples were milled for 0 and 48 h prior to the analysis. It was estab-
lished that the sample prepared from non-milled dispersion contained
14.7 ppm of lithium, while the sample that was prepared from the
dispersion that was milled for 48 h contained 67.3 ppm of lithium.
These values are higher than the average value detected for healthy
human bone, namely 1.3 ppm [30]. Based on the results, the amount of
lithium chloride electrolyte within the dispersion could be reduced to
approximately 0.005 g L™ ! to maintain the natural trace amount of this
element in human bone. However, slightly higher amounts of lithium
can potentially have therapeutic effects with regard to the activation of
B-catenin [8].

The dependence of the relative density and MGS on the annealing
and sintering temperatures, and milling time is given in Table 2. The
relative density of the deposits after annealing increased with the dis-
persion milling time. This result indicates that during the EPD, the
small particles of the dispersions that were milled for long time were
more appropriately arranged within the deposit structures. There was a
20.4% t.d. difference between the relative densities of the deposits
prepared from the non-milled dispersion and the dispersion milled for
48 h; this represents a 55% increase in the green body density.

The deposit prepared from the non-milled dispersion that was sin-
tered at 1050 °C had a density of 54% t.d. By increasing the sintering
temperature to 1250 °C, the density of the deposit prepared from the
non-milled HAp could be increased to a value of approximately 75%
t.d. The heating during sintering resulted in the thermal decomposition
of the HAp into TCP (see Fig. 5), as well as considerable grain growth
(see Table 2). Owing to the dispersion milling, the disintegration of the
agglomerates and the refinement of the HAp particles led to a pro-
nounced increase in the density of the sintered deposits. These deposits
had densities of about 95% t.d., even at a low sintering temperature
(1050 °Q).

Table 2 shows the effects of the dispersion milling time and sin-
tering temperature on the MGS of the structure of the deposits. While
the MGS decreased as the milling time was extended, the temperature
had an opposite effect. In the case of the deposits sintered at 1050 °C
and 1150 °C, the MGS decreased by approximately 0.5 um, which was
owed to the milling of the HAp particles. However, when the sintering
temperature was increased, the grains grew by approximately 0.8 pm.
Considerable grain growth was observed under the highest sintering
temperature (1250 °C). Fig. 6 shows the microstructures of the deposits
prepared with a 25-min EPD process using the dispersions that were
milled for 48 h, which were sintered at 1050 °C to 1250 °C.

Table 2
Relative density and mean grain size of deposits after annealing and sintering.

Milling time (h) pret (%)/MGS(pm)

600 °C 1050 °C 1150 °C 1250 °C
0 36.9/- 54.3/1.12 73.0/1.99 74.9/-
12 42.8/- 64.2/0.84 92.5/1.90 86.5/7.62
24 46.1/- 73.1/0.72 95.6/1.69 91.5/6.69
36 49.7/- 80.9/0.74 96.4/1.55 93.3/6.43
48 57.3/- 94.9/0.65 96.5/1.44 94.3/5.37
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3.4. Mechanical behaviour of deposits

Fig. 7a) shows the dependence of the Vickers hardness of the sin-
tered deposits on the dispersion milling time and sintering temperature.
As the dispersion milling time was extended and the sintering tem-
perature increased, the Vickers hardness increased to 4-5 GPa. The
dependence of the Vickers hardness of the deposits on the level of
porosity is given in Fig. 7b). It is obvious that the Vickers hardness of
the deposits is primarily affected by the level of porosity because the
mechanical properties of the solid body are greatly influenced by the
presence of pores [31,32]. Pores reduce the effective loaded cross-sec-
tion of the material, and they collapse under mechanical loading.
Consequently, the values of established mechanical characteristics
(hardness, elastic modulus, fracture toughness) decrease as the level of
porosity of the material increases. The dependence of the Vickers
hardness, HV, of the deposit on the porosity of the material, ¢, can be
described by an exponential model [33]:

HV = HVy-expb¢, 3)

where HV, is the Vickers hardness of the compact HAp, and b is a
material constant. Fig. 7b) gives the theoretical dependence for HV,
and b, which are 6.04 GPa and 6.03, respectively. These values were
established based on a huge amount of literary data, and were reported
in a previous study [17]. In this study, the measured hardness values of
the deposit correlate with those of the valid theoretical model for pure
HAp. The hardness values of both TCP phases are very close to the value
of HAp, and with regard to their mechanical properties, it is not pos-
sible to distinguish their behaviour [34].

Fig. 8a) shows the dependence of the Young's modulus of the sin-
tered deposits on the dispersion milling time and sintering temperature.
As shown in the case of the Vickers hardness, the elastic modulus in-
creased with the milling time of the dispersions used to prepare the
deposits. The dependence of the elastic modulus on the level of porosity
is given in Fig. 8b). It is obvious that in addition to the Vickers hardness
of the deposits, the elastic modulus is greatly dependent on the level of
porosity. The dependence of the Young's modulus, E, on the pore con-
tent, ¢, is governed by the following equation [31]:

)

where E is the elastic modulus of the non-porous HAp. The value of E,
= 120 GPa, which is valid for a monocrystal of HAp, was taken from a
previous report [35]. An identical E, value was determined for a single
crystal of TCP by Viswanath et al. [34]. The differences between the
determined elastic modulus and the theoretical prediction can be at-
tributed to the method of determination; this is based on an estimation
from the unloading part of a loading curve obtained at instrumented
hardness measurement.

The dependence of the indentation fracture toughness of the de-
posits on the sintering temperature, milling time, and porosity is shown
in Fig. 9. The dependence of the fracture toughness of HAp on its
porosity is described, in the literature, as a monotonically falling
function; a fracture toughness of approximately 1 MPam®® was de-
termined for HAp with a density close to the theoretical density, while a
value of approximately 0.5 MPa m®® was determined for HAp with a
density of 65% t.d. (porosity of 35%) [36].

Fig. 9b) shows the dependence of the indentation fracture toughness
of the deposits on the porosity level and sintering temperature. In
contrast to the literary data, it can be observed that as the level of
porosity increases, the fracture toughness increases from a value of
around 0.55 MPa m®®, obtained for deposits that have a density close to
the theoretical density, up to a value of 0.85 MPa m®?, obtained for
deposits with densities of around 70% t.d. In all cases, when the Vickers
indenter impressions on the deposit surface were gradually polished, it
was observed that Palmqvist-type cracks were formed in the material;

(1 - ¢)?

E=F
0( 1+ ¢
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Fig. 7. Dependence of Vickers hardness of deposits on the sintering temperature, and: a) dispersion milling time, and b) porosity level of deposits.

thus, the equation used for determining the indentation fracture
toughness was determined to be valid. The observed increase in the
indentation fracture toughness was due to the increased porosity of the
deposits. In all cases, the length of the indentation cracks decreased;
this is owed to the stoping of the indentation cracks at the pores and the
necessity of their subsequent re-initiation. This phenomenon is re-
sponsible for the apparent increase in the indentation fracture tough-
ness with the increased porosity level of the deposit.

3.5. Biological properties of deposits

A layer of newly formed apatite was identified on the deposits that
had been immersed in the SBF for 14 days. In some cases, the individual
apatite layers overlapped, as shown in Fig. 10a). A similar phenomenon
was also observed by other authors [37]. It was observed that the
apatite layers were formed by speherical shapes, with sizes in the range
of tens of micrometres. A detail of the interface between the two
spherical shapes and their composition of fine apatite crystals is shown
in Fig. 10b). The above result indicates that the addition of lithium into
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Fig. 8. Dependence of Young's modulus of deposits on the sintering temperature, and: a) dispersion milling time, and b) porosity level of deposits.
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Fig. 10. SEM micrographs of: a) surface of deposit
covered with apatite layer, b) fine apatite crystals.
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Fig. 11. Weight loss of deposits prepared from various milled dispersions sintered at: a) 1050 °C, b) 1150 °C, and ¢) 1250 °C, which were immersed in Tris-HCl solution for 1, 3, 7, 14, and

21 days.

the TCP structure did not impair the formation of the apatite layer. The
prepared materials are bioactive and can potentially be used in the field
of transplant medicine.

Fig. 11 shows the weight losses of the sintered deposits prepared
from the non-milled and milled dispersions, which were immersed in
the Tris-HCI solution for 21 days. During soaking, the weight of each
sample decreased. As shown in Fig. 11, the weight losses of the samples
decreased with the milling time and increased as the sintering tem-
perature increased. The milling of the dispersions markedly affected the
porosity of deposits; thus, in the cases of the structures with a lower
porosity level, the Tris-HCl solution only dissolved the individual
phases to a certain extent. The results correspond well with the results
of the density measurements, shown in Table 2. However, the sintering

temperature also affects the disintegration of HAp into the TCP phases
(see Fig. 5), which dissolve more rapidly than the HAp itself. The so-
lubility product of HAp is HAKSp = 10~ at pH 7.4, while the solubility
products for a-TCP and B-TCP are °Ky, = 1072° and PK;, = 107, re-
spectively [38-40]. However, based on the above results, the effect of
the porosity on the weight loss of the deposits is more significant than
the dissolution rate of the TCP phases. In this study, the greatest weight
loss, 6.25%, was determined for a deposit prepared from the non-milled
dispersion, which was sintered at 1250 °C. This result is comparable
with the literary data regarding structures of similar porosity [41].
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4. Conclusions

In this study, we proposed that the physical, mechanical, and bio-
logical properties of deposits can be tuned by controlling the milling
(0-48 h) of lithium-enriched dispersions, which are applied prior to
EPD, and the sintering conditions. Both the addition of lithium, and the
milling process optimised the preparation of the bioceramics by mod-
ifying the electrical conductivity of the fine primary particles in the
dispersions, and increasing their quantity. The optimised dispersions
allowed the preparation of good quality lithium-doped HAp deposits
(14.7-67.3 ppm), which could potentially have therapeutic effects with
regard to bone-tissue engineering. From the perspective of material
density and homogeneity, long-term milling (up to 48 h) is advanta-
geous because materials can be sintered at a lower temperature
(1050 °C), attaining a high final density of around 95% t.d., along with
a small MGS. During the thermal treatment of the deposits, the HAp
decomposed into a-, B-TCP, and B-DCP. The Vickers hardness and
Young's modulus of the deposits increased as their level of porosity
decreased; these were governed by two-parameter exponential func-
tions. On the other hand, the indentation fracture toughness of the
deposits increased with increasing pore content as a consequence of the
indentation crack stoping on the pores and of the necessity of their
subsequent re-initiation. The prepared materials exhibited good
bioactivity and biodegradability, and therefore they could potentially
be used in the field of transplant medicine.
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ARTICLE INFO ABSTRACT

Keywords: The positive effect of plasma mediated treatment of powder fraction in water-based dispersion is a rather well
Alumina documented fact. Despite its importance for ceramic processing, the applicability of plasma treatment of ceramic
Non-thermal plasma particles in a non-aqueous dispersions remains unexplored. In the presented article, a specific planar type of
DCSBD

dielectric barrier discharge - Diffuse Coplanar Surface Barrier Discharge (DCSBD), operated in atmospheric
pressure air was used for the surface activation of sub-micron alumina particles. These were consequently dis-
persed in organic solvent of 2-propanol and evaluated for the performance during the process of electrophoretic
deposition (EPD). The surface of ceramic particles and the dispersion behaviour were investigated using ther-
mogravimetric analysis, XPS, measurement of zeta potential and particle size distribution. Plasma treatment of
ceramic particles had a substantial effect on the deposition rate, which caused a significant reduction of surface
roughness and slight improvement of the density and mean grain size of the fabricated coatings. Moreover, the

Electrophoretic deposition

plasma treatment resulted in a simultaneous anodic and cathodic EPD.

1. Introduction

Structural ceramic materials play an important role in nowadays
technologies, especially automotive, medicine, space and military in-
dustries [1]. In all these various applications the different final prop-
erties are required. The basic properties, both strengths and weak-
nesses, of commonly used oxide or non-oxide ceramics (Al,O3, ZrO,,
SiC, SisNy4 etc.) are known for a very long time. Many scientists there-
fore focus their attention to improve one or more material characteristic
by changing of the chemical nature by addition of another type of the
material in form of atoms, particles, whiskers, tubes, fibres etc. [2—4].
Different approach is based on optimising of appropriately chosen
manufacturing method with the aim to influence and properly “tailor” a
microstructure, because all properties of sintered ceramics depend di-
rectly on the microstructure (defects, porosity, grain size, impurities).
This optimisation should be optimally done right at the beginning of the
manufacturing process.

It is known that the macroscopic properties of the ceramic powder
are influenced by its surface properties [5]. Non-thermal plasma
treatment is a known method to alter the surface characteristics of a
number of materials in quite diverse forms, including the powdered
ones. Most of the reported literature deals with the polymer powders.
Using a vacuum plasma system, the wetting or rheological properties of

powder was improved either by direct plasma exposure [6,7], which
introduce new polar functional groups to the surface (carbonyls, car-
boxyl or amino groups), or by a thin film deposition from a suitable
organosilicon precursor [8]. The benefit of using the direct plasma
exposure lays in the simplified control of processing parameters. Co-
deposition on the other hand delivers a surface modification which is
more stable in time. The list of literature addressing the plasma mod-
ification of inorganic powders is substantially shorter. In [9] the RF
(13.56 MHz) plasma, low-pressure air treatment of kaolinite powders
led to a significant improvement of its water wettability. Similar type of
capacitively coupled RF reactor was use to improve the stability of TiO5
particles in water, through the plasma polymerization of acrylic acid
onto the particles surface [10]. Inductively coupled RF (13.56 MHz)
plasma reactor was used in [11] to make uniform deposition of ultra-
thin polymer films of 2 nm on the surfaces of alumina nanoparticles.
In general, the low-pressure plasma treatment requires relatively
long treatment times of 10-300 min, which in some cases may be of
concern. With this respect, the use of non-thermal plasma generated
and atmospheric pressure is a feasible option. In [12] the volume
geometry of dielectric barrier discharge (DBD) [13] was used to create
active amino groups by forming an aminosilane coatings on porous
alumina microspheres, with the deposition times below 5 min. Paper of
Szalay et al. [14] reported, that a 30 s direct air plasma treatment of
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submicron alumina, using a specific co-planar type of DBD — DCSBD,
improved substantially the stability of water-Al,O3 colloidal dispersion.
This was in agreement e.g. which the earlier results of Gibson et al. [15]
who studied water dispersion of DBD plasma modified nanodiamond
particles.

Clearly, a positive effect of plasma treatment (low-pressure or DBD)
on water-based dispersions, by improving the powder hydrophilicity, is
now a well-proven experimental fact. However, a possibility of em-
ploying plasma pre-treatment for non-aqueous (i.e. non-polar organic
solvents) dispersions remains an open question, despite its indisputable
importance for many of the ceramics wet shaping methods. For ex-
ample, to our best knowledge the effect of plasma pre-treatment on
electrophoretic deposition (EPD) has not been studied yet.

EPD is a versatile shaping method using the stable colloidal dis-
persions for fabrication of ceramics films [16] or layers [17]. In EPD,
charged ceramic particles, dispersed in a liquid medium, are attracted
and deposited onto a conductive substrate of opposite charge on ap-
plication of an electric field. The key factors affecting of EPD are par-
ticle size, zeta potential (stability) and electrical conductivity of dis-
persion [18]. From this point of view the combination of DBD and EPD
seems to be a new unstudied approach how to optimise fabrication
method and/or properties of the ceramic body.

In the presented article, the EPD from the as-received and DCSBD
activated sub-micron alumina powders are thoroughly compared, to
evaluate the effect of plasma pre-treatment on raw and sintered ceramic
material. The EPD was carried out in a non-aqueous dispersion, namely
in 2-propanol, with and without the presence of stabiliser. As we will
show, plasma-induced surface changes will bring a beneficial effect also
in this type of non-aqueous environment.

2. Experimental
2.1. Powder pre-treatment

Sub-micron alumina powder (Dpgr = 150 nm, TM-DAR, Taimei
Chemicals, Japan) was plasma treated by the Diffuse Coplanar Surface
Barrier Discharge (DCSBD). Thin (< 0.3mm) layer of non-thermal
plasma was generated above the 0.6 mm thick flat dielectric panel made
of 96% Al,O3 by the pair of screen printed comb-like high voltage
electrodes, situated on the opposite panel face (Fig. 1). The width of
electrode strips was 1.5mm, their mutual distance was 1 mm. The
system was powered by sinusoidal HV of 14 kHz at 20 kV peak-to-peak
and 400 W input power, supplied by in-house build power generator.
The energizing electrodes were cooled by circulating transformer oil,
which served also as their electrical insulation. Discharge was operated
in still (no flow) atmospheric pressure air of absolute humidity within
the range of 3-8 g/m°. Active area of generated plasma of used DCSBD

Shield plate ~\

Cooling
system
Dielectric N
barrier of ALO,
Plasma treated
powder p
Underside

HV electrodes

Fig. 1. Scheme of DCSBD generator.
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unit was 8 x 20 cm. Maximum temperature of DCSBD dielectric panel
was less than 70 °C.

The treatment was done in the discontinuous regime. A small
amount (approximately 0.4 g) of alumina powder was sifted on the
surface of DCSBD panel, to form a very thin powder layer which was
found to be a necessary condition for uniform plasma exposure of the
whole powder bed. The thin powder layer was covered with the shield
alumina plate to prevent its loss due the ionic wind during the plasma
treatment. Ionic wind, on the other hand, provided a useful mixing of
the layered powder, which help to the uniform plasma exposure of
powder particles. After the set treatment time (typically 1min), the
treated powder was scraped away, collected for further processing, and
the whole process was repeated again. The treated powder exhibited no
static charge on its surface.

Chemicals adsorbed or bound on the surface of both as-received and
plasma treated alumina powders were determined by simultaneous
thermogravimetric and mass spectrometric analysis using the STA 409C
/ CD analyser (Netzsch, Germany). X-ray photoelectron spectroscopy
(XPS) measurements were done on the ESCALAB 250Xi (Thermo Fisher
Scientific, USA) equipped with microfocused Al Ka monochromated X-
ray source (1486.6 eV). The X-ray beam of 200 W with the diameter of
650 um was used. The survey spectra were acquired with a pass energy
of 50 eV and a resolution of 1 eV. High-resolution scans were acquired
with a pass energy of 20 eV and a resolution of 0.05 eV. To prevent any
charging of the surface, an electron flood gun was used. Spectra were
referenced to the hydrocarbon type C 1s component set at a binding
energy of 284.8eV. The spectra calibration, processing and fitting
routines were done using Avantage software.

2.2. Preparation of dispersions

The both as received and plasma treated alumina powders were
dispersed in the non-stabilised or stabilised 2-propanolic dispersions.
The dispersions contained 15wt% of alumina and dried 2-propanol
(p.a., Lachner, Czech Republic). The stabilisation was attained by
adding of 4.25wt% of monochloroacetic acid (MCAA, p.a., Sigma-
Aldrich, Germany); the amount of 2-propanol was appropriately re-
duced to retain the same solid phase content.

The dispersions were mechanically stirred in an ultrasonic bath for
30 min. The electrical conductivity of the dispersions was determined
by using a SevenCompact Conductivity S230 device (Mettler Toledo
AG, Switzerland) equipped with a platinum 4-plate conductivity probe
(0-500 mS cm ™!, 0-100°C, 0.80 cm ™ !). The particle size distribution
of alumina particles dispersed in 2-propanol was measured via laser
diffraction using the LA950 analyser (Horiba, Japan). The zeta potential
of the dispersions was determined using a Zetasizer Nano ZS (Malvern
Instruments, UK).

2.3. Electrophoretic deposition

Vertically oriented EPD under a constant current of 5mA (current
density of 0.57 mA/cm?) was used. Two stainless steel electrodes with
polished surface areas of 8.8 cm? were placed into glass container with
volume of 40 mL. The distance between electrodes was set to 26 mm.
The total time of deposition was 30 min. The deposition was interrupted
each 5 min and mechanically stirred to avoid particle sedimentation. At
the same time, the deposition yield was recorded by weighting of de-
posited mass on the deposition electrode in 2-propanol or solution of 2-
propanol with MCAA, respectively.

2.4. Study of deposits

The deposits were dried at 120°C for 20 min immediately after
deposition. Then the deposits were removed from the electrodes and
annealed and sintered at 800 °C and 1300 °C for 1 h in air, respectively.
The relative densities of thermally treated deposits were measured
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Fig. 2. TG/DTG/MS curves of as received and plasma treated alumina powders.

using the Archimedes method (EN 623-2). The theoretical density of
alumina used for calculations was 3.987 g/cm>. The microstructure of
deposits was observed using a Lyra 3 scanning electron microscopy
(SEM, FEG/FIB, Tescan, Czech Republic). The mean grain size (MGS)
was determined using the linear intercept method with a correction
factor of 1.56 [19]. The deposit surface roughness was observed using a
Lext OLS3100 confocal microscope (Olympus, Japan).

3. Results
3.1. Characterisation of the powders and dispersions

Both as received and plasma treated powders were evaluated using
simultaneous thermogravimetric/mass spectrometric analysis at tem-
perature of 20-800 °C, as shown in Fig. 2. The analysis revealed the
differences in weight decrease with increasing temperature. The DTG
curve of as received powder did not exhibit any significant effects. The
DTG curve of plasma treated powder exhibited one broad maximum in
the temperature range of 200-500 °C. In this temperature range the loss
in mass of plasma treated powder was higher by ca 0.5% than the mass
loss of as received powder, and was presumably attributed to NO (m/
z = 30) and NO, (30 and 46) molecules detected by quadrupole mass
spectrometer. DCSBD (as well as other DBD systems) operated in the
ambient air is known to be an effective generator of all varieties of
nitrogen oxide molecules [20,21]. Their presence in the TGA mass
spectra is therefore to be expected. From this point of view, our mea-
surement is consistent with the adsorption of NO, and NO3 after plasma
treatment of flat aluminium surface that was reported in a recent study
of Bonova et al. [22].

The survey XPS spectra revealed three major components — Al, O
and C. Plasma treatment had only a minimal effect to their mutual ratio,
which is contrary to the typical XPS outcome of plasma treated polymer
materials/powders [23]. Some insight to character of plasma induced
changes was gained by deconvoluting the Al 2p and C 1s peaks. Alu-
minium oxides and hydroxides are extremely difficult to differentiate
by XPS, because the values for the varying oxides and hydroxides
overlap each other. The left column in Fig. 3 shows high resolution
scans of Al 2p for untreated and plasma-activated alumina powder
deconvoluted into three components: Al,O; (74.1eV), Al(OH)3
(74.8eV) and AIOOH (75.2eV). Corresponding concentrations are
listed in Table 1. The most significant changes resulting from plasma
treatment are the decrease of alumina component and increase of
AlOOH chemical bond. For these components, relative areas are
changed by a factor of 5.7 and 10.8, respectively. The relative area
corresponding to AI(OH); component was not affected by the plasma
treatment. This agrees with former findings of Szalay et al. [14] whose
pair comparison of NIR spectra for as received and plasma activated
alumina powders same showed the presence of differently bound OH
groups. High-resolution scans of C 1s peaks (see right column in Fig. 3)
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were decomposed into four components: C-C/C-H at 284.8 eV, C-O at
286.3 eV, C=0 at 287.8 eV, 0-C=0 at 289.2 eV and carbonate CO5> at
290.9 eV. Differences in peak areas are summarized in Table 1. The
most significant change due to the plasma treatment is the increase of
C-O and C=0 chemical state at the expense of C-C/C-H component.
Exposure to plasma resulted in more than fivefold increase of C-O peak
areas. For C=0 component, a plasma-treated process enhanced relative
area by a factor of 3. The presence of carbonates on the surface can be
explained by the reaction of hydroxylated surface sites with the atmo-
spheric CO5 [24].

After dispersing of the both powders in 2-propanol or solution of 2-
propanol and MCCA the zeta potential was measured. The dispersions
containing as received or plasma treated alumina with 2-propanol only
had positive zeta potentials of + 4.7 mV or + 4.8 mV, respectively.
This result suggests that the dispersions were unstable because a lower
limit of the dispersion stability is approximately of |30| mV [25]. The
zeta potential of the stabilised dispersion by MCAA containing as re-
ceived powder was — 25.6mV whereas the dispersion containing
plasma treated alumina had the zeta potential of — 22.0 mV.

Particle size distribution of as received and plasma treated alumina
powders dispersed in non-stabilised and stabilised 2-propanolic dis-
persion is shown in Fig. 4. The dispersed as received alumina particles
had a unimodal particle size distribution with peak maxims at 170 and
270 nm for stabilised and non-stabilised dispersions, respectively. In
contrast, both dispersions containing plasma treated alumina had a
bimodal particle size distribution with primary particle size of 200 nm
and aggregates size of 1.65 um (or 1.94 um). It is evident that the bi-
modal distribution was caused by the plasma treatment.

3.2. Electrophoretic deposition

The dependence of deposited mass on deposition time of non-sta-
bilised and stabilised dispersions containing the as received (black
diamonds) or plasma treated (red circles) alumina is shown in Fig. 5a.
The as received alumina particles in non-stabilised dispersion moved to
the cathode and cathodic electrophoretic deposition took place. In
agreement with our expectations, the small amount of charge carriers
resulted in a low electrical conductivity of the dispersion (0.01 uS/cm).
To sustain the fixed current value, high voltage was needed, which in
turn promoted the high deposition rate [26,27]. The EPD had to be
terminated after 10 min due to the voltage exceeding the limits of EPD
power supply. Contrary, if the MCCA was added to the dispersion then
the alumina particles coated the anode (anodic deposition). The alu-
mina particles covered deposition electrode relatively fast, because the
low dispersion electrical conductivity of 1.37 uS/cm still gave rise to a
relatively high voltage. Due to high velocity of particles the both
coatings had high surface roughness, as is documented in Fig. 5b and
Fig. 5c.

The plasma treatment of alumina powder dispersed in 2-propanol
affected EPD substantially. The electrical conductivities of non-stabi-
lised and stabilised dispersions increased significantly up to 7.59 uS/cm
and 23.70 uS/cm, respectively. As a result, the deposition rate as well as
the deposition mass decreased. The most surprising phenomenon oc-
curred during the deposition from the non-stabilised dispersion. An
atypical anodic together with cathodic electrophoretic deposition were
observed (see Fig. 5e). Contrary to cathodic deposition made with as
received alumina powder, which resulted in rough surface deposit, the
thin, smooth and homogenous coating of plasma treated alumina par-
ticles was formed on the anode. Less intensive cathode deposition of
Fig. 5e formed an inhomogeneous coating of alumina agglomerates or
aggregates. The EPD of plasma treated alumina from the stabilized
dispersion resulted in the smooth coating on the anode as well (see
Fig. 5d). For further evaluation of plasma treated samples, only the
coatings fabricated on the anode were used.
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Fig. 3. Deconvoluted XPS spectra of Al 2p and C 1s peaks, for as received and plasma treated alumina powders.
Table 1 3.3. Physical properties of deposits

XPS results: atomic composition and relative area of chemical bonds.

The demonstration of the plasma treatment on the final properties

N Ref* Treated” - . o .
ame c reate of deposits fabricated by EPD is given in Table 2. In general, the plasma
survey Al 35% 33% treatment significantly affects the surface roughness of the deposits and
o 51% 51% slightly improves other properties (density, MGS).
c 14% 16% The density of the green body (p,,) fabricated from quasi stable
Cls cC 78% 16% . . % of th ical
-0 13% 68% suspension (as received powder, no MCAA) was 48.0% of theoretica
c=0 3% 9% density (t.d.). When the stabilised dispersion was used then density of
Co0 6% 4% green body increased to 54.6% t.d. The same deposition conditions
COz* 0% 3% allowed fabrication of deposits with densities of 49.1% and 51.3% t.d
Al 2p ALOs 44% 20% from plasma treated alumina. After sintering at 1300 °C/1h the dif-
Al(OH)3 50% 11% f in the densiti £ all d . in th Iv of
AIOOH % 59% erences in the densities (p;,) of all deposits were in the range only o
0.5-0.7% with the highest values belonging to the plasma treated
@ i.e. as received alumina powder. alumina.
® i.e. plasma treated alumina powder. The more significant difference was observed by MGS measurement.
The deposits electrophoretically deposited from the non-stabilised dis-
25 ! ! ! ! persions reached MGS of 0.61 um and 0.52 um for as received and
f - as received plasma treated alumina, respectively. In the case of stabilised disper-
| —— plasma treated . . . .
20kt as received, MCAA 4 sion, the coating formed from as received alumina had MGS of 0.73 um
e plasmaltreated; MCAR contrary to plasma treated alumina one with MGS of 0.57 um. Thus, the

Relative intensity (%)

plasma treatment resulted in more dense ceramics with finer micro-
structure.

However, the most positive effect of plasma treatment of alumina
powder can be seen in the optimisation of the surface quality of the
deposits. The surface roughness of plasma treated deposits is sig-
nificantly lower related to samples prepared from as received alumina
(see Table 2). Moreover, the surface roughness dramatically increased
thickness of the coatings. The deposits with rough surface had coating
thicknesses of 4.5 and 6.2mm while the deposits fabricated from

Particle size (um)

plasma treated powder was approximately 1.0 mm thick.

Fig. 4. Particle size distribution of as received and plasma treated alumina powders.
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Fig. 5. Dependence of a) deposited mass on the deposition time and photographs insets of coatings prepared from dispersions containing b) 2-propanol and as received alumina, c) 2-
propanol, MCAA and as received alumina, d) 2-propanol, MCAA and plasma treated alumina, e) 2-propanol and plasma treated alumina.

Table 2

Relative densities (annealed p,, and sintered ps;,), mean grain size (MGS) and surface roughness (R,) of the deposits manufactured from non-stabilised and stabilised dispersions.

Pan (%) Psin (%) MGS (um) Ra (um)

Ref” Treated” Ref Treated Ref Treated Ref Treated
no MCAA 48.0 49.1 98.2 98.7 0.61 + 0.09 0.52 + 0.06 70.3 + 14.8 2.2+ 0.2
MCAA 55.7 51.3 98.2 98.9 0.73 £ 0.12 0.57 + 0.09 155.0 + 22.1 2.1 +0.2

2 i.e. manufactured from as received alumina.
b j.e. manufactured from plasma treated alumina.

4. Discussion

4.1. Characterisation of the powders and dispersions in relation to EPD
process

The plasma treatment of alumina powder followed by dispersing in
2-propanol and electrophoretic deposition has brought some surprising
results, the explanation of which will require further detailed study.
One of them is the insignificant change of the zeta potential observed
on the plasma treated powder, which is in some conflict with the
treated powder behaviour during the EPD process.

From the aforementioned measurement of the zeta potential it is
obvious that the as received alumina particles dispersed in 2-propanol
without stabilisation aid had a positive surface charge (zeta potential of
+ 4.7mV). This surface charge originates from traces of water ad-
sorbed on the particle surface because the coordinatively unsaturated
surface Al ions provide strong Lewis acid (electron-acceptor) sites [28].
When the dispersion contains MCAA, the surface charge of alumina
particles become negative due to the electrosteric stabilisation me-
chanism proposed by Cihlar et al. [29]. Nevertheless, the zeta potentials
of both type dispersions was similar and thus the plasma treatment of
alumina powder had no significant effect on it. The similar conclusion
was published by Szalay et al. [14] who observed higher colloidal
stability of plasma treated alumina powder dispersed in water, but the
zeta potential measurement was practically unchanged related to the
reference powder.

Despite of positive value of zeta potential in the case of non-stabi-
lised dispersion containing plasma treated alumina, the most of parti-
cles had negative charge were deposited on the anode (see Fig. 5e).
Unfortunately, we cannot entirely explain such mismatch between the
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zeta potential measurement and deposition process at this time.

A possible explanation of the anodic deposition can be attributed to
the ample amount of NOy species detected by TGA mass spectra on
surface of plasma treated powders. According to DFT models of NO,
species on alumina surfaces [30-32], the major part of NOy species is
bonded to the alumina surface through Al-O-N bound. The most pre-
ferred orientation of NOy species is that of oxygen atom pointing out
from the surface. In such manner, the most outbound oxygen atom of
NO, would create a negative surface charge on the particle surface,
opposite to the natural positive charge of alumina. In the same manner,
the increase of dispersion conductivity can be explained by desorption
of plasma introduced species to the particles surface, because the NOy
species are known to be solvable in organic solvents [33,34], or other,
currently unresolved species. An alternate explanation is based on the
XPS observed increase of C-O, C=0 and COs> bonds on plasma treated
powders. Each of these functional groups provides negative surface
charge, and can be therefore responsible for the anodic deposition. At
the moment it can be only speculated, which of these two mechanisms
is more dominant.

The coating simultaneously formed on cathode is then most likely
caused by insufficiently plasma treated powder. The presence of the
bimodal particle size distribution (see Fig. 4) similarly supports the idea
of partial or imperfect plasma treatment resulting in simultaneous
presence of positively and negatively charged particles within the dis-
persion. Their mutual attraction subsequently creates aggregates or
agglomerates. Future experiments are planned for confirmation of this
assumption and positive results can then establish the EPD as a useful
and simple method for determination of efficiency of powders plasma
treatment.

In the case of stabilised dispersion containing the plasma treated
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alumina, the particles surface was covered completely by negative
charge of plasma introduced functionalities and MCAA. Moreover, the
stabilisation aid further increased ionic strength of the dispersion and
thus could promote the further increase of electrical conductivity of
23.70 uS/cm via more intensive desorption of adsorbed species.
However, following similarity of the both red curves in Fig. 5a one can
conclude that the use of plasma treatment of ceramic particles should
be considered as an alternative way how to use EPD without any sta-
bilising aids which are in many cases dangerous or even toxic to the
environment.

4.2. Physical properties of deposits

The exceptionally high green density was measured at coating
fabricated from stabilised dispersion containing as received alumina
powder. It could probably be caused by the high external pressure of
rapidly moved particles according to mechanism proposed by Hamaker
et al. [35] and the long-time deposition because the lower deposition
rate at a later stage of EPD (see Fig. 5a) is more favourable for particles
to find optimal positions [27]. Nevertheless, after sintering process the
densities of the deposits fabricated from the plasma treated alumina
were of about 0.5-0.7% t.d. higher to that of as received powder. For
comparison, Szalay et al. [14] measured the same densities at same
temperature for both reference and plasma processed alumina samples,
although dry process of axial pressing with following cold isostatic
press has been used in their case.

The same authors have shown that the plasma treatment of alumina
powder affects positively the MGS. They reported 30% decrease of MGS
for sample prepared from plasma treated powder. We have observed a
similar MGS decrease for the plasma treated samples processed at the
same sintering temperature that had lower MGS contrary to deposits
fabricated from as received alumina. In our case, the decrease of the
MGS was 15% (from non-stabilised dispersion) and 22% (from stabi-
lised dispersion). These results suggests that plasma treatment of the
fine alumina powder allows microstructure refinement during EPD,
which results in the higher homogeneity of green body.

The surface smoothing as well as density improving can be attrib-
uted to the decrease of deposition rate, caused by the higher electrical
conductivity of the dispersions [26,27,36]. During the EPD, the particle
deposition and particle rearrangement occur concurrently. Final deposit
porosity is a combined result of the deposition rate and the re-
arrangement ability of particles [27]. Therefore, the as received parti-
cles had too high deposition rate at the beginning of EPD and too short
time to move into optimum positions at the deposit surface, resulting in
a loose packing structure. Moreover, all particles (primary particles and
large agglomerates or aggregates) are deposited at the high deposition
rates, i.e. low electrical conductivities. In such situation the rough
surface of the deposit could be expected. It should be noted however,
that the decrease of deposition rate resulted in the decrease of the de-
posit coating thickness.

5. Conclusions

The effect of atmospheric air plasma treatment on electro-
phoretically deposited alumina powder was investigated. A consider-
able quantity of NO and NO, were detected on the surface of the plasma
treated powder. Although these species did not significantly affect the
stability of the dispersion, they have significant impact on the elec-
trophoretic deposition and quality of the coatings. The atypical si-
multaneous anodic with cathodic electrophoretic deposition were ob-
served. The products of plasma treatment reduced deposition rate
which significantly improved surface roughness of coatings and slightly
improved their density and mean grain size. It was shown, that the
plasma treatment of ceramic particles allows fabrication of homo-
geneous thin coatings via EPD without use of any stabilising aid. The
results also indicate the EPD potential usage for determination of
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plasma treatment efficiency of ceramics powders. This assumption will
be investigated and discussed in detail in our follow-up article.
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effects of interconnectivity of phases present in the composites together with other parameters

of the microstructure were described.
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1. Introduction

Generally, sintering is the densification of free powder or powder compact at a
temperature below the material’s melting point. Such a thermally driven process has been
known for thousands of years; however, in the last century, considerable efforts have been made
in the development of sintering methods and the sintering of various advanced ceramic
materials. Along with this, various sintering models were derived, which are subject to constant
refinement. One of the significant parameters allowing a better insight into the physical
background of the sintering is the activation energy of sintering also referred to as apparent
activation energy.

The beginnings of the study of the sintering activation energy are related to the work of
Young and Cutler [1] who studied the densification of alumina, zirconia and titania at constant
rates of heating to describe solid-solid reactions. Their work was followed up by Wang and Raj
[2, 3] who used constant-heating-rate experiments to estimate activation energy in alumina,
alumina/titania and alumina/zirconia particle composites. Since then, many scientific works
have been published reporting the sintering activation energies of various ceramics. Afterwards,
an engineering tool based on non-isothermal sintering for predicting the sintering process and
also determining sintering activation energies was developed [4].

Su and Johnson [4] developed the concept of master sintering curve (MSC) assuming
that the geometric parameters related to the sintering are functions only of green body
microstructure (and therefore independent on the heating profile) and that only one prevalent
diffusion mechanism is dominant in the sintering process. The MSC gives the relation between
the thermal history of the sintering (using the parameter Q describing the activation energy of
sintering) and density. The experimental approach of the concept is based on the time-
consuming mathematical iterations drawing data from the number of sintering experiments

conducted at different heating regimes. However, the following works brought simplification
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in the construction of the MCS using computer programs [5] together with dilatometric data [6,
7] reducing computing time dramatically.

A lot of works have been published up to now to establish activation energies of
nominally monolithic ceramics. The most attention was paid to alumina [1-3, 7-13], zirconia
[3, 7, 9, 14-16], silicon nitride [17], zinc oxide [8], uranium dioxide [18, 19], yttrium oxide
[20], etc. Moreover, it was found that the sintering technique can also play a role in diffusion
mechanisms in studied materials affecting the activation energy of sintering [8]. Therefore, not
only conventional sintering [1-3, 7-9] but also microwave sintering [8], sintering in microwave-
induced oxygen plasma [21], spark plasma sintering [22], and liquid phase sintering [17] were
considered to report complex data concerning activation energy of sintering at different
conditions.

However, a more complex situation arises when multiple phases appear in the material.
The volume of these phases can be distributed in an ordered manner in the form of individual
particles (grains) or layers. The sintering activation energy of the particle composites based on
alumina and zirconia ceramics was studied for the very first time by Wang and Raj [2, 3]. They
showed that the activation energy remains in the range of 700 £ 100 kJ/mol when the
composition changes from 5 to 95 vol.% zirconia [3]. Although the authors reported full range
composition, only concentrations of 0, 5, 50, 95 and 100 vol.% zirconia were investigated.
Therefore, a substantial part of the concentration profile of this ceramic particle composite is
missing. Even less data is known about layered materials. Maca et al. [9] recently showed
layered composites where alternating layers with different thicknesses and/or volumes of
alumina and zirconia were evaluated in terms of sintering activation energies. For this
geometrical purpose, the MCS concept using dilatometric measurements had to be modified to
the so-called Master Shrinkage Curve [9]. It was found that strongly bonded layers exhibit

sintering anisotropy demonstrated by different sintering activation energies in the two
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measurement directions of the sintered samples. However, as with particle composites [3], only
a small concentration range was studied in this work, i.e., the composite that had 50 vol.%
represented by layers of alumina and the rest by zirconia. Thus, a much more precise insight
into this issue is necessary for a better understanding of the sintering process in particle and
layered ceramics.

These materials are very interesting from the point of view of their microstructural and
mechanical properties. The alumina and zirconia particle composites can be divided into two
categories depending on the major phase on Zirconia Toughened Alumina (ZTA, alumina is a
major phase) and Alumina Toughened Zirconia (ATZ, zirconia is a major phase) providing
improved strength, fracture resistance, elasticity, hardness, toughness, and/or wear resistance
etc. These composites are widely employed in various structural applications across different
industries such as cutting tools [23-25], aerospace applications [26], electrical insulators [27],
wear-resistant products (nozzles, pump parts, valves etc.) [28], dental implants [29, 30],
orthopaedic replacements [31, 32], coatings [29, 33] etc. Layered architectures which are
composed of alternating layers of two or more different ceramic materials, offer unique fracture
behaviour if the internal stresses are generated in the layers during sintering and cooling. In the
case of alumina/zirconia layered material, the internals stresses arise during densification of the
composite at the heating stage and dwell time on the sintering temperature [34]. However, such
internal stresses are relatively small and can relax during the dwell time at the sintering
temperature via the diffusion processes. More significant are internal stresses developed when
reference (stress-free) temperature is exceeded [35] at the cooling stage of sintering. The
stresses inside the strongly bonded layered structure originate from the thermal expansion
mismatch of the ceramic materials resulting, among others, in a crack deflection behaviour [36].
Moreover, the presence of zirconia might originate transformation toughening mechanisms,

which operate at the microstructural level [37].
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The paper substantially expands the existing knowledge about the sintering activation
energy of the particle and layered structures that are composed of alumina and zirconia in the
full volume (concentration) range. This is achieved by using a modified MSC concept and high-
temperature dilatometry. The sintering behaviour is correlated with the mechanical response of

composite materials and discussed.
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2. Experimental

Alumina (HP-DBM, Malakoff Ind., USA) and zirconia (TZ-3YS-E, Tosoh, Japan)
ceramic powders with mean particle sizes of 0.47 and 0.14 um, respectively, were dispersed in
colloidal suspensions for their wet shaping via electrophoretic deposition (EPD). To this
purpose, the suspensions were composed of 15 wt.% alumina and/or zirconia, 12.75 wt.%
monochloroacetic acid (99 %, Merck, Germany) acting as a stabiliser, and 2-propanol
dispersant (p.a., Lachner, Czech Republic) in the amount of 72.25 wt.%. Suspensions were
stirred mechanically in an ultrasonic bath (output power 320 W) for 30 min prior to EPD.

The vertical position of two stainless steel electrodes with an effective surface area of
18.2 cm? placed at a distance of 26 mm between them was used for EPD in a glass cell. The
electrodes connected with a stabilised source allowed to set a circuit with a constant current of
5 mA. Three types of ceramic materials were prepared i) monoliths (standards — nominally pure
alumina or zirconia denoted as A and Z) ii) particle composites (i.e., homogeneous mixture of
alumina and zirconia with given volume fraction), and iii) layered composites (i.e., alternating
alumina and zirconia layers with various thickness). The particle composites (denoted as PC)
were prepared by mixing of certain volume fraction of zirconia (i.e., 17, 25, 33, 45, 50, 55, 66,
75, and 83 vol.%) into alumina. The depositions lasting 30 min were interrupted each 5 min
and the suspensions were thoroughly stirred to prevent sedimentation of the particles. Based on
our previous results [38, 39] concerning deposition kinetic studies of alumina and zirconia we
were able to fabricate layered structures (laminates; denoted as LC) with a precise thickness of
layers. The laminates were designed with the same volume fractions of alumina and zirconia as
in particle composites and the desired concentrations were set by different layers thickness
ratios. The thickness ratios (A:Z) of 5:1, 3:1, 1.2:1 and vice versa were prepared by the repeated
moving of deposition electrode from suspension containing alumina to zirconia suspension at

strictly defined time segments. The total number of layers was set to 100. The information about
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prepared samples including volume fractions of ceramic materials is summarised in Table 1.
The deposits were dried at room temperature for 24 hours after deposition. Subsequently, they
were removed from deposition electrodes and annealed at 800°C for 1 h in an ambient
atmosphere.

The prepared samples were cut out from the green bodies in longitudinal (perpendicular
to the deposition direction) and transversal orientation (parallel to the deposition direction) in
the form of bars (4 x 4 x 10 mm) or cylinders (g5 x ca 5 mm), respectively. The samples
underwent high-temperature dilatometry sintering using L70/1700 (Linseis, Germany) at
1500°C with heating rates 2, 5, 10, and 20°C/min for 2 h at sintering temperature. The samples
intended for mechanical testing were sintered in a conventional furnace at 1500°C with a
heating rate of 10°C/min and a dwell time of 2 h.

The coefficient of thermal expansion was calculated using Equation (1):

ET room ~ €T max )
(Troom - Tmax) -100°

a =
where et room 1S the shrinkage after cooling, emax IS the shrinkage at the end of the dwell, Troom iS
the temperature after cooling, and Tmax is the dwell temperature.

The sintering shrinkage was calculated using Equation (2):
e(t,T) = €instane (6, T) — a - 100 (T — Troom), (2)
where einstant (t,T) is the instantaneous measured shrinkage, t is the time, and T is the actual
temperature.

To examine activation energies, allowing deeper insight into the physical background
of the sintering process of anisotropic layered and particle composites, the modified Master
Sintering Curve model [9] was applied for the construction of Master Shrinkage Curves.

Assuming the work of Hansen et al. [40], it includes the relationship between the thermal

history of the sintering and linear shrinkage under the following Equation (2):
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where function @ describes the thermal history of the sintering with the activation energy of
sintering Q, k is the Boltzmann constant, y is the surface energy, Q is the atomic volume, Do is
the coefficient of a diffusion process, G is the mean grain size, /" represents scaling parameters,
¢ 1s the linear shrinkage, T is the thermodynamic temperature, R is the gas constant and t is the
time. The four heating regimes were conducted for all samples to obtain sufficient data sets to
find the best overlap of individual curves calculated using Eq. 1. The criterion of Mean
Perpendicular Curve Distance was used to find the best overlap [41].

The densities of the green bodies and sintered samples were measured using the soaking
method and Archimedes principle. The microstructure of the samples was observed using
scanning electron microscopy Verios 460L (SEM, FEI, Czech Republic). The mean grain size
(MGS) was determined using the linear intercept method from at least 5 images and the results
were multiplied by a correction factor of 1.56 [42].

Cooling from the sintering temperature can cause the development of internal stresses
as was mentioned in the introduction chapter. The theoretically estimated internal stresses for
laminate based on the volume fraction of individual phases independent of the layer design are
shown in Fig. 1a) [43]. The input values for internal stress calculation were taken from our
previous works [35, 44]. Similarly to laminates, the internal stresses are also developed in the
particle composite materials due to CTE mismatch and can influence hardness, modulus and/or
strength in the dependence of design and phase volume fraction. In the particle composite, the
level of internal stresses within individual phases is estimated by Eshelby’s inclusion model in
the dependence on the volume fraction, see Fig. 1b) [45, 46]. The model estimates stresses

based on the fact of which phase forms the matrix (o;,) and which reinforcement (o).

—2E,,(1- *
O'f = ( 2 vf)ﬂa ) (4)
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where AT = T — T,,0m Similarly as in Equation 1, v, E, u and « are the volume fraction, elastic
modulus, Poisson's ratio and CTE for given phase, indexes m and f mean matrix or
reinforcement, respectively.

The microhardness of the particle composites was measured on the polished cross-
section surfaces using an instrumented Vickers indentation technique using an
electromechanical machine Z2.5 equipped with a ZHUO.2 indentation head (Zwick/Roell,
Germany). The indentation load of 5 kg (~49 N) was selected to incorporate into the indentation
imprint a significant number of grains to sufficiently describe the mechanical behaviour of
particle composite (i.e., compare imprint diagonals of 70-80 um vs 0.5-1.0 um grain size). The
instrumented indentation was used to estimate the indentation elastic modulus calculated from
the unloading part of the recorded loading curve.

Experimental data used for this paper are available in a general-purpose open repository

[47], Zenodo, developed under the European OpenAIRE program and operated by CERN.
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3. Results and discussion

The alumina and zirconia green bodies prepared by EPD reached the relative density of
61.0% and 47.4% t.d., respectively (see Table 1). One could expect that the layered or particle
materials composed from these ceramics using the same fabrication technique should follow
the superposition of alumina and zirconia densities. This assumption is confirmed in Fig. 2
showing relative densities of annealed layered composites and particle composites prepared by
EPD. Newly acquired data was supplemented with information from recently published results
(red symbols) [9]. The linear dependence of measured values is visible for both types of
composites. Moreover, the recently published values fit very well the trend of the newly
acquired data (see Fig. 2a) demonstrating good reproducibility of the experiment. The EPD
shaping technique makes it possible to obtain composites, whether they are made up of bulk
layers or dispersed particles, which have the same density for individual material compositions.

The lower green density of the zirconia monolith resulted in higher shrinkage in the
longitudinal and transversal orientation of the measured sample during sintering than that of the
alumina. This is documented in Fig. 3 where the sintering shrinkage and sintering shrinkage
rate of monoliths and layered composites in longitudinal and transversal orientations are given.
Alumina and zirconia shrinkage in longitudinal and transversal orientation shows sintering
shrinkage anisotropy. Figs. 3a,b show that the total difference in sintering shrinkage in
longitudinal and transversal orientations for alumina was 4.8% (eL = 13.1% vs. er = 17.9%)
whereas for zirconia it was 1.9% (e = 22.3% vs. e = 24.2%). The origin of the anisotropy can
be found in the anisotropic (oval) shape of alumina particles contrary to more less spherical
shape of zirconia particles [38] resulting in shape-oriented packing of charged particles in an
electrical field during EPD [48].

The sintering shrinkage curves of layered samples in longitudinal orientation (see Fig.

3a) are more inclined to the shrinkage curve of alumina monolith even when a high volume of

11



©CO~NOOOTA~AWNPE

zirconia is present in the layers, e.g. see sample LC83. It means, that the sintering in longitudinal
orientation is more controlled by the alumina than zirconia content in layered structures. To
explain this behaviour, the initial particle size must be considered. Zirconia layers composed of
smaller particles tend to shrink earlier than alumina layers because the sintering temperature
decreases with decreasing particle size [49]. Therefore, zirconia layers shrink at lower
temperatures (of around 1300°C for zirconia monolith) with a higher sintering shrinkage rate at
a lower sintering shrinkage maximum, as can be seen in Fig. 3c. Together with the fact that
alumina does not yet sinter/shrink at this temperature and many interfaces between alumina and
zirconia layers exist, zirconia layers can densify in transversal orientation predominantly [50].
As aresult of this, a constrained sintering takes place demonstrated by lower sintering shrinkage
of zirconia layers in longitudinal orientation than in transversal one.

The sintering shrinkage in transversal orientation was even higher for most of the
layered composites than for zirconia monolith (see Fig. 3b). To explain this abnormality,
relative volume change was calculated for pure materials and layered composites (see Fig. 4).
As expected, the volume shrinkage gradually increases with increasing zirconium content. It
means, that high shrinkage in transversal orientation only compensates for the shrinkage
deceleration in the longitudinal orientation and the effect is more pronounced with increasing
zirconia content. In pure zirconia, of course, this ,,compensation® does not occur.

When comparing Fig. 3c and Fig. 3d, the sintering shrinkage curves in longitudinal
orientation show a shift of the maximal shrinkage rate values of layered composites with
increasing alumina content to higher temperature into the area appropriate for alumina sintering
(around 1400°C). However, the sintering shrinkage rates of layered composites measured in
transversal orientation are similar or close to the sintering shrinkage rate of zirconia monolith.

The sintering shrinkage and sintering shrinkage rates of monoliths and particle

composites are given in Fig. 5. The samples were measured in longitudinal orientation only.

12
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The sintering shrinkage of particle composites was the superposition of the alumina and
zirconia shrinkages. Surprisingly, the maximal shrinkage rate occurred at a temperature close
to 1500°C in the particle composite with the lowest zirconia volume fraction, see Fig. 5b. It
means, that the sintering was retarded due to the microstructural events discussed below.
However, as the volume of zirconia grains in the samples increased, the curves of the shrinkage
rate shifted to lower temperatures towards the curve of the zirconia monolith.

Fig. 6 shows the sintering activation energies of monoliths, layered composites in
longitudinal and transversal orientations and particle composites. It was found that activation
energies of nominally pure alumina and zirconia were 670 and 580 kJ/mol in longitudinal
orientation and 700 and 550 kJ/mol in transversal orientation, respectively. These values fit the
previously reported data in the literature covering a big scatter in the range of 342 — 1163 kJ/mol
for alumina [1-4, 7-13, 21, 22, 51] and 310 — 990 kJ/mol for zirconia [3, 9, 14-16, 22]. The
broad values spread is given by evaluation method, morphology [7] and purity of the powder
used, considered density interval [14, 52, 53], different microstructure before sintering and
temperature range [9]. In the case of layered composites, the activation energies were always
higher than for nominally pure monoliths due to constrained sintering [54]. The highest
activation energies were found for samples with higher alumina content. For longitudinally
oriented samples the highest sintering activation energy of 1250 kJ/mol was obtained for the
sample with 17 vol.% of zirconia, for transversely oriented one it was for the sample with 25
vol.% of zirconia (880 kJ/mol). It is also evident that the absolute values of the activation
energies were lower in transversal orientation because of the preferential sintering of zirconia.

The activation energies of the particle composites showed a similar trend to that
observed for layered ceramics. At low zirconia content, the densification of alumina is slowed
down by the so-called pinning effect. It is manifested by an increase in activation energy related

to reduced shrinkage rate and the shift of the sintering temperature to higher values (see

13
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Fig. 5b). Even at higher zirconia concentrations, the activation energy remains relatively high
probably because of the slightly retarded diffusion of atoms in the two-phase material during
sintering. The newly obtained results significantly modify the data reported by Wang and Raj
[3], who established an activation energy of about 700 kJ/mol for the entire concentration range
for this type of particle composite.

Fig. 7 shows typical microstructures of layered and particle composites. Generally, the
layered structures can be divided into two groups regarding the strength of the interfaces
between layers. The first one is layered structures with weak interfaces findable also in nature
(e.g., tooth enamel and sea shells [55]) overcoming their inherent brittleness at static or dynamic
loads by deflection or delamination of the propagating crack to generate toughening
mechanisms [56, 57]. The second group resists against crack propagation by energy-dissipating
mechanisms such as crack deflection or bifurcation phenomena due to the presence of
compressive residual stresses whose intensity is given by the thickness of layers [58, 59]. These
layered structures, typically composed of alumina and zirconia [58-61], have strongly bonded
interfaces.

Figs. 7a-d show layered composites with different layer thickness ratios. The EPD
allowed to fabrication of multilayer ceramics with sharp, narrow, defect-free and strongly
bonded interfaces. However, a certain level of porosity was observed in layered composites,
see Table 1, that decreased with zirconia volume. The typical microstructures of the alumina
and zirconia individual layers in a layered composite are shown in Fig. 8. Some porosity is
evident in alumina while the zirconia layer is fully dense which corresponds with the density
measurements of monoliths. Therefore, the density in layered composites depends on the
thickness of the alumina layers (alumina volume) in particular.

The second benefit of the fabrication method is nicely dispersed alumina and zirconia

grains in the sintered microstructures of the particle composites, as demonstrated in Figs. 7e-h.
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The mean grain size of the particle as well as layered composites is shown in Fig. 9. The graph
shows the usefulness of adding a dispersed second phase to control grain growth during
sintering. The MGS of alumina in particle composites decreased at low zirconia contents as a
consequence of the pinning effect [54]. Subsequently, the MGS size was mainly affected by
retarded diffusion caused by an increasing zirconia concentration. On the other hand, the MGS
of zirconia remained unaffected in particle composite microstructures because it is widely
believed that alumina grains effectively impede the mobility of zirconia grain boundaries in
Alumina Toughened Zirconia composites [62]. Approximately 50 vol.% of alumina in the
microstructure seems to be beneficial for stabilising MGS on the minimal level possible.
However, a higher volume of alumina in the composite resulted in lower density, see Table 1.
As a confirmation of this, certain porosity is present in the microstructures in Figs. 7e,f.
Contrary, two distinct populations of MGSs were measured in layered composites. There is no
reason for pining effect application, so the grain growth is driven by original particle size,
chemical nature, packing density and sintering temperature.

The mechanical properties of laminates according to their layer design and total volume
fraction of phases are in the literature well described [43, 61, 63]. The apparent fracture
toughness and flexural strength depend on the developed internal stresses (see Fig. 1a) due to
CTE mismatch given by alumina-zirconia laminate prepared by EPD similar to the laminate
used in this work [39, 44]. The laminate prepared for this study contains a higher number of
layers which is not optimal for the strength and fracture toughness [43]. The crack behaviour
during indentation for laminates was clearly described here [64] showing that the indentation
method is not suitable to characterize fracture behaviour when internal stresses are present.

However, Vickers hardness and indentation elastic modulus development with
increasing addition of zirconia to the alumina matrix determined for particle composite can

provide valuable information. The dependencies are shown in Fig. 10 where average values
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together with indicated standard deviation by error bars are plotted. The general trend is obvious
that with increasing amounts of zirconia, both hardness and elastic modulus decreases.

When a single-phase material is loaded, the corresponding deformation is uniformly
distributed over the whole body. In a material composed of two phases, the deformation is
distributed between the phases according to their stiffness. A standard method used for
estimating the overall mechanical properties of a composite material is based on the rule of
mixtures (RoM). The simplest linear combination of the Vickers hardness HV (or elastic
modulus E) versus the volume fraction of the phases is given by the iso-stress model (Voigt)
[65]:

HV, = HVy vy + HVpy - (1 — vf), 07 E. = Ef - vp + Epy - (1 — vp) 9
where vt is the reinforcement volume fraction, HVm and HVs are the Vickers hardness and En,
Es is the elastic modulus of the matrix and reinforcement, respectively. When materials with
large differences in hardness are combined, it is clear that the deformation of the soft matrix is
greater than that of the hard particles. On the other hand, the deformation of the hard matrix
containing soft particles increases and the hardness can be lower than predicted by Eq. 9. In
these cases, to estimate the Vickers hardness HV (or elastic modulus E), Reuss proposed the

iso-strain model as a lower bound of the RoM method [65]:

-1 -1
Uf (1 - Uf) Uf (1 - Vf)
HV, = ,orE, =|—+——7F— . 10
¢ <HVf A e =\E T T E, (10)

The predictions of the Vickers hardness HV and indentation elastic modulus Er of the
fabricated particle composites based on Eg. 9 and Eq. 10 are given in Fig. 10 by the dashed
lines. The indentation elastic modulus keeps the trend given by the mixture law (Eg. 9) given
by input values of pure alumina and zirconia as can be seen in Fig. 10. In contrast, the Vickers
hardness of the prepared particle composites significantly differs from the predictions given by

the RoM methods. The observed change in Vickers hardness of the prepared particle composites
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is influenced by several jointly acting effects such as interconnection of phases, internal thermal
stresses present, transformation toughening by zirconia and grain size pinning effect.

The main effect can be attributed to the developed internal stresses. According to the
literature, experimental data lay mostly close to the zirconia matrix inclusion bounds (see Fig.
1b) - full line) even for higher concentrations of reinforcement (i.e. forming continuous phase)
[46, 66, 67]. This influence can be affected by the development of additional stresses caused by
volume change during the stress-induced transformation of partially stabilised tetragonal
zirconia grains during loading [25, 68-71]. This effect can be weakened by spontaneous
transformation due to the development of internal stresses during cooling from sintering
temperature [71].

Interconnectivity and gain pinning effect are other factors influencing mechanical
behaviour. The isolated grains of the secondary (reinforcing) phase are restricted in their growth
due to a lack of material in the surrounding eliminating diffusion processes during sintering.
On the other hand, the grains in the matrix are also restricted in the grain growth by the pinning
effect [72]. Therefore, the development of grain size distributions for both phases is very
dependent except the volume fraction also on the processing conditions (temperature, dwell
time etc.) and the initial particle size and level of dispersion of the reinforcing phase. The
development of the grain size for all composites under investigation is shown in Fig. 9. Some
relations can be found between the restricted gain growth and activation energies determined
during sintering, see Fig. 6.

Generally, the interconnectivity of two phases should change symmetrically at a
reinforcement volume fraction equal to 50%. In our particle composite is the situation more
complex because the particle/grain sizes are different for each phase and each composition
because of geometrical and physical reasons. The breakpoint will be shifted from the

equilibrium of 50 volume % to between 55-67%. This fact corresponds well to the hardness
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development shown in Fig. 10 where two different trends (slopes) depending on the
composition can be observed. The first slope can be seen for 0-55% of zirconia and the second
one is steeper from 67% to 100% of zirconia. We believe that the dominance of the
interconnected phase is responsible for this behaviour. The enhanced hardness values (above
the RoM upper bound) can be explained by the synergism of developed internal stresses,
transformation toughening, and formation of interconnected phases and therefore the number
of biphase interfaces [73].

Contrary to hardness, the indentation elastic modulus keeps the trend given by the RoM
given by values of alumina and zirconia as can be seen in Fig. 10. Also, here is an effect of
relative densities (shown in Table 1) mirrored to the scattering of values and slight differences
from the linear dependence. The effect of the interconnected phase is not observable as in the
case of Vickers hardness because the level of internal stresses and grain size does not change
elastic modulus.

Summing all together the above-mentioned effects acting and affecting the mechanical
properties can be concluded that there is no direct relationship between the activation energy of
sintering. The only relationship through the resulting microstructure and amount of bi-phase
interfaces can be found. The number of interfaces is higher for the particle composite than in
the case of laminates having the same volume fraction. Also, the grain size pinning effect is
more pronounced in particle composites because in laminates the majority of grains within one

phase are interconnected.
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4. Conclusions

The complex evaluation of particulate and laminate composites by the modified Master
Sintering Curve concept was done for the whole range of compositions for the first time. The
alumina/zirconia composites designed as layers in various thickness ratios or dispersed particles
covering the entire concentration profile were successfully prepared using electrophoretic
deposition (EPD). The composites with strongly bounded interfaces were obtained.

Sintering of the composites was monitored by high-temperature dilatometry in the
longitudinal and transversal orientation of the samples. The pure alumina and zirconia
monoliths showed shrinkage anisotropy due to the morphology of starting ceramic particles. In
the case of layered composites, the sintering in longitudinal orientation was more controlled by
the alumina than zirconia content resulting in constrained sintering. On the other hand, in the
transversal orientation, the shrinkage only compensates for the shrinkage deceleration in the
longitudinal orientation. The effect was more pronounced with increasing zirconia content.
Therefore, the sintering shrinkage in transversal orientation was even higher for most layered
composites than for zirconia monolith. The sintering shrinkage of particle composites was the
superposition of the alumina and zirconia shrinkages.

Sintering activation energies of layered composites were always higher than for
nominally pure monoliths due to constrained sintering. However, the absolute values of the
activation energies were lower in transversal orientation because of the preferential sintering of
zirconia. In both orientations, the highest sintering activation energies were calculated for
samples with lower content of zirconia, i.e. 17 vol.% (1250 kJ/mol - transversal orientation)
and 25 vol.% (880 kJ/mol - transversal orientation). In the case of particle composites, the
increase of sintering activation energy (~1100 kJ/mol) at low zirconia content was attributed to
the slowed-down densification of alumina by the pinning effect caused by smaller zirconia

particles. These results significantly modify reported knowledge to date.
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The microstructural analysis showed that EPD allowed to fabrication of multilayer
ceramics with sharp, narrow, defect-free and strongly bonded interfaces and particle composites
with nicely dispersed alumina and zirconia grains in the sintered microstructures. Moreover, in
the particle composites, the mean grain size of alumina decreased at low zirconia contents
confirming the pinning effect.

The mechanical properties represented by Vickers hardness measured for particle
composite varied from the theoretical predictions, especially for the compositions exhibiting
the highest activation energies, however, no direct relationship between the hardness and
activation energy was found. The observed behaviour was interpreted with the help of
microstructural interconnectivity between phases given by initial particle size, development of
internal stresses during cooling down from the sintering temperature and grain size pinning
effect. Contrary to the hardness the indentation elastic modulus respects well the upper bound

of the rule of mixture given by Voigt’s iso-stress model.
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Figure captions

Fig. 1 Theoretically estimated internal stresses developed due to thermal expansion mismatch
for each phase in a) laminates and b) particle composites with two limit situations, i.e. upper
and lower bounds for each phase. LC — Layered Composite, PC — Particle Composite.

Fig. 2 Dependence of relative density on zirconia content in monoliths and a) layered and b)
particle composites in their green state (red symbols — reported data from Maca et al. [9]).

Fig. 3 Sintering shrinkage a, b) and sintering shrinkage rate ¢, d) of monoliths and layered
composites in the longitudinal and transversal orientation of the samples. LC — Layered
Composite.

Fig. 4 Dependence of relative volume shrinkage on zirconia content in layered composites.
Fig. 5 Sintering shrinkage a) and sintering shrinkage rate b) of monoliths and particle
composites. PC — Particle Composite.

Fig. 6 Sintering activation energies of monoliths, a) layered composites in longitudinal and
transversal orientations and b) particle composites (red columns — reported data from Maca et
al. [9]). LC — Layered Composite, PC — Particle Composite.

Fig. 7 Micrographs a-d) layered and e-h) particle composite microstructures (alumina — dark
fields, zirconia — bright fields). LC — Layered Composite, PC — Particle Composite.

Fig. 8 Microstructures of a) alumina layer and b) zirconia layer in the layered composite LC75.
Fig. 9 Dependence of mean grain size on zirconia content in monoliths, layered and particle
composites (in longitudinal orientation) sintered at 1500°C for 2 h with a heating rate of
10°C/min (pink symbols — reported data from Maca et al. [9]). LC — Layered Composite, PC —
Particle Composite.

Fig. 10 Dependence of a) Vickers hardness HV and b) indentation elastic modulus Er on

zirconia content in the particle composites.
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Table captions

Table 1 Summarization of sample’s compositions and their microstructural properties
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Table 1 Summarization of sample’s compositions and their microstructural properties

4 AlZ green final  A/Z grain

Sample content thickness density density size

(vol.%)  ratio (%t.h.)  (%th) (um/pum)
monoliths
A 0 - 61.0 98.3 1.3/-
z 100 - 47.4 99.7 -/0.3
particle composites
PC17 17 - 57.6 97.7 1.0/0.5
PC25 25 - 56.4 97.9 0.9/0.5
PC33 33 - 55.6 98.1 0.8/0.5
PC45 45 - 53.4 98.4 0.7/0.4
PC50 50 - 53.1 98.6 0.7/0.5
PC55 55 - 53.1 99.0 0.7/0.5
PC66 66 - 51.1 99.2 0.7/0.5
PC75 75 - 51.0 99.5 0.6/0.5
PC83 83 - 50.6 99.8 0.6/0.5
layered composites — longitudinal orientation
LC17 17 5:1 58.1 97.6 1.6/0.6
LC25 25 3:1 57.1 98.7 1.7/0.6
LC45 45 1.2:1 54.8 98.6 1.8/0.6
LC55 55 1:1.2 54.7 99.9 1.6/0.6
LC75 75 1:3 51.1 99.6 1.5/0.6
LC83 83 1:5 50.4 99.9 1.5/0.6

A, Z — Alumina, Zirconia; PC — Particle Composite; LC — Layered Composite

Sintering regime 1500°C/2h; heating rate of 10°C/min
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amount, type of doping powder and powder pre-treatment on final microstructure, real in-line trans-
mittance and photoluminescence characteristics were studied.

The real in-line transmittance ranged between 28 and 56%, depending on processing parameters. The
transparency decreased with increased amount of dopant. The decrease is dependent on the type of
doping powder and its pre-treatment.

The photoluminescence spectra measured in both visible and NIR region showed typical emission
bands due to the presence of Er** ions. The decay profiles of the 4S3, — 415, transition were fitted with a
2-exponential function, with faster component in the range of 360-700 ns and slower component around
1.6-2.4 ps. The intensity of emissions and lifetime of the 4S;, level decrease significantly with increasing
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1. Introduction

Transparent polycrystalline alumina ceramics have been stud-
ied for decades as a material for optical applications and a cheaper
alternative to sapphire single crystals [ 1]. Besides the economic and
ecological benefits of such replacement, their applications could
be extended due to better mechanical properties of polycrystalline
materials and possibility of production complex shaped parts.

Moreover, doping with certain elements could lead to new
interesting functional properties, thus expanding the application
potential of transparent aluminas even further (e.g. dosimeters,
phosphors for high-brightness LEDs or laser host materials). How-
ever, adding the required amount of dopant (mostly with very low
solubility in alumina lattice) inevitably leads to formation of sec-
ond phase inclusions, which impair transparency, and make the
preparation of transparent alumina with luminescence properties
a challenging topic.

There are only few works dealing with transparent or translu-
cent alumina doped with optically (photoluminescence — PL) active
rare earth (RE) or transition metal (TM) ions. Cr-doped transparent
alumina exhibiting thermoluminescence (TL) and optically stim-

* Corresponding author.
E-mail address: katarina.drdlikova@ceitec.vutbr.cz (K. Drdlikova).

http://dx.doi.org/10.1016/j.jeurceramsoc.2017.02.017
0955-2219/© 2017 Elsevier Ltd. All rights reserved.

ulated luminescence was designed as a potential TL dosimetry
material [2]. Doping of alumina with Ti and Mg was proposed for
the same purpose [3]. However, the mean grain size of prepared
material is well within the micrometer size range as the result of
pressure-less sintering at relatively high temperature, with adverse
impact on transparency.

Penilla et al. [4] prepared by spark plasma sintering (SPS) Tb3*
doped transparent alumina with fine-grained microstructure with
75% of total transmission at a wavelength of 800 nm and with char-
acteristic Th3* emission. According to the authors, this was the first
instance when a birefringent (non-cubic) polycrystalline oxide bulk
ceramic possessed both high transparency and induced light emis-
sion properties. The authors also suggested that only high heating
and cooling rates accessible by SPS technique and operating out of
thermodynamic balance could result in achieving high concentra-
tion of dopant while maintaining the transparency.

Alvarez-Clemares et al. [5] showed that doping of alumina with
up to 0.7 wt.% of ceria hinders the growth of alumina grains during
SPS and enables the preparation of transparent alumina with total
transmission of up to 70% in the IR-VIS range. Although ceria-doped
alumina exhibits photoluminescent properties [5], no measure-
ment of the photoluminescence was performed in this work.

Sanamyan et al. [6] reported on preparation of Er — doped
alumina powders (0.1-0.3 at.% of Er) subsequently sintered by
SPS to transparent ceramics with submicron microstructure. All
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samples prepared under optimized conditions exhibited sharp,
well-resolved emission lines characteristic for RE3* ions, indicating
predominantly crystalline single-site Er3* occupation. Obtained IR
spectra were similar to those previously observed in Er3*-doped
Al,03 powders prepared by sol-gel technique [7]. However, the
effect of Er concentration on the PL intensity was not discussed,
and no data of optical transmission were provided.

Wang et al. [8] studied the influence of the phase structure
and the amount of dopant on PL intensity of alumina powders.
The strongest emission intensity was detected at the lowest exam-
ined concentrations (0.5 and 1 mol% Er). Dramatic concentration
quenching effect took place above 1.5mol% Er3* doping concen-
tration. At 1 mol.% Er3* doping, the PL intensity of the Er3*-doped
Al, 03 powders increased with the phase structure changed in the
sequence vy — 0 — o-(Al, Er),03. These findings indicate that
relatively low amount of Er with controllable impact on the trans-
parency are sufficient for obtaining adequate PL intensity of doped
transparent Er3*-doped alumina (a-(Al Er);03).

The present study follows and extends our recent work deal-
ing with rare-earth doped transparent alumina [9], with the aim
to enhance important material properties significantly (real in-line
transmission, PL intensity) by modifying of the processing param-
eters. More precisely, it is aimed at alternative way of producing
Er3*-doped transparent and photoluminescent alumina, combin-
ing colloidal processing (slip casting) for green body preparation,
advanced pre-sintering in a conventional electric furnace and sub-
sequent hot isostatic pressing. Our approach differs from all cited
works concerned on preparation of transparent alumina with PL
properties where spark plasma sintering was applied to achieve
full densification. Transparent alumina ceramics prepared in this
study are characterized in terms of their microstructure (mean
grain size, presence and size of secondary phase(s) inclusions), real
in-line transmittance and photoluminescence properties. Contrary
to all mentioned studies dealing with transparent PL alumina, the
present work examines also the effect of dopant concentration and
pre-treatment of doping powder on all studied characteristics.

2. Experimental

High purity 99.99% commercial alumina powder (Taimicron TM-
DAR, Taimei Chemicals Co., Ltd., Tokyo, Japan), with the primary
particle size of 150 nm and specific surface area of 13.7m2 g~! was
used as a starting material (the values were determined by the
producer from SEM micrographs and by BET analysis, respectively).

Aqueous suspensions with the solid content of 45 vol.% of Al,03
were stabilized electrosterically with the use of a commercial
dispersant Darvan CN. De-ionized water with room temperature
electric conductivity 25+5.107#Sm~! was used as a dispersion
medium. The optically active dopant (Er) in the amount equiva-
lent to 0.1-0.17 at.% of Er with respect to Al;03 was added in the
form of oxide powders. Two different Er,03 powders were used as
starting materials.

First, a commercial coarse-grained Er,03; powder (Treibacher
Industrie AG, Austria) was used. In order to obtain a nano-powder,
the commercial powder was dissolved in 65% HNOj5. Citric acid dis-
solved in deionized water and ethylene glycol was added to the
nitrate solution and heated in oil bath for 2 h at 85-90°C. The sol-
vent was evaporated under continuous stirring. The product was
dried and calcined at 800 °C for 1 h to remove organic residua. The
powder was then milled in planetary mill (vessel and grinding balls
from alumina) in order to reduce the number of aggregates. Resid-
ual aggregates were removed from diluted water suspension by
centrifugal sedimentation at 800 rpm for 2 min. Only the particles,
which remained in the suspension were dried and further used as
dopants. This type of doping powder was further throughout the

Table 1
Abbreviation in designation of samples.

Abbreviation in
designation of samples

Meaning in relation to the
preparation of samples

P Nano-powder prepared by modified Pechini method
C Commercial nano-powder

S Sedimentation used for removal of the aggregates

X at.% of Er with respect to Al;03

text denoted as P_S powder. Doped samples are denoted as P_S_x,
The abbreviations are explained in Table 1.

The nano-Er,03 powder (purity 99.9%, particle size 20-30 nm,
GNM - Getnanomaterials, USA) was used as received. Part of
the nano-powder was also centrifugated, under the conditions
described above, to remove aggregates. These types of doping
powder were further throughout the text denoted as C and C.S
powder, respectively. The samples doped with untreated commer-
cial nano-powder were denoted as C_x and the samples doped with
centrifuged commercial nano-powder were denoted as C_S_x.

The suspensions with added Er, O3 were homogenized on rollers
for 24h 40¢g of alumina milling balls with diameter 4 mm were
added to 10 ml of the suspension. After homogenization, the sus-
pensions were poured into PVC dishes and allowed to dry at
ambient conditions for three days. Green bodies were then dried
at 80°C for 5h.

The samples were pre-sintered to 95-96 % of the theoretical
density, which means only closed porosity was present [10,11].
The samples doped with the P_S powder were pre-sintered using
two different regimes: single step pre-sintering (SSP) — and two-
step pre-sintering (TSP) in order to establish more appropriate
pre-sintering regime. Due to superior results achieved by the TSP
regime only TSP was used in later experiments.

SSP was performed by heating the samples at the rate of
20°Cmin~! up to the maximal temperature 1480°C without
isothermal dwell, with subsequent cooling at the same rate. When
the two-step pre-sintering (TSP) was applied, the specimens were
first heated to a temperature T1 (1430-1440 °C) without isothermal
dwell whereby achieving the relative density of 88-90%, and sub-
sequently cooled down to a temperature T2 (1280 °C) at the rate of
20°Cmin~!. The isothermal dwell at the temperature T2 was 10 h.

The samples pre-sintered to closed porosity were hot isostati-
cally pressed (HIP ABRA Shirp, Switzerland) at the temperature of
1280°C for 3 h and the pressure of 200 MPa with argon used as a
pressure medium. Molybdenum heating and shielding enables sin-
tering without carbon contamination, which is usual in furnaces
with graphite heating elements.

The density of sintered specimens was determined according to
the Archimedes’ principle. The theoretical density for all samples
was calculated from the theoretical density of Al;03 and Er,O3 by
the rule of mixtures.

The microstructures were examined by scanning electron
microscopy on polished and thermally etched cross sections (Lyra
3, Tescan, Czech Republic). The mean grain size was determined
using the linear intercept method with a correction factor of 1.56.
Minimum of 200 grains were measured in order to obtain statis-
tically robust set of data. Distribution of Er in sintered alumina
was determined using a high resolution (scanning) Transmission
Electron Microscope FEI Titan Themis 60-300 (FEI, Czech Republic)
equipped by Quantax EDS (Bruker Nano, Germany).

The real in-line transmission (RIT) of polished samples was
measured with a non-polarized He-Ne laser (A =632.8 nm). The
distance from the sample to the detector was 860 mm, with an
opening angle of 0.5°. The real in-line transmission was measured in
at least five different positions on each sample and was recalculated
to constant thickness of 0.8 mm.
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Fig. 1. Dependence of relative density of Er>*-doped alumina on the sintering tem-
perature (pressure-less sintering). For comparison, the densification data of alumina
doped with 250 ppm Zr are also present.

The absorption spectrain the visible and NIR spectral range were
recorded in the reflection mode using the Cary 5000 spectrom-
eter equipped with the integrating sphere (module DRA-2500).
The excitation and emission fluorescence spectra were measured
using Fluorolog FL3-21 spectrometer (Horiba Jobin Yvon) with Xe-
lamp (450 W) as an excitation source. For luminescence detection
in visible and NIR spectral range, the PMT (R928) and InGaAs
detector cooled with liquid nitrogen were used, respectively. The
luminescence spectra of studied samples were recorded at room
temperature. The luminescence decay curves were recorded at RT
with the same instrument using time correlated single photon
counting technique (TCSPC) with the pulsed laser diode at exci-
tation wavelength 375 nm.

3. Results
3.1. Pre-sintering regime

Green bodies of Er3*-doped alumina were prepared by mix-
ing fine alumina powder with two types of Er,O3 nano-powders,
in some cases further pre-treated by centrifugation in order to
decrease the amount of aggregates present in starting Er,03
powder. The designation of individual samples is related to the
preparation process and is explained in Table 1. Green bodies were
pre-sintered using two different regimes: single step pre-sintering
(SSP) — and two-step pre-sintering (TSP) in order to establish more
appropriate pre-sintering regime. For full densification hot isostatic
pressing (HIP) was performed.

Polycrystalline alumina exhibits strong dependence of optical
transmittance on grain size due to its birefrigent nature [ 12]. There-
fore, the thorough optimization of all processing parameters is
needed, with special emphasis on sintering conditions. Erbium
oxide was observed to retard significantly the densification of
alumina: the effect was more pronounced at higher dopant con-
centrations. Fig. 1 shows the comparison of sintered densities of
Er3*-doped samples with samples doped with negligible amount of
Zr prepared in the same way in dependence on sintering tempera-
ture. The differences resulting from various amounts of the dopant
were amplified at lower relative densities (RD); above 96% of the
theoretical density (TD) the sintering behavior was almost identi-
cal. This allows the use of similar sintering regimes irrespective of
the amount of the dopant.

Porosity in polycrystalline alumina ceramics is usually con-
sidered to be closed if the relative density exceeds 95% of the

Fig. 2. The representative microstructure of HIPed alumina doped by Er.

theoretical density [10,11]. In order to minimize the grain size the
samples pre-sintered to relative densities ranging between 95.8
and 97.8% of TD were selected for HIP experiments. The used pre-
sintering regimes and achieved relative densities are summarized
in Table 2.

Based on the results from previous work [10], the tempera-
ture 1280°C and a holding time of 3 h was selected as the most
suitable conditions for hot isostatic pressing (allowing full densi-
fication without observable grain growth). All samples sintered to
full density (>99.9% of TD); no differences could be recorded using
the applied measuring method.

The values of the mean grain size (MGS) of sintered Er3*-doped
ceramics after HIP are summarized in Table 3. The mean grain size
of two-step pre-sintered samples seems to be slightly lower in com-
parison to single-step pre-sintered ones, but any difference lies
within the range of the measurement error.

Microstructure of all HIP-ed samples is fine-grained and homo-
geneous without any second phase inclusions. Representative
microstructure is shown in Fig. 2 and observable also in Fig. 3. How-
ever, some imperfections of used doping process resulted in rarely
occurring aggregates of erbium oxide (Fig. 3a). This type of aggre-
gates was found in samples doped with the P_S powder pre-sintered
using single-step regime (the size of 10-20 pm taking into account
the largest dimension). The aggregates in TSP samples were several
fold smaller (3-10 wm) than in SSP samples (Fig. 3b). In samples
doped with commercial nano-powder, SEM analysis in BSE mode
(Fig.3c)revealed only few grains with high Er content (0.3-0.6 wm).
No larger aggregates were present. The high resolution TEM com-
bined with EDX analysis showed enhanced concentration of Er on
grain boundaries (Fig. 4), which confirmed presumed segregation of
the dopant at grain boundaries. Based on SEM and TEM analyses of
individual samples it can be assumed that the predominant part of
the dopant is segregated at the grain boundaries. Rarely observed
Er-enriched aggregates were probably the remains of aggregates
present in starting powder.

3.1.1. Real in-line transmittance

Since the samples had thickness ranged between 0.8 and
1.6 mm, the measured values of RIT were recalculated to the con-
stant thickness of 0.8 mm and are summarized in Table 4. The RIT
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Table 2
Pre-sintering regimes for individual samples and achieved relative densities.

Sample SSP — regime? SSP — RD [%] TSP — regime? TSP — RD [%]
PS.0.1 1480°C 97.2 1430°C— 1280°C/10h 96.9
PS.0.17 1480°C 96.4 1440°C— 1280°C/10h 95.8
CS.0.1 - - 1440°C— 1280°C/10h 97.4
CS.0.125 - - 1440°C— 1280°C/10h 96.9
CS.0.15 - - 1440°C— 1280°C/10h 96.2
C._0.11 - - 1440°C— 1280°C/10h 97.8

2 SSP — without dwell; TSP — without dwell in the first step.

Fig. 3. The Er-enriched aggregates and grains found in the HIPed samples doped using: a) P_S powder pre-sintered by single step pre-sintering, b) P_S powder pre-sintered

by two-step pre-sintering, c) C.S powder pre-sintered by two-step pre-sintering.

ranged between 28 and 56%, and was influenced markedly by the
level of Er doping. The comparison between the samples doped
with the P-S powder showed that higher concentration of doping
ions resulted in substantial RIT decrease. RIT was also influenced
by the pre-sintering regime in case of higher dopant amount.

On the other hand, the differences between samples doped
with commercial nano-powder are relatively small (Table 4) as evi-
denced also from macrophotographs in Fig. 5. The decrease of RIT

at higher Er contents was not as sharp as in case of the powder P.
However, more significant decrease of the RIT seems to be related
to the way how the commercial nano-powder was pre-treated. By
marginal decrease of the Er content from 0.11 at.% in the material
C.0.11 to 0.1 at.% in the sample C_S_0.1 the RIT increased by 6%,
which was attributed to elimination of the aggregates by sedimen-
tation in the material C.S_0.1.
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Fig. 4. TEM image of Er**-doped alumina (0.1 at.% of Er3*) microstructure and EDS
mapping for Al, O and Er elements on the grain boundary.

Table 3

Mean grain size of rare earth doped alumina after HIP (1280°C/3 h, 200 MPa).
Sample SSP +HIP TSP +HIP

MGS [nm] SD?/n® [nm/-] MGS [nm] SD?/n® [nm/-]

PS.0.1 450 60/20 390 50/20
PS.0.17 370 50/20 350 40/20
CS.0.1 - - 350 40/20
CS.0.125 - - 330 30/20
CS.0.15 - - 350 30/20
C.0.11 - - 340 40/20

2 SD is the standard deviation.
b n is the number of measurements.

Table 4
Real in-line transmittance of rare earth doped alumina after HIP (1280°C/3 h,
200 MPa).

Sample RIT afterSSP + HIP [%] RIT afterTSP + HIP [%]
PS.0.1 49 52
PS.0.17 28 34
CS.0.1 - 56
CS.0.125 - 53
CS.0.15 - 53
C.0.11 - 50

3.1.2. Absorption spectra

The UV-VIS-NIR spectra of the selected samples were recorded
in the reflectance mode and are depicted in Fig. 6. Character-
istic absorption bands identified in the spectra correspond to
intra-configurational 4f11-4f11 electronic transitions from the Er3*
ground state 4[15/2. The spectra of Er3*-doped Al, 05 in the spectral
range 300-1700 nm Exhibit 12 absorptions. Particular transitions
for Er3* ion were labelled according to the report by Carnal et al.
[13]. All the transitions are assumed to be electric dipole in nature,
except for that to the 413 12 first excited state that shows magnetic
dipole contribution [14,15]. The hypersensitive transitions (sensi-
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Fig. 6. Diffuse reflectance spectra of the Al,03:Er3* ceramics in the UV-VIS-NIR
range recorded at RT (a). The expanded segment of the spectra with corresponding
absorption bands assignment (b). All transitions start from #I;5, ground state to the
indicated levels.

tive to variation of local structure around RE ions) in Er3* (415, —
2Hy1j2; Hlisj2 — 4Gqyp2) are clearly identified by their strong inten-
sity. The intensity of the absorption bands increases with increasing
concentration of the Er3* in the host matrix. The intense band at
around 240 nm, strongly overlapped with the absorbance of the
Al,03 matrix, can be assigned to the Er3* — 02~ charge transfer
state, although different 4f!1 — 4f105d inter-configurational tran-
sition bands of the Er3* ion have also been reported in that region
[16].

3.1.3. Photoluminescence spectra
The photoluminescence spectra of the Er3*-doped Al,03 at the
doping level ranging between 0.1 and 0.17 at.% are shown in Fig. 7.

0.15 at.% Er_ 0.11 at.% Er

niversity of T

Fig. 5. Transparent Er3*-doped alumina. The samples are ca 3 cm in diameter and they are positioned 1cm above the text.
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Fig. 7. Luminescence spectra of the Al03:Er3* doped ceramics: (a) The representative excitation spectrum monitored at 1529 nm with corresponding band assignment;
Emission spectra of the Er3* doped Al,03; ceramics monitored in VIS (b) and NIR (c) spectral region after sample excitation at 379 nm.

The measured excitation spectra monitored at 548 nm (spectrum
not shown) and 1529 nm were almost identical. The excitation
spectra (shown in Fig. 7a) monitored at 1529 nm exhibited ten
bands with barycenters at 358, 365, 379, 407, 442, 450, 487, 520,
540, and 653 nm corresponding to the excited levels 2G5, 4Ggp,
4G11/2, 2Hg/2, 4F3/2, 4F5/2, 4F7/2, 2H11/2, 453/2, and 4F9/2, respectively.
The strongest band at 379 nm corresponded to the 4I;5/ — 4Gy
hypersensitive transition. The broad band, centered at 284 nm, can
be assigned to the Er3* — 02~ charge transfer state. The excitation
spectra provide different possibilities of excitation to obtain green,
red and near infrared (NIR) luminescence from the studied Er3*-
doped Al,03.

The emission spectra (excited at 379 nm by Xe lamp) exhibited
two green emission lines: one weaker green emission line centered
at 524nm (?Hyqj — 4l352) and one strong emission centered at
549 nm (4S3j; — 4ly5)2). Only weak red emission band correspond-
ing to 4Fgj; — 15/, transition was observed at about 668 nm. In
the near infrared (NIR) spectral region (900-1600 nm), the emis-
sions corresponding to 4111/2 —>4I15/2 (centered at 980 nm) and
411312 — #1152 (centered at 1530 nm) transitions were observed,
respectively. The broad emission band from the 4I;5 2 multiplet to
the 4115/2 ground state is of special interest for optical amplification
and laser application.

The intensity of the of green emissions in the group of samples
denoted as C_S decreases with increasing concentration of Er3* ions
(Fig. 7b) while the intensity of the red emission only very slightly
increases (i.e. no quenching of the red luminescence is observed);
the relative intensity of the weak 4F9/2 — 4115/2 red emission com-
pared to green one increases. For the group of samples denoted

as P_S both the green and red emission decrease with the doping
concentration. The only exception is the sample C_0.11. When com-
pared with the samples C_S_.0.1 and P_S_0.1, i.e. these containing
almost the same Er3* doping concentration, the intensity of green
emissions drops down significantly. This is most likely due to the
presence of Er, 03 aggregates when the sedimentation step was not
included during the sample preparation. The similar influence of
Er3* concentration on emission was observed also for emissions in
NIR spectral region (Fig. 7¢); the intensity of the 435 — 4115/, tran-
sition decreases, while the intensity of the 4I;;, — I;5, transition
slightly increases with increasing Er3* concentration.

3.1.4. Lifetime

For all samples studied the lifetime measurements have been
performed in the visible spectral region for the strongest green
emission centered at about 545 nm. The normalized decay pro-
files of the S5, — 4I;5/, (green) transition are shown in Fig. 8. The
decay curves were fitted with double exponential equation and the
average lifetime from decay curves was calculated using Eq. (1):

J7tde A2 4+ Ay

= . 1
foooldt AT + A2 M

Tave =

where A; and A, are the weight factors of lifetimes 71 and 7o,
respectively. The corresponding lifetimes for all samples studied
are summarized in Table 5.

The faster component of the decay was found to be in the range
of 360-700ns while the slower one in the range of 1.6-2.4 ps.
However, in decays of the green emission the faster component
dominates. The lifetime of the 453/2 level decreases quite signif-
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Fig. 8. Er** luminescence decay curves of the green emission (2Hy1p2, 4S3pp —>*1152)
recorded at RT under laser diode excitation at 375 nm: (a) The decay curves were
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reader is referred to the web version of this article.)

Table 5
Lifetimes of the Sy, level at RT obtained under excitation at 375 nm.
Sample Er3*concentration T1° Ty? Tave
[at.5%] [ns] [ps] [ps]
CS.0.1 0.1 694 (76%) 2.43 (24%) 1.61
C.0.11 0.11 566 (81%) 2.20 (19%) 1.34
€S.0.125 0125 545 (86%) 2.04 (14%) 1.11
CS.0.15 0.15 517 (84%) 1.74 (16%) 0.99
PS.0.1 0.1 564 (85%) 2.00 (15%) 1.12
PS.0.17 0.17 360 (91%) 1.64 (9%) 0.75

2 The numbers in parenthesis represent the weight of particular lifetime in the
average lifetime value.

icantly with increasing concentration of Er3* ions in the samples
studied. The lifetime of the 4F9/2 energy level could not be accu-
rately measured under laser diode excitation due to the weak red
emission from this level.

4. Discussion

4.1. The effect of parameters of doping on final microstructure
and RIT

It was demonstrated that Er inhibits densification of alumina.
However, the mean grain size of all fully dense HIP-ed samples
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Fig. 9. The real in-line transmittance — Er content dependence.

was nearly identical (~350 nm) with differences falling within the
standard deviation of the measurement. This indicates that the
optimized conditions of sintering applied in the study were appro-
priate in terms of minimizing the grain growth while maximizing
densification during sintering.

Due to almost identical values of the mean grain size of all pre-
pared samples, the influence of other than sintering parameters, e.g.
the content and the way of pre-treatment of the Er,03 powders on
the RIT could be traced. Generally, with increasing Er doping the
RIT decreased. However, the extent of the decrease was strongly
dependent on the type of used powder and its pre-treatment (per-
formed by centrifugal sedimentation). The highest level of RIT and
the smallest decrease with increasing amount of the dopant were
achieved using commercial nano-powder further treated by sed-
imentation and denoted as C-S (Fig. 9). Careful elimination and
removal of powder aggregates, which are always present even
in commercial nano-powders, could reduce the decrease of RIT
observed at higher concentrations of dopant in transparent ceram-
ics.

The nano-powder prepared by modified Pechini method and
then centrifugally treated (P-S) yielded lower values of RIT than
commercial nano-powder (C-S) and stronger decrease of RIT val-
ues with increasing Er concentration (Fig. 9). On the other hand, the
sedimented nano-powder P prepared by modified Pechini method
(P-S) yields, in terms of the RIT, results similar to those of unsedi-
mented commercial nano-powder (C) (Fig. 9). Although not clearly
documented by SEM, this indicates certain level of aggregation of
doping powder, especially in case of the powder C.

4.2. The effect of pre-sintering on final microstructure and RIT

The experiments made with P-S powder showed that pre-
sintering regime has some effect on the RIT values of fully dense
samples after HIP. As it can be seen from Table 4, prolonged TSP
regime was beneficial for increase of transparency in comparison
to conventional SSP pre-sintering. Since the final grain size of the
samples were not statistically different (see Table 3) and the above
mentioned results indicated the importance of dopant aggregation,
we concerned our attention on microstructure of sintered samples.

The aggregates present in samples pre-sintered by pro-
longed TSP regime (Fig. 3) were considerably smaller (3-10 um)
than aggregates found in sample pre-sintered without dwell
(10-20 pm). This confirmed the conclusions in our recently pub-
lished paper [9] that long isothermal dwell (albeit at lower
temperature) during two-step pre-sintering facilitates better redis-
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tribution of dopants along grain boundaries, thus decreasing the
size and/or number of second phase inclusions.

Since no practical doping process allows for removal of
absolutely all aggregates, the prolonged pre-sintering can be rec-
ommended for minimizing of their size.

4.3. Photoluminescence spectra

The emission spectra of the Er3* doped Al,03 samples both in
the visible and NIR spectral range exhibit relatively broad emis-
sions and the emission bands are inhomogeneously broadened. For
some transitions, e.g. from S, 4Foj2, 41112 and 413, this indicates
that the band structure is due to the Stark splitting. This effect was
found to be typical for highly disordered crystalline or amorphous
materials, where optical centers experience quite different local
environments that result in large inhomogeneous linewidths, in
some cases approaching 100cm~! or even more for 4f-4f transi-
tions [17]. Since the optical transition frequency of an ion depends
on the strain, as well as local electric and magnetic fields affect-
ing the ion, these environmental differences lead to a distribution
of these frequencies for particular type of ion; the distribution of
these frequencies produce an inhomogeneously broadened line.
The broadened emissions were also found for the Er3*-doped Al, 03
thin films with relatively higher concentration of the Er3* ions
(2.101°-4.1029 cm—3) in the host matrix [18]. In contrast, very well
resolved and sharp structured (Stark sublevels) emissions due to
the Stark or crystal field splitting were observed for lower doping
levels of Er3* in Al, 03 matrix (0.026 at.%), as reported by Sanamyan
et al. [6]. Similar results were found for other Er3*-doped matrixes
in which the Er3* ions are incorporated into the structure of the host
matrix [19],and Er3* ion occupies defined positions in the structure.
This, together with the fact that the emission intensity decreases
with increasing concentration, point to the fact that local environ-
ment around the Er3* jons is relatively disordered. The Er3* ions
aggregates are also possibly formed during the sample preparation
that lead to the concentration quenching of luminescence due the
direct interaction among Er3* ions in the Al,03; matrix.

4.4. Lifetime

The lifetime corresponding to 4S;, level (4S3;, — 415, tran-
sition) exhibits strong dependence on the Er3* concentration in
Al,03 host matrix (see Fig. 8, Table 5). All decay curves show
non-mono-exponential profiles, even for the lowest concentrating
sample containing 0.1 at.% of Er3* ions (2.38.10!° cm—3), and were
well fitted with double exponential decay function. It is well known
that at very low concentrations of optically active ions, with neg-
ligible interactions between them, the decay of the luminescence
can be described by a single exponential [20]. However, at higher
concentrations the distances between active ions are shorter and
the energy transfer processes become more efficient, resulting in
a non-exponential decay [21]. All decay profiles thus exhibit a fast
exponential decay in the initial part with a decay time of about
500 ns, followed by a slower decay with a decay time of ~ 2 s. Sim-
ilar double-exponential behavior of 4S5 12 level decay was observed
and reported by Agazzi [ 18] for Er3*-doped Al, 05 films with dopant
concentration in the range of 2.10'9-4.1020 cm~3, with the life-
times of 12.6 s for faster and 30.8 s for shorter decay process,
respectively.

The observed non-exponential nature of the green lumines-
cence decays, accompanied by shortening of the lifetimes with
increasing Er3* concentration is related to energy transfer processes
(cross-relaxation processes) between Er3* ions at higher concen-
trations and/or to different quenching traps (impurities and/or
structural defective sites) [22]. During this process, an excited Er3*
ion (donor) is deactivated by transferring a part of its energy to

another neighboring Er3* ion (acceptor). The energy transfer is pos-
sible if there is a certain overlap in the fluorescence emission and
absorption spectra of the donor and acceptor, which is the case of
concentrated Er3* systems; this means that there are matching dif-
ferences in acceptor and donor energy levels. Some of the possible
cross-relaxation channels that depopulate thermalized 453/2 level
can be described as (denoted as (initial sate Er3*(I), Er3*(I)—final
state Er¥*(1), Er3*(ID): (4S3), *lis;2 — *lizjz, Hlop), (*S3pa, Hlispz —
Hopa, HMi3p2), (Hloja, Hlojy — *y12, *Fap2), (o2, *ly1j2 = *ly3p2, *Fop2)
and other [19]. For example, in the case of (4S3jy, 4l15, — g,
4113/2) cross-relaxation channel, the donor is deactivated without
emitting green fluorescence light and as a result the intensity and
lifetime are diminished. However, as mentioned above, the struc-
tural defects may also play important role in the luminescence
quenching.

5. Conclusion

Transparent photoluminescent aluminas doped with 0.1-0.17
at.% Er were successfully prepared by a combination of wet shap-
ing technique (slip casting), pressure-less pre-sintering, and hot
isostatic pressing (HIP). Fully dense samples with grain size less
than 400 nm exhibited the RIT values ranging between 28 and 56%.
The samples doped with Er,03 nano-powder prepared by Pechini
method exhibited slightly lower transparency (up to 52%) due to
presence of Er agglomerates in the microstructure. The RIT value
of 56% established for sample doped with commercial Er,03 nano-
powderis the highest real in-line transparency so far reported in the
literature for luminescent RE doped aluminas. The positive influ-
ence of suspension centrifugation prior to slip casting on RIT and
photoluminescence intensity was demonstrated. Upon excitation
of the Er3* ions in the UV range, intensive green, weak red and
infrared emissions were observed, whose intensities and lifetime
were described in dependence on the processing route. Based on
the obtained results, future work to further improve the optical
characteristics of this type of material will be focused on optimiza-
tion of dopant concentration below 0.1 at% Er.
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Alumina ceramics found their utilisation in many applications which can be further extend by attaining
functional properties; in our case the transparency obtained through precise processing and photolu-
minescence due to erbium (Er) doping. In order to examine the optical, mechanical and fractographic
response of transparent alumina on Er doping, slip casted samples containing 0-0.15at.% of erbium

nano-oxide were pre-sintered by two-step sintering regime and then hot isostatically pressed. Prepared
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samples exhibited fully dense submicron microstructure and corresponding high transparency (RIT up
to 60%). Positive influence of doping on the Vickers hardness resulted in values up to 27 GPa (at 10N
load). Moreover, the comparison of the Vickers hardness determined at different loadings with literature
data showed that the Er doped alumina is one of the hardest material in this category. The samples were
characterised also in terms of fracture toughness and fractographic behaviour.

© 2017 Elsevier Ltd. All rights reserved.

1. Introduction

Polycrystalline alumina is the most widely used structural
ceramics in many common applications. When the alumina has
extremely fine microstructure (low grain size) without resid-
ual porosity (final density >99.95%) then it becomes transparent
[1]. Transparent polycrystalline alumina has a great technological
potential for highly demanding applications which take advantage
of its superior mechanical properties like high hardness, wear resis-
tance, and high strength, in addition to its optical performance in
the infrared and visible domain [2]. Moreover, in relation to the
post-machining costs and inferior mechanical properties of sap-
phire (single crystal of alumina) the fine polycrystalline alumina
exhibits economic and ecological benefits [3]. Krell et al. suggested
application potential of this material in several directions: (i) light-
ing, (ii) optical components for different wavelengths, (iii) infrared
emitters, (iv) orthodontic appliances and (v) ceramic armours [1,4].

To ensure transparency of the alumina few processing condi-
tions must be fulfilled. The alumina powder should be extremely
pure (99.99%) with nearly nanometre particle size and the grain
growth during sintering has to be limited. The authors mainly
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utilise advantage of short sintering times using spark plasma sin-
tering (SPS) [5-7]. However, to ensure other optical performances,
i.e. photoluminescence, the doping with e.g. rare earth (RE) ele-
ments is needed [8-10]. By doping with the aim to obtain another
functional property, it must be taken into account that the addi-
tion of sufficient amount of dopant can lead to the transparency
deterioration. On the other hand, through the doping the alumina
obtains interesting optical properties and pinning effect of dopant
allows keeping low grain size. As doping elements for microstruc-
ture optimisation there are commonly used metals as chromium
[11], titanium [12], magnesium [12-14], zirconium [15], or rare
earth metals as yttrium [13], lanthanum [13]. Less common is dop-
ing with terbium [8], cerium [16], europium [9] or erbium [17,18].

Generally, mechanical properties and fractographic analysis
of the transparent and/or photoluminiscent alumina is not well
described in literature; only few publications on this topic can be
found in the relevant literature. Krell et al. [19] doped commer-
cial corundum powder with 0.03 wt.% MgO and 0.2 wt.% ZrO,. In
this transparent material no evidence of spinel phase and hard-
ness 20-21 GPa (HV10) were obtained. The same combination of
dopants used Braun et al. [20] to prepare transparent polycrys-
talline alumina with sub-micrometre microstructure. They studied
the influence of different MgO and ZrO, dopant levels on the den-
sification, microstructure development and in-line transmittance
values. Nevertheless, authors provided information about hardness
measurement valid only for undoped transparent alumina samples.
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The reported hardness ~11.6 GPa was relatively low probably due
to higher value of grain size. In case of alumina doping with the
rare earth elements Biswas et al. [3] reported hardness 21.4 GPa
(HV5) of transparent sub-micrometre alumina doped with 0.1 wt.%
lanthanum oxide.

Due to the lack of literature data this work is focused on investi-
gation of optical, mechanical and fracture properties of transparent
and/or photoluminescent alumina doped with various amount of
erbia. Hardness measurement of alumina samples is extended to
various load forces in order to enable better discussion with lit-
erature. Both hardness and fracture toughness are related to the
observed microstructure. To the best of our knowledge, no similar
study was carried out on this type of transparent and photoluminis-
cent material before.

2. Experimental

The commercial alumina powder (TM-DAR, Taimei Chemicals
Co., Japan) with average particle size of 150 nm and commercial
erbia powder (GNM, Getnanomaterials, USA) with average particle
size of 20-30 nm were used for preparation of stable suspensions.
Suspensions contain 45 vol.% of alumina, certain amount of erbia
dopant (0, 0.10, 0.11, 0.125 and 0.15 at.%), electrostatic stabilizer
(Darvan CN, Vanderbilt Minerals, USA) and deionized water. To
remove aggregates the erbia powder was centrifugated at 800 rpm
for 2 min before adding into suspension. Suspensions were homog-
enized for 24 h in a plastic bottles filled by alumina milling balls
with diameter 4 mm. The balls to powder milling ratio of 2:1 was
used.

The homogenous suspensions were casted into PVCdishes. Erbia
doped alumina discs with diameter approximately 50 mm were
first dried at room temperature for three days and then at 80°C for
5h. The discs were pressureless pre-sintered up to closed porosity
stage (density range 95-96%) [18,21] using two-step sintering (TSS)
in ambient atmosphere. The first step of TSS was realized at 1440 °C
without dwell time followed by the cooling (20 °C/min) to the tem-
perature 1280 °C with dwell time 10 h. The amount of open pores
was checked by means of Archimedes method (EN 623-2). The
two-step pre-sintered samples were consequently hot isostatically
pressed under 200 MPa pressure of argon atmosphere at 1280°C to
completely eliminate residual closed porosity.

Sintered discs were grinded and polished up to 1 wm surface
roughness, final thickness of the discs was approximately 0.8 mm.
The real in-line transmittance (RIT) of the samples was mea-
sured with a non-polarized He-Ne laser (A =632.8 nm) at 860 mm
sample to detector distance and 0.5° opening angle. The samples
were thermally etched and investigated using a Lyra 3 micro-
scope (Tescan, Czech Republic) and Titan Themis 60-300 (FEI, Czech
Republic) equipped by Quantax EDX (Bruker Nano, Germany). Dur-
ing this investigation at least 5 micrographs of microstructure were
obtained. The mean grain size (MGS) was determined on each
micrograph using linear intercept method. The final average grain
size value was multiplied by correction factor 1.56 [22].

Hardness was measured using an instrumented hardness tester
(Z2.5, Zwick/Roel, Germany) at loading from 1 to 100 N. The num-
ber of measurements for each sample was set to 15. The fracture
toughness was calculated from the length of the cracks originating
from the corners of the indentation using equation [23]:

[E P
Ke =x Hm, (1)

where o is an empirically determined constant (0.016), E is Young’s
modulus, H is the hardness, P is the applied load and c is the length
of the crack grown from indent corner. Length of indent diagonals

0.10 at.% 0.15 at.%
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Fig. 1. Transparent alumina discs doped by different Er3* concentration at 5mm
distance over the printed paper.

Table 1
Summary of microstructural and optical properties of undoped and Er**-doped
alumina.

Concentration of Density (%) MGS (jpm) RIT (%) RIT? (%)
Er3* (at.%)

undoped >99.95 0.50 60 64

0.10 0.35 56 59

0.11 0.34 - -

0.125 0.33 53 55

0.15 0.35 53 55

3 RIT; =RIT recalculated to 1 mm thickness and related to the maximum theoret-
ical transparency value for alumina (86% at 840 nm).

and cracks were measured using confocal microscope LEXT OLS
3100 (Olympus, Japan).

3. Results and discussion

Processing of the RE-doped transparent alumina was described
in our previous work [18]. In the present work, one undoped and
four Er3*-doped transparent alumina discs were prepared. The
photograph of transparent alumina discs doped by Er3* in con-
centrations of 0.10, 0.11, 0.125 and 0.15at.% is shown in Fig. 1.
The samples were placed 5 mm above the printed paper. It is evi-
dent that transparency is similar for all samples. The real in-line
transmittance of doped samples was in range 53-56% whereas the
real in-line transmittance of undoped alumina was slightly higher
(60%). Summary of RIT values is given in Table 1. The obtained
RIT values were also recalculated to 1 mm thickness and related
to the maximum theoretical transparency value for alumina (86%
at 840 nm) for easier comparison with literature data [24]. The RIT
of Er3*-doped alumina in the range of 53-59% was already estab-
lished in our previous work [18]. Here it was compared with RIT of
undoped alumina prepared by the same way. The lower RIT value of
doped alumina was expected because the relative high concentra-
tion of the dopant probably exceeded the amount being able to the
segregate at the grain boundaries (e.g. lanthanum grain boundary
solubility limit in alumina was observed at ~200 ppm [25]). There-
fore, the higher content of the dopant then most likely results in
decrease of optical transmittance.

Only few works reported optical transparency of photo- or ther-
moluminiscent alumina doped by Tb [8], Eu [9] and Ce [16]. In
those cases the obtained transparencies were low, suffering from
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Fig. 2. EDX line scan of Al, O and Er elements on the grain boundary of Er>*-doped alumina (0.10 at.% of Er?>*) with TEM detail of microstructure.
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Fig. 3. Vickers hardness (at testing load of 10 N) of transparent alumina samples with different Er3* concentration.

inclusions present as a result of high dopant concentration and the
samples were rather translucent than transparent.

It is well known that transparency of the transparent ceramics
is grain size dependent. However, the MGS of prepared Er3*-doped
transparent alumina exhibited no trend; the MGS was in narrow
range of 0.33-0.35 um (see Table 1) irrespective of dopant con-
centration. The slightly higher MGS of undoped alumina (0.50 j.m)
prepared at the same processing route confirmed grain growth
inhibition (reduced mobility of grain boundaries) due to erbium
presence at the grain boundaries. The segregation of Er3* cations on
the grain boundary was determined by EDX line scan. The EDX line
scan of Al, O and Er elements through the grain boundary of Er3*-
doped alumina (0.10 at.% of Er3*) with TEM detail of microstructure
is showed in Fig. 2. The EDX line scan marked by pink arrow in
detailed TEM micrographs of microstructure proved the presence of
Er3* cations on the grain boundary. The count of Er signal increased

in this place (diamonds line) whereas signal of Al and O (circles and
squares lines) atoms slightly decreased. This situation confirmed
that the amount of dopant was higher than the bulk solubility limit
(solubility in alumina is very low ~10-3 at.% [26]) and the segre-
gation of Er occurs on grain boundaries. Taking into account the
observed values of grain boundary solubility for La and Zr for sim-
ilar alumina microstructures, the amount of added Er very likely
exceeded the grain solubility limit and the secondary phases should
appear at grain boundaries and triple points [25]. Nevertheless,
no secondary phases were observed during SEM and TEM inves-
tigation, which may suggest different (much higher) value of grain
boundary solubility limit for Er or the situation where very homo-
geneous distribution of the dopant results in very small, barely
perceptible inclusions.

The Vickers hardness (at testing load of 10N) of the transpar-
ent alumina samples with different Er3* concentration is shown
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Fig. 4. Dependence of hardness of Er3*-doped alumina (0.15 at.% of Er3*) on the different indentation force [40].

Fig. 5. Fracture surface micrographs of (a) undoped alumina sample and (b) alumina samples doped by 0.15 at.% of Er3*.

in Fig. 3. From the hardness of undoped alumina (26.1 GPa), it is
obvious that the high hardness of all samples is primarily related
to the optimised processing (fine powders — optimised slip cast-
ing — TSS — HIP) leading to improved microstructure rather than
possible hardening effect of erbia (which is anyway present in very
small concentrations). The average hardness of Er3*-doped trans-
parent alumina samples (26.9 GPa) is slightly higher than undoped
one. The hardness of the doped alumina samples varied only in the
interval +0.18 GPa. The improvement of the hardness due to erbia
doping observed also Joshi et al. [27]. They reported 2% increase
in the hardness of erbia doped polycrystalline silicon nitride in
comparison with undoped silicon nitride. This result is in good
agreement with our 3% increase of the hardness. Generally, the
hardness of ceramics is dependent on its porosity and grain size
[28,29]. However, the transparent ceramics contain porosity close
to zero, so the main parameter influencing its hardness is the grain
size. The slight increase of the hardness Er3*-doped transparent
aluminas in contrast to undoped alumina corresponds also with
the Hall-Petch relationship where the hardness increases with the
smaller grains [30]. The second reason of the hardness improve-
ment in Er3*-doped transparent alumina could be solute solution
strengthening mechanism [31]. However, this mechanism is prob-
ably less of importance.

Krell [32,33] pointed out that hardness of polycrystalline alu-
mina strongly depends on the indentation size (load), grain size
and surface preparation. Neglecting of these conditions lead to
the distortion of presented final hardness, especially in compari-
son with literature data. In our case both grain size (see Table 1)

and surface preparation were constant. Therefore, only one sample
of transparent alumina doped by 0.15 at.% of Er3* was selected for
Vickers hardness measurements at different loads. The dependence
of hardness of Er3*-doped alumina on the different indentation
force is shown in Fig. 4. Our results (green circles) are compared
with other authors who worked with polycrystalline (mostly trans-
parent) doped (red triangles) or undoped (blue squares) aluminas.
It is obvious from this comparison that the hardness of prepared
transparent Er3*-doped alumina is very high; higher than the pub-
lished literature data. However, it is important to note that only
hardness reported in works [34-36] was measured in alumina sam-
ples with the similar or lower MGS. The MGS of alumina samples
reported by other authors was in range 0.5-0.8 wm.

The fracture toughness of transparent and/or photoluminiscent
alumina materials is not quite well discussed in literature. The
indentation fracture toughness of Er3*-doped alumina was in range
2.1-2.2MPam'/2, The indentation fracture toughness of undoped
alumina was slightly higher 2.3 MPam!/2. These nearly the same
fracture toughness values were expected because prepared ceram-
ics contained uniform, equiaxed and fine grains [37]. On the other
hand, italso indicates high strength [37]. The similar fracture tough-
ness 2.9 and 3.2 MPam'/2 at undoped and MgO doped alumina were
reported in works Nishiyama et al. [36] and Shen et al. [ 7], respec-
tively. Hesabi et al. [38] provided fracture toughness 4.2 MPam'/2
and completely intergranular character of fracture surface of alu-
mina sintered under optimised TSS regime. Nevertheless, their
sample contained 2% porosity which could lead to reduction in the
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alumina

Fig. 6. Micrographs of cracks at the corners of Vickers indents of undoped alumina
sample and alumina samples doped by 0.10 and 0.15 at.% of Er3*.

crack length by stopping and re-initiation of the crack growth on
the pores.

The micrographs of fracture surfaces of undoped and Er3*-doped
alumina are shown in Fig. 5. The fractographic analysis showed
a higher transgranular character of fracture surface in Er3*-doped
alumina compare to undoped alumina. The observed proportional
fracture is in apparent contradiction with observations in work of
West et al. [39] where detailed study of fracture surfaces of RE-
doped (Yb, Gd, La) and undoped alumina with various MGS was
provided. On the other hand, it should be note that there are a
number of studies with different conclusions, e.g. Rani et al. [37]
reported dominant transgranular fracture of pressureless sintered
Er- and La-doped alumina. Nevertheless, our results reveal that Er
dopant promotes the grain boundary cohesion.

The micrographs of cracks at the corners of Vickers indents of
the undoped alumina and Er3*-doped alumina (0.10 and 0.15 at.%)
are shown in Fig. 6. The crack path in undoped alumina sample was
not as straight as in the case of Er3*-doped samples which proved
predominant intergranular character of fracture and it may explain
slight increase in the fracture toughness of undoped alumina in
comparison with doped one.

4. Conclusion

The optical, microstructural, mechanical and fracture proper-
ties of Er3*-doped transparent and/or photoluminescent alumina
was investigated within this article. The real in-line transmittance
(RIT) of Er3*-doped samples was in range of 55-59% (recalculated
to 1 mm thickness and related to the maximum theoretical trans-
parency value for alumina), which belongs to higher RIT values
in comparison with RITs found in literature. The presence of seg-
regated Er atoms on the grain boundaries was proved by EDX
line scan. Segregation of Er atoms on the grain boundary prob-
ably caused reduction of grain boundaries mobility which led to
decreasing of the mean grain size (0.33-0.35 wm) in comparison
to undoped alumina (0.50 wm). The Vickers hardness of the Er3*-
doped alumina was measured at different loading conditions and
compared with literature. The current results indicates, that pre-
pared transparent and/or photoluminescent Er3*-doped alumina
is one of the hardest material in this category, e.g. the Vick-
ers hardness at 10N loading was 26.9 GPa (average value for all

Er3* concentrations). The fractographic analysis showed a higher
transgranular character of fracture surface in Er3*-doped alumina
compare to undoped alumina which confirms the enhanced grain
boundary cohesion due to Er doping. The indentation fracture
toughness of Er3*-doped alumina was in range 2.1-2.2 MPam!/2,
In conclusion, we reported here processing and properties of
unique material with combination of superior optical, functional
and mechanical properties.
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Abstract:

Hydroxyapatite (HA) and bioglass (BG) ceramics have become of prime importance
in bone tissue engineering. Besides the appropriate composition, the microstructure of bone
replacement plays a crucial role. In the present work, particle composites and functionally
graded material (FGM) based on HA and BG prepared by electrophoretic deposition were
thoroughly characterised in terms of the preparation method, sintering process, phase
composition and microstructure. The sintering was monitored by high-temperature
dilatometry in two directions, the sintering rates were calculated, and the overall sintering
process was discussed. The SEM showed the continuous change in the microstructure of FGM
with gradual interconnected porosity favourable for bio-applications. The fundamental
fractographic analysis proved the crack development in FGM related to the sintering process,
and the recommendations for the reduction of the crack development were given. The phase
transformations during thermal treatment were analysed using X-ray diffraction analysis and
deeply discussed.

Keywords: Hydroxyapatite; Bioglass; Functionally graded material; Sintering;
Microstructure.

1. Introduction

Functionally graded materials (FGMs) are a special kind of composite in which the
material properties vary smoothly and continuously from one surface to the other. The
variation of the properties is attained by the gradual change of the material composition.
FGMs attract great attention today in the materials science and engineering society because
conventional composites do not achieve the necessary properties appropriate for many
challenging applications [1]. FGMs are successfully applied in automobile, military, energy,
machinery, aerospace or medical areas where a continuous chemical and structural change
over the material is demanded [2]. In particular, regarding the medical area, the most
important examples of FGMs are directly located in a human body. Bones or teeth have a
gradual change in their structure and properties.

The most common strategy for hard tissue regeneration after some kind of trauma is
to heal the bone by autograft or allograft. In the case of allograft, the utilisation of synthetic
bioactive material with low risk of immune reaction is a highly discussed topic in the
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literature. Hydroxyapatite (HA) is being considered as a candidate for hard tissue substitution
because of its 65% chemical similarity of the mineral constituent with the natural bone and
excellent biocompatibility, bioactivity and cytocompatibility [3, 4].

Although the biocompatibility of HA is high, it can be improved further. It has been
proposed that the addition of silicon to the apatite structure influences the material in
biological environments [5]. The enhancement of HA bioactivity is due to the substitution of
Si0,* for PO,* ions that affect HA surface chemistry or local bioavailable Si release [6]. The
favourable results of the substitution were reported by several authors [7-9]. Therefore, the
using of Bioglass® (BG) together with HA seems to be justified. Moreover, the addition of
more bioactive BG [10] into HA composite can accelerate its dissolution rate because the
dissolution rate of HA is relatively low [11], corresponding to ionic substitutions into the HA
lattice and crystallinity [12].

Many studies have been made to describe HA/BG composite systems [5, 13-16]. The
authors mainly focused their efforts to show manufacturability, microstructure and properties
of the composites. However, it is hard to maintain the BG in an amorphous structure. The BG
has a high crystallisation ability and it crystallises by a surface crystallisation mechanism, so
that the material is highly crystalline even a low temperature (600-750 °C) [17]. Crystalline
phase may affect its bioactivity and dissolution profile [18, 19]. Therefore, tailoring of
manufacturing method with applied pressure [13, 14, 16] or thermal conditions [13, 14] has to
be done.

Probably for these very reasons, only a few studies are available in the literature
aiming on FGM from HA and BG [20-24]. Most of these studies deal preferably with coatings
instead of bulk material. Moreover, all these works report specific types of multi-layered
functionally graded HA/BG rather than FGM with continuous microstructural change. It is
attributed to the fabrication techniques used, i.e. Spark Plasma Sintering (SPS) [20], plasma
spraying [21, 22], pulsed laser deposition [23] or enamelling technique [24].

Another suitable method for preparation of non-composite [25, 26] or composite
materials (particle [27] and fibre reinforced composites [28] or laminates [29]) including
FGM [27, 30] is electrophoretic deposition (EPD). It is a versatile technique allowing
fabrication of complicated objects from suspensions containing charged ceramic particles
through their movement in an electric field applied between two electrodes. Contrary to
previously mentioned methods, EPD offers the possibility of preparing FGM with continuous
change of composition without any sharp phase interphase. Although, the EPD is widely used
to prepare HA and BG composites [31, 32], but it has not yet been used to fabricate the FGM
from these biomaterials. However, products of electrophoretic deposition are subsequently
processed by conventional sintering, therefore crystallisation of BG in HA/BG composite is
inevitable. Crystallisation of BG could consequently be suppressed by combining EPD with
following SPS or Hot Isostatic Press methods (HIP).

Another challenging issues associated with the HA/BG FGM materials is coefficients
of thermal expansion (CTE) of HA and BG and sintering shrinkage if the prepared green
bodies do not have the same density and undergo phase changes during sintering. In the first
case, the CTE of HA and BG are 15.9 and 9.7 x10° K", respectively, indicating the possible
development of cracks during cooling from the sintering temperature. In the second case, the
structural change during sintering, i.e. variation of grain or pore morphology and size, phase
transformations are accompanied by volume change (a shrinkage). Generally speaking, the
shrinkage of BG is considerably high (60 % at 1050 °C [17]) compared to HA (13 % at 1050
°C [33]), which may lead to crack development in the FGM as well. This situation is very
well documented in the work of Luginina et al. [20]. Therefore, a deep description and
understanding of the sintering process of FGM based on HA and BG are needed.

Present work as the first describes the preparation of bulk FGM based on HA and BG
with continuous phase change using EPD. To accomplish this goal, the various bulk (several
millimetres thick) HA/BG particle composites had to be prepared and evaluated as well. Since
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conventional sintering of the prepared composites was chosen, the article brings original
information about densification, crystallisation of bioglass and phase changes in HA/BG and
FGM composites during sintering determined by high-temperature dilatometry and X-ray
diffraction analysis.

2. Materials and Experimental Procedures

Two commercial powders, i.e. hydroxyapatite (HA, 99,95%, Nanografi
Nanotechnology, Turkey) and bioglass 45S5 (BG, Schott AG, Germany) with mean particle
size of 50 nm and 10 pm, respectively, were used to prepare functionally grade and particle
composite materials as well as standards (pure HA or BG). The fine HA particles were chosen
in order to use the lowest possible sintering temperature. The suspensions designed to prepare
FGM consisted of 15 wt % HA or BG, 0.85 wt % of monochloroacetic acid (Merck,
Germany) and 84.15 wt % of 2-propanol (Lachner, Czech Republic). The suspensions related
to fabrication of the two standards and three particle composites had the same compositions of
ingredients, but the ceramics loads had different weight ratios of powders (HA:BG): 100:0,
75:25, 50:50, 25:75, 0:100. After mixing all components, the suspensions were homogenised
mechanically and ultrasonically for 30 minutes. The electrical conductivity of the suspensions
was measured using a SevenCompact Conductivity S230 conductometer (Mettler Toledo AG,
Switzerland).
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Fig. 1. Scheme of the flow rate of suspension change during fabrication of FGM.

The EPD apparatus was assembled from a glass cell, two stainless steel electrodes
placed in vertical positions with 26 mm distance between them and a stable power source
with applied constant current of 5 mA (current density of 0.27 mA/cm?). The depositions of
the pure ceramics and particle composites were interrupted each 5 minutes and the
suspensions were stirred to avoid a sedimentation of the particles at an electrophoretic cell
bottom (described elsewhere [25, 26, 28]). At the same time, a weight yield on the deposition
electrode was monitored to obtain data about deposition Kinetics required for preparation of
FGM. The deposition time was up to 40 minutes to obtain robust set of kinetic data and thick
enough deposits. Based on that, the FGM could be prepared using the continuous mode of
EPD. The suspension containing only BG was drained continuously from the glass cell, and
the fresh suspension with HA was fed into at the same rate. The flow rate was increased
during the deposition process to respect the evolution of the deposition kinetics given by
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materials change in the suspension, thickness and resistivity of the growing deposit. The
schemes of the EPD apparatus and flow rate during the deposition (23 minutes) are given in
Fig. 1.

The electrodes covered by deposits were allowed to dry in a desiccator for 24 hours at
25 °C. After then the several millimetres thick deposits were removed from electrodes, and
the organic residues were burnt out at 600 °C for 1 hour. The samples were sintered at 1050
°C for 2 hours with heating rate of 10 °C/min, whereas the linear dimensional changes were
recorded using a high-temperature dilatometer L70/1700 (Linseis, Germany) in longitudinal
(parallel with electrode) and transversal (in the direction of deposition) direction. The samples
for longitudinal direction had the shape of the prismatic bar with dimensions (length x width
x thickness): 10x4x1-5 mm. The samples for transversal direction had the shape of a cylinder
with dimensions (diameter x thickness): 5x1-5 mm. The thickness of the measured sample
depended on the thickness of the deposit. The theoretical shrinkage based on the knowledge
of green (pgy) and final (p) densities of the ceramic body was calculated using equation [34]:

,p
Ecalc = 1- ’ %b- (1)

The density and pore size distribution of the samples were determined using the
Archimedes method (EN 623-2) and an automatic pore size analyser (PoreMaster 60,
Quantachrome Instruments, USA) equipped with low (1-340 kPa) and high (0.1-330 MPa)
pressure stations with a measurable range of pores of 0.004-1000 um, respectively. The phase
composition of the samples was determined using X-ray diffraction analysis (XRD,
SmartLab, Rigaku, Japan). Based on the phase compositions, the theoretical density of
individual composites was calculated. The microstructures were observed using a Lyra3
scanning electron microscope (SEM, FEG/FIB, Tescan, Czech Republic).

3. Results and Discussion
3.1 Electrophoretic deposition

To determine a correct manufacturing process for preparation of FGM, the deposition
kinetics of the pure HA and BG ceramics and their mixtures were studied first. Fig. 2a
represents dependence of electrical conductivity on BG amount in the suspension. It is clearly
evident that the electrical conductivity of the suspension increased with the BG amount. The
suspension containing HA powder only had the electrical conductivity of 0.2 uS/cm. The
addition of 25 and 50 wt % of BG in suspensions led to the electrical conductivity increase to
4.8 and 11.5 pS/cm, respectively, which was the highest measured value. The subsequent
increase in BG concentration resulted in the electrical conductivity of the suspensions on the
similar level. This behaviour can be explained in two ways. An adsorption capacity of
individual material compositions in suspensions had a different ability to bind the MCCA
molecules on the surface of ceramic particles and thus cause their dissociation [25]. The
second phenomenon that may have occurred in BG-containing suspensions is slight
dissolution of the BG due to the presence of MCAA because the conductive ion release from
BG occurs significantly faster at lower pH [35].

The electrical conductivity of the suspensions markedly affected the EPD kinetics.
The kinetic curves are given in Fig. 2b. It can be seen from the figure that the fastest
deposition was achieved at the lowest electrical conductivity of the suspension. A high
voltage is generated between the electrodes in suspension with low electrical conductivity,
which causes the particles to move faster. Moreover, this also results in a very rapid depletion
of the ceramic particles from the suspension and the deposition is completed in a relatively
short time. In the extreme case, the deposited particle applied pressure on the surface of the
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already created deposit, which can be separated from the electrode due to the development of
cracks [36, 37]. In our case, HA:BG 100:0 and HA:BG 75:25 depositions had to be
terminated soon, i.e. 10 and 15 minutes. The results described in Fig. 2b also corresponds to
the measured thickness of the deposits, which decreased with increasing electrical
conductivity of the suspension from 5.3 mm (HA:BG 100:0) to 0.9 mm (HA:BG 0:100). It is
clear from the figure that the kinetic curves obtained from suspensions containing HA:BG
50:50 to HA:BG 0:100 are very similar, which corresponds to the measurement of the
electrical conductivity shown in Fig. 2a.
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Fig. 2. Dependence of electrical conductivity on bioglass amount in suspension (a) and
dependence of deposited weight on time of deposition during preparation of pure ceramics
and HA:BG composites (b).

Based on the knowledge of the deposition Kinetics for various HA and BG
compositions it was possible to estimate an increment of ceramic deposit on the electrode
(described in detail for different materials in [29]) and subsequently adjust the correct flow
rate of the suspension during the preparation of FGM.

3.2 Physical properties of green bodies

The dependence of relative density on BG amount in the pure and composite green
bodies is shown in Fig. 3a and Table I. The relative density increased with concentration of
the BG in the HA structure from 25.8 % t.d. up to 47.5 % t.d. It is evident that the value of the
relative density was affected mainly by the value of the electrical conductivity of the
suspensions from which the pure HA and BG ceramics and HA:BG composites were prepared
(see Fig. 2a). The higher values of the electrical conductivity in the suspensions led to the
slower deposition rates resulting to better arrangement of ceramic particles to the most
advantageous positions in the deposit, thereby increasing the density of the samples [38].
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Tab. I Summary of relative densities and shrinkages of HA:BG composite and FGM samples
measured in longitudinal (L) and transversal (T) directions.

Relative density (%) Shrinkage (%)
Sample Pap PL pr . . . .
(at 600 °C)  (at 1050 °C) (at 1050 °C) L cale L T calc T
100:0  25.8+0.1 38.1+0.1 37.9+0.2 12.2 14.2 120 161
7525  36.70.1 50.7 0.0 48.9 0.2 10.2 16.4 9.1 221
50:50  44.0%0.1 54.0 +0.1 54.0 +0.1 6.6 19.1 6.6 242
25:75  435%0.1 95.0 0.3 92.140.7 22.9 32.6 22.1 386
0:100 47501 92.7 +0.4 91.4 0.6 20.0 59.0 196 677
FGM - - - - 21.2 - 38.9

Green density of the samples did not change linearly with concentration. An
explanation could be the different size of the HA and BG particles causing different porosity
of deposits, whereby the small HA particles could fill the large pores between the big BG
particles and thus reduce the overall porosity of the composite. The pore size distribution of
these samples is displayed in Fig. 3b. The pure HA ceramic sample (HA:BG 100:0) showed a
trimodal pore distribution with most frequent pore sizes of 0.04, 0.08 and 0.16 um. As the
content of the BG in the HA increased, the most frequent pore sizes increased as well. The
HA:BG 75:25 composite also showed a trimodal pore size distribution with most frequent
pore sizes of 0.03, 0.13 and 0.25 pm. Bimodal pore size distributions with most frequent pore
sizes 0f 0.15, 0.21 um and 0.19, 0.36 pum were measured for HA:BG 50:50 and HA:BG 25:75
samples, respectively. The measurement of HA:BG 0:100 pure ceramics showed an unimodal
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pore size distribution with most frequent pore size of 1.21 pum. In contrast to the pure and
composite materials, a broad distribution of pores in FGM was determined. This result can be
expected as a superposition of performed measurements on the aforementioned samples. The
broad size distribution in FGM may imply significant influence on physical, microstructural
and mechanical (not studied here) properties.

3.3 Dilatometric evaluation

The sintering shrinkage (¢) of standards, HA:BG composites and FGM, measured in
the longitudinal direction, is shown in Fig. 4a. An enormous difference can be seen between
sintering shrinkage of pure HA (HA:BG 100:0 sample) and BG (HA:BG 0:100 sample) in
both longitudinal and transversal directions. The temperature 1050 °C was selected not to
exceed the melting point of the BG. At this temperature, the shrinkage of the BG in
longitudinal direction was 59.0 %. A very similar result was reported before in the work of
Bretcanu et al. [17]. Table I shows the calculated shrinkage values using Eqg. 1. It should be
noted that this equation is valid for isotropic shrinkage. Despite the obvious anisotropy of the
studied materials, the calculation was performed in individual directions in order to
demonstrate the contribution of more than one process to shrinkage. The calculated sintering
shrinkage for pure BG is 20.0 % (see Table I) indicating the existence of more internal
processes during thermal treatment including first and second glass transition, glass in glass
phase separation and crystallisation processes [39, 40]. It is clear from the Table 1 that these
processes were applied in all studied materials. Contrary to BG, the shrinkage of the HA was
only 14.2 % as a consequence of the low sintering temperature and the low value of green
body density. The shrinkage curve of the FGM was close to the measured HA:BG 50:50
composite with similar final shrinkages of 19.1 % and 21.2 %, as could be expected for
correctly designed FMG.
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Fig. 4. Linear shrinkage of standards, HA:BG composites and FGM in (a) longitudinal and
(b) transversal direction; sintering rate of standards, HA:BG composites and FGM in (c)
longitudinal and (d) transversal direction.
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The sintering shrinkage of standards, HA:BG composites and FGM, measured in
transversal direction, is shown in Fig. 4b. It can be seen from Fig. 4b and Table 1 that
shrinkage is slightly higher in the transversal direction than in the longitudinal direction for all
measured samples. The visibly different sintering shrinkages in the longitudinal and
transversal directions compared with density values in Table I, more evident in samples
containing the BG, indicate sintering shrinkage anisotropy. The preferential packing of
particles during EPD causes probably this phenomenon [41]. Concerning EPD, a similar
behaviour was observed recently for the sintering characterisation of deposited alumina [42].
The explanation is strengthened by the fact that higher anisotropy was observed for big non-
spherical BG particles.

The two significant sintering steps are often identified during sintering of the pure BG
up to 1050 °C. The first densification step is seen to start at 530 °C (T1) and to end at 620 °C
(T2), while the second densification step starts at 850 °C (T3), followed by a slight inflexion
at 1000 °C attributed to a softening point when viscous flow starts [17]. Contrary to the
literature data, our investigations for the same heating rate (10 °C/min) in longitudinal
direction showed slight temperature deviations at the beginnings of the densifications steps
and their shifting with composition change. The first densification step for HA:BG 100:0
sample started at 490 °C (T1) and ended at 610 °C (T2), while the second densification step
started at 770 °C (T3). The shrinkage during the first step was 7.0 %. It should be noted that
no inflexion was observed. The typical sharp sintering steps were also observed in HA:BG
25:75 sample, but the beginnings of the steps were recorded at higher temperatures, i.e. T1
was 505 °C, T2 was 620 °C, and the second densification step started at 900 °C with reduced
shrinkage of 2.2 % in the first step. Higher content of the HA in the HA:BG 50:50 sample
eliminated sharpness of typical plateau (between T2 and T3). In this sample, the densification
started at 550 °C, followed by smooth curve descent with substantial bend at 990 °C. The
record of HA:BG 75:25 sample shows no plateau with identified densification temperature at
590 °C. The curve of pure HA is smoothly descending as can be expected for this material
with beginning of the densification at 640 °C. However, it is clear from this result that the
second sintering phase did not develop for pure HA, which was mainly due to the low green
body density and low sintering temperature.

The situation for the samples measured in transversal direction was similar to the
longitudinal direction. In sample HA:BG 0:100, the first step started at 520 °C and ended at
700 °C. The shrinkage of 21.2 % during this step was much higher when compared to the
longitudinal direction. The second densification step started at 790 °C. The beginning of
densification of HA:BG 25:75 sample was determined at 530 °C, and the end of the first step
was recorded at 640 °C accompanied by shrinkage of 2.8 %. The T3 was 900 °C. From this
point of view, the densification in HA:BG 50:50 and HA:BG 75:25 samples began at
temperatures about 10°C higher than those measured in longitudinal direction and HA:BG
100:0 sample revealed no change. To conclude, the higher HA content shifts the starts and
ends of the individual sintering steps of BG to higher temperatures and reduces the typical
plateau.

The derivate plot vs the temperature for longitudinal and transversal directions is
given in Fig. 4c and Fig. 4d, respectively. It was found that the sintering rates of individual
materials are similar in both directions. The sintering shrinkage rate of HA:BG 100:0 sample
began to increase at 640 °C. The curve had no visible maximum. Such a situation is expected
because the maximum densification rate occurs at 1080 °C, as Palard et al. [43] reported for
pure HA having an analogous surface area. Moreover, this fact is reflected in all plots of
measured samples containing HA, where no primary maxima of sintering rates were
observed. Therefore, for samples HA:BG 75:25, HA:BG 50:50 and HA:BG 25:75, the only
secondary maxima around 670 °C, 600 °C and 590 °C attributed to the first densification step
of BG accompanied by its phase transformation were obtained, respectively. The pure BG
sample (HA:BG 0:100) reached the secondary maxima of the densification rate at around
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585 °C. Moreover, one more maximum at 650 °C is present in the transversal direction (see
Fig. 4d), probably corresponding to the small inflexion visible on the shrinkage curve in Fig.
5b. The FGM started to shrink at 600 °C without distinct primary maximum and one
measurable secondary maximum at 815 °C in the transversal direction. Based on the results, it
is evident that BG accelerated the sintering rate in the composite materials.

© Cay(PO,),(OH)

Intensity (a.u.)

20 25 30 35 40 45 50 55 80 65 70
26 (°)

Fig. 5. X-ray diffraction patterns of HA and BG powders.

3.4 XRD analysis

Fig. 5 shows diffraction patterns of commercial HA and BG powders. The red line is
a typical pattern for amorphous bioglass with a single flat peak 26 = 32 ° and other types of
glass [44, 45]. The measurement is in good agreement with previously published data [17,
40]. On the contrary, the hydroxyapatite powder exhibited sharp, well-defined peaks, patently
indicating the high crystallinity [46]. No secondary phases or impurities were detected during
both analyses.
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Fig. 6. X-ray diffraction patterns of standards and HA:BG composites
annealed at 600 °C.
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Further XRD analyses were performed only within standard and composite materials;
analysis of FGM was not done for apparent reason. The XRD analyses of standard and
composite samples annealed at 600 °C are plotted in Fig. 6. In the pure BG sample, the
amorphous structure was completely transformed to a crystalline one, whereas combeite
(NayCa,Si30g) was identified as a dominant phase at the annealing temperature. Additionally,
one single peak of the secondary phase identified as silicorhenanite (Na,Cas(PO,),Si0,) was
found. Surprisingly, this secondary phase is usually observed at higher temperatures (800 —
950 °C) [17, 47], and it is considered as a sintering aid because it significantly enhances the
sinterability of hydroxyapatite at 1000 °C [48]. It should be noted that many authors identified
Na,CaSi,Os phase as the main phase rather than Na,Ca,Siz;Og phase because of better
agreement between measured diffraction patterns and calculated ones by the Rietveld
refinement method [39, 47, 49, 50]. When BG is mixed with HA (HA:BG 25:75), the pattern
shows mainly Cas(PO,)3(OH) (hydroxyapatite) crystalline phase with secondary phase
identified as B-rhenanite (B-NaCaPO,) and minority phase of Na,Ca,SizOq. Hydroxyapatite is
a non-stoichiometric compound that accepts many substituting ions in its unit cell [51].
Therefore, it can be assumed that the hydroxyapatite was partially substituted by present ions,
such as Na* or Si**, even at this low temperature. In the case of the secondary phase, it is well
known that the crystalline phase B-rhenanite exhibits high biocompatibility and bioactivity
[48, 52, 53]. The further increasing of the HA content in the composite structure (samples
HA:BG 50:50 and HA:BG 75:25) resulted in lower or even negligible content of secondary
phases. In the case of HA sample (HA:BG 100:0), the only detected phase was
Cas(PO,)3(OH).
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Fig. 7. X-ray diffraction patterns of standards and HA:BG composites
sintered at 1050 °C.

The XRD analysis of standards and composite samples sintered at 1050 °C is shown
in Fig. 7. The difference between annealed and sintered HA:BG 0:100 sample was in the
more complex crystalline phase structure. The major phase was still identified as combeite,
but more peaks of silicorhenanite appeared. This result was published many times, and thus it
is not surprising [17, 54, 55]. On the other hand, the many published papers ignore the
presence of B-rhenanite that was identified in the structure as well. When the HA:BG 25:75
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composite is sintered at 1050 °C, no peaks corresponding to hydroxyapatite were detected.
The structure was composed of combeite and more significant quantity of B-rhenanite as a
product of the chemical reaction between HA and BG [52]. The phase composition of HA:BG
50:50 included p-rhenanite, combeite, P-wollastonite and hydroxyapatite phases. The
hydroxyapatite was a dominant phase in HA:BG 75:25 composite, and several peaks of -
rhenanite and combeite were also identified. The structure of HA (HA:BG 100:0) contained
beside Cas(PO,)3(OH) phase also B-Caz(PO,), (TCP) phase, which is not usual at such low
temperature [56-58]. Cihlar et al. [59] determined that hydroxyapatite decomposes to
tricalcium phosphate at a temperature above 1200 °C. The explanation of this behaviour is in
nanoparticle size of HA, which probably accelerated decomposition to TCP [60, 61].

3.5 Microstructure

The microstructure of composite samples was examined on the fracture surfaces, see
Fig. 8. Fig. 8a shows microstructures of HA:BG 100:0 where small grain size and open
porosity were observed. The considerable porosity can be expected because the closing of
pores in HA occurs at a relative density higher than 90 % [62] that was not reached by the
used sintering temperature, see Table 1. When the BG was incorporated into the composite
(sample HA:BG 75:25 in Fig. 8b), the pores were still interconnected, but the detailed inset
shows an increase in the grain size. Such growth is more evident in Fig. 8c, where the
microstructure of HA:BG 50:50 is given. Moreover, a gradual decrease in the volume of pores
at the expense of their size is clearly visible because of bigger BG particles and promoted the
densification process [48]. This fact is quite well documented in other microstructures of
HA:BG 25:75 and HA:BG 0:100 samples in Fig. 8d and Fig. 8e, respectively.

Fig. 8. Fracture surface micrographs of standards and particle composites sintered at 1050 °C:
a) HA:BG 100:0, b) HA:BG 75:25, ¢) HA:BG 50:50, d) HA:BG 25:75 and e) HA:BG 0:100.

The microstructure of the prepared FGM is shown in Fig. 9a. The sample had a
visually continuous change in the microstructure. In order to examine a microstructure
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evolution during the preparation of FGM, several places were investigated; the marks in the
FGM correspond with detailed images in Fig. 9b-f. The closer inspection of detailed
microstructures indicated a perfect agreement with microstructures presented in Fig. 8, which
proves that the FGM with continuous microstructural and chemical change was prepared.

The microstructure without presence of cracks is provided. However, more than one
sample was sintered during experiments, and some cracks in transversal or even longitudinal
directions were observed occasionally. The longitudinal cracks are most likely caused by too
large difference in the shrinkage of the basic materials observed by dilatometric
measurements. Related to this, the samples' bending was observed, which probably caused
transversal cracks located mainly in the HA rich microstructures. The transversal cracks are
often reported as inauspicious results of the material composition at other fabrication methods
[20]. To reduce or suppress the crack development, the pure BG layer in the FGM should be
thinner, or the final material composition of the FGM should be HA:BG 25:75. On the other
hand, the visible crack bridging in Fig. 9a (see white arrows) suggests higher fracture
toughness, which is beneficial for this composite material.

Fig. 9. Fracture surface micrographs of FGM sintered at 1050 °C; a) overall view with
marked places corresponding to b) HA:BG 100:0, c) HA:BG 75:25, d) HA:BG 50:50, €)
HA:BG 25:75, f) HA:BG 0:100 microstructures.

Therefore, the obtained microstructures of standards, composites and FGM are
interesting from a fractographic point of view. The images of the HA rich microstructures
show numerous fine ceramic grains connected to their neighbours by thin necks. The crack
propagating through these necks caused their decohesion, and completely intergranular
fracture-mode occurred. Contrary, the fracture-mode with increasing content of the BG in the
microstructure was changed entirely, i.e. transgranular fracture was observed only. A fracture-
mode transition from intergranular to transgranular fracture could be attributed to
significantly different porosity found in the microstructures. Our conclusion is supported by
works of Deng et al. [63] or later Pecqueux et al. [64], who reported that this phenomenon
occurs during the transition from higher-porous to lower-porous microstructure.
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4. Conclusion

In this paper, the particle composites and functionally graded bulk materials (FGM)
based on hydroxyapatite (HA) and bioglass (BG) were studied. First, the kinetics of
electrophoretic deposition from variously concentrated suspensions was studied that allowed
the preparation of FGM. The key parameter of electrophoretic deposition affecting particle
arrangement in deposits and, thus, their green density was identified. The sintering process
was evaluated by high-temperature dilatometry in the longitudinal and transversal orientation
of the samples. It was found that there exists an enormous difference between the sintering
shrinkage of pure HA (14.2 %) and BG (59.0 %). The gradual change in shrinkage was
observed related to composition change in composites. The higher content of HA in
composite shifts the starts and ends of the individual sintering steps to higher temperatures
and reduces the typical plateau. The shrinkage curve of the FGM in the longitudinal direction
was close to the measured HA:BG 50:50 composite what indicated correctly designed FMG.
The different sintering shrinkages obtained in longitudinal and transversal directions have
been attributed to the sintering shrinkage anisotropy originating from ceramic particles'
preferential packing during EPD. The sintering shrinkage rate of all samples was calculated.
The microstructural inspection of the samples showed interconnected porosity that is
favourable for bio-applications and confirmed the continuous material change in FGM. The
porosity was also gradually changed in dependence on the corresponding composition. The
fractographic analysis of FGM showed that the porosity completely changed the fracture
mode from intergranular to transgranular when the material transition from HA to BG
occurred. To reduce or suppress the crack development, the pure BG layer in the FGM should
be thinner, or the final material composition of the FGM should be HA:BG 25:75, or the
preparation route for HA particles must be optimised to provide green bodies with higher
density. The X-ray diffraction analyses revealed a fully crystalline structure of all prepared
materials changing significantly depending on the starting composition. The phase evolution
during changing material composition and dependence on temperature was deeply evaluated.
For further experiments, the crystallisation of BG, BG rich particle composites and FGM
could consequently be suppressed by combining EPD with following pressure assisted
sintering method, e.g. SPS or HIP.
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Presented article summarises preparation of fibre reinforced alumina and alumina laminates containing
zirconia micro-fibres. Electrophoretic deposition was performed from concentrated isopropanolic sus-
pensions stabilised by monochloracetic acid containing mixture of alumina powder and certain amount
of zirconia micro-fibres. A method for in-situ monitoring the deposition of alumina and zirconia micro-
fibres mass was applied to control deposition kinetics. Two different approaches for composite deposition
were applied: (i) electrophoretic deposition of powders mixture and (ii) electrophoretic co-deposition
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Zirconia laminates reinforced with zirconia fibres were prepared. The co-deposition of ceramic micro-fibres and
Fibres powder led to the preparation of microstructures having unique orthogonal fracture properties. Devel-
Fibre reinforcement oped laminate with layers created by zirconia micro-fibres in the alumina matrix seems to be the most
Laminates promising. This type of material exhibited potential of the crack trapping and deflection even when very

small amount of micro-fibres was used.

© 2015 Elsevier Ltd. All rights reserved.

1. Introduction

Ceramic based composite materials can be prepared by vari-
ety of approaches; however, the common challenge is to minimize
the defects size produced during processing. The reason is that the
main mechanical properties are somehow connected to both the
fracture toughness and the flaw size distribution. Therefore, the
minimization of the defect size created during processing is one
way how to enhance the mechanical properties of the material.
The second approach uses enhancement of the fracture toughness
of given material by application of suitable reinforcement [1]. The
most effective is the incorporation of long fibres to the brittle matrix
when the number of toughening mechanisms is acting simulta-
neously [2,3].

Colloidal routes are widely used due to their relative simplicity
and the ability to reduce critical flaw size and possibility to com-
bine different initial materials. The electrophoretic deposition is
one of colloidal processing methods with proven ability to fab-
ricate sophisticated structures based on combination of various
ceramic materials [4-9]. The preparation of long fibres or fab-
ric reinforced composites by the impregnation technique using
electrophoretic route was already proven [10-13]. Preparation of
particulate composite materials using mixture of various powders

* Corresponding author.
E-mail address: hadraba@ipm.cz (H. Hadraba).

http://dx.doi.org/10.1016/j.jeurceramsoc.2015.07.031
0955-2219/© 2015 Elsevier Ltd. All rights reserved.

was also demonstrated by many authors [14-17]. Laminates as the
special case of composites can be also prepared even thou selected
layers can have composite structure to enhance their mechan-
ical properties [18-24]. The electrophoretic deposition kinetic
in such cases become more complicated and its knowledge is
essential. Recently, thanks to advances in understanding of pro-
cesses influencing the kinetics of electrophoretic deposition the
tailored laminates with perfect and strong interfaces between lay-
ers with precise thickness management were prepared [25,26]. The
mechanical properties of such layered structures can be designed
based on numerical predictions [27,28]. To achieve such extraor-
dinary mechanical properties the development of high internal
stresses during material processing especially due to CTE’s mis-
match and/or phase transformation is utilised [29-35]. The systems
combining alumina and zirconia are mainly used in such cases. The
relatively high content of zirconia used in such composites affects
negatively selected properties, mainly the wear resistance, chemi-
cal resistance and last but not least the overall composite weight.
This contribution is coming with the idea to prepare compos-
ites using zirconia micro-fibres incorporated in relatively small
amounts into the alumina matrix. Two arrangements were inves-
tigated the volume composites and laminates with thin layers
containing micro-fibres. The positive effect of micro-fibres can be
seen in (i) suppressing of drying defects in the green body stage
before sintering and (ii) enhancement of the fracture resistance
of sintered body. The co-deposition of zirconia micro-fibres and
alumina powder with the targeted final creation of homogenous
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Fig. 1. Micrographs of alumina powder (left) and zirconia micro-fibres (right) used for EPD.

crack free ceramic material using EPD is unexplored field from the
processing, microstructure and as well as mechanical properties
point of view. The deposition kinetics of EPD powder and micro-
fibre co-deposition will be described in the relation to the route of
suspension preparation. The effects to the final microstructure will
be also demonstrated.

2. Experimental methods

Micrographs of alumina powders and zirconia micro-fibres
used in this work are provided in Fig. 1. Alumina powder
(HP-DBM, Baikowski) with the particle size 80-900nm was
used (mean particle size of alumina powder was 470 nm). The
tetragonal zirconia micro-fibres (Pardam Nanotechnology) pre-
pared by electro-spinning method having diameter from 100 nm
to 500 nm and length of hundreds of micrometres were used as
reinforcing phase. Dispersion medium used for suspensions prepa-
ration was isopropanol (p.a., Onex). Monochloroacetic acid (99%,
SigmaAldrich) was added to suspensions as a stabilization and dis-
persion aid. Suspensions used for electrophoretic deposition were
prepared by mixing of 15 wt.% of solid content (mixture of 99 wt.%
of alumina and 1wt.% of zirconia micro-fibres) with 12.75wt.%
of monochloracetic acid and 72.25 wt.% of isopropanol. Two ways
of suspension preparation were elaborated. In the first one mix-
ture of alumina powder and zirconia micro-fibres was prepared
by ball milling in isopropanol and subsequent drying of powder
in air atmosphere (denoted as “pre-milled powder”). A stainless
steel milling vial and zirconia balls were used. The ball-milling was
performed for 15min, 2 h, 4h and 6 h in a planetary ball mill (Pul-
verisette, Fritsch). Suspensions for electrophoretic deposition using
pre-milled powder were homogenized by mechanical mixing. The
other way of suspension preparation consisted of intensive son-
ication of entire suspension (denoted as “sonicated suspension”).
The sonication was performed for 15 min, 2h, 4h and 6 h in ultra-
sonic bath (S60, Elma). Zirconia reinforced alumina composites
were prepared by several consecutive depositions with suspension
containing 99 wt.% of alumina and 1 wt.% of zirconia micro-fibres,
between which the suspension was stirred. Each partial deposition
consumed 5min and the total deposition time was 40 min. Alu-
mina laminate consisted of 30 alumina layers of thickness 50 um
separated by thin zirconia micro-fibre layers. Such material was
prepared by interrupted electrophoretic deposition, i.e., several
consecutive depositions, alternately with the suspension contain-
ing 100 wt.% of alumina and with suspension containing 75 wt.%
of alumina and 25 wt.% of zirconia micro-fibres, respectively. The

total deposition time of layered composite materials was 35 min.
Electrophoretic deposition was performed in electrophoretic cell
with two vertical stainless steel electrodes. The details of used
deposition technique were described elsewhere earlier [5,17,25].
Subsequently, the deposits were calcined (800°C/1h; heating
rate+2°C/min) and sintered (1500 °C/2 h; heating rate +5 °C/min)
in air atmosphere. Density of the green (calcined) and sintered
deposits was determined by Archimedes’ method using high purity
deionised water according to EN 623-2 standard. The green sam-
ples were soaked with high purity deionised water using a vacuum
chamber before measurement for determination of the green den-
sity. Characterisation of the microstructure was conducted on
the polished cross-sections prepared via standard ceramographic
approaches using diamond suspension down to 1 wm grain size.
Microstructure of composites was observed using a scanning elec-
tron microscopy (LYRA 3 XMU FEG/SEM, Tescan). Amount and
area of micro-fibres embedded inside the deposits were ana-
lysed using an images analysis (Image] software) on the polished
cross-sections. Each cumulative micro-fibre area curve was con-
structed for given composite material as a result of conducted
analysis on 6 micrographs taken at different places over whole
thickness of the composite. The cracks were introduced by appli-
cation of Vickers indenter at load of 5kg using a ZWICK Z2.5
testing machine equipped with instrumented micro hardness head
ZHUO.2 (Zwick/Roell). The indents and indentations cracks length
were measured using a laser confocal microscope Olympus LEXT
OLS3100 (Olympus. Japan). The indentation fracture toughness
Kic [MPam'/2] was calculated separately for each direction (i.e.,
X-direction characterise the deposition plane and Y-direction char-
acterise the deposition direction on the prepared cross-sections)
using following equation [36]:

K=«

(1)

o~
|w| ~

c2

where a [-] is calibration factor equal to 0.018, P [N] is the inden-
tation load, c [m] is the crack length, E [MPa] elastic moduli and
H [MPa] Vickers hardness. The indentation fracture toughness Y/X
ratio between deposition direction and deposition plane was cal-
culated to determine the level of anisotropy introduced in to the
material by processing and by the micro-fibres arrangement.

3. Results and discussion

The tetragonal zirconia micro-fibres used for composites fab-
rication were forming bundles of fibres with length of hundreds
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Fig. 3. Dependence of density (left) and porosity volume fraction (right) of alumina deposits on the time of treatment.

of micrometres. To obtain a good dispersion of the micro-fibres
in the alumina suspension and in the final deposits, application of
proper dispersing process was necessary. A ball milling and sonica-
tion of fibres suspended into liquid were used for fibres separation
and broken up. The effect of used process of zirconia micro-fibres
size reduction was observed by image analysis on micrographs of
final microstructure. Cumulative zirconia fibre size (broken micro-
fibres) in term of fibre area is given in Fig. 2 left. During ball-milling
the fibres were broken and with increasing time of ball-milling zir-
conia micro-fibre size decreases and reached stable optimum after
4h (see Fig. 2 right). During sonication of suspension the fibres
were just separated from bundles and no reduction of fibre size
was observed even with increasing sonication time (see Fig. 2).
Green and fired densities of zirconia micro-fibres reinforced
alumina composites prepared are givenin Fig. 3 left. The green den-
sities of deposits decreased slightly with time of powder milling
or suspension sonication. Decrease of green densities was caused
particularly by increase in amount of open porosity (see Fig. 3
right). The amount of porosity captured between particles (closed
porosity) remained constant for all deposits prepared and was not
affected by time of powder and suspension treatment, respectively.
Evolution of deposited layer on the electrode during elec-
trophoretic deposition was monitored by weighing of whole
electrode in 5 min intervals between consecutive depositions with
one suspension. Obtained mass represents the mass of deposit mge,
[g] consisting of the mass of deposited ceramics mcer [g] and the
mass of liquid phase my;q [g] captured in the pores between ceram-
ics particles. Equation describing mass of deposited ceramics mcer

[g] as a function of mass of whole wet deposit mgep, [g] containing
suspension media having density pj;q [g cm~3], density of deposited
ceramics peer [gcm~3] and relative density of deposited ceramics
body pyei_g [% t.d.] was derived in previous work [25]:

Mgep

()

Prel-g

Time evolution of deposit mass mcer [g], obtained by direct mass
weighing method are represented by symbols in Fig. 4 left. From
Fig. 4 it is evident, that deposition rate was almost constant and
almost no influence of treatment time was observed. Efficiency of
deposition can be represented as relative deposited mass defined
as a ratio between final mass of dried deposit mcer [g], and mass of
ceramics powder placed between electrodes inside the suspension
mg [g]. The dependence of relative deposited mass of all suspen-
sions prepared is given in Fig. 4 right. The efficiency of deposition
from suspensions prepared from pre-milled powder was compa-
rable with the efficiency of deposition for pure alumina [5,25] and
varied just slightly with time of powder treatment. The efficiency
of electrophoretic co-deposition (and thus deposition rate) from
sonicated suspensions increased with time of suspension sonica-
tion from 76% for 15min to 84% for 4h of sonication and then
decreased to 76% for 6 h of sonication. The observed difference in
deposition efficiency from sonicated suspensions can be explained
by presence of stabiliser (monochloracetic acid) during sonication
of suspension.

Mcer = o (2)
iq
Pcer

1+




368 H. Hadraba et al. / Journal of the European Ceramic Society 36 (2016) 365-371

12.0

3 mp=11.4g-
110 I SONICATED SUSPENSION
100 + e 15min
——-EF-- 2h
—-A--4h

o 6h

9.0

©
=]

7.0

6.0 .

5.0

4.0

deposited mass m,,, [g]

30
2.0

1.0

0.0

35 40
time t [min]

90

[*]
v
T

sonicated suspension

. +

pre-milled powder

relative deposited mass [%]
2]
o

~
v
T

..... 4 pre-milled powder
..... - sonicated suspension

70 N L s s s s N L N L N L
0 1 2 3 4 5 6 7

treatment time t [h]

Fig. 4. Time dependence of the composite deposit weight (left) and dependence of relative deposited mass on tretament time (right).

170

165

T

160

155

150

T T

145

voltage U [V)

140

135

130

125 C 1 1 1 1 1 L 1
0 5 10 15 20 25 30 35 40

time t [min]

36
34 pre-milled powder
S *
S 2 4
3 32 -
<
=
o
2 30
[
j=%
w
@
oo T
5
s L T "
26
g sonicated suspension
§ - pre-milled powder
24 | W sonicated suspension
22 | | 1 1 1 .
0 1 2 3 4 5 6 7

treatment time t [h]

Fig. 5. Voltage course during electrophoretic depostion from ball-milled suspensions (left) and dependence of initial resistance of suspension on tretament time (right).

The kinetics of electrophoretic deposition, i.e., time dependence
of deposited mass m(t) [g] in constant-current regime, is theoreti-
cally described by Zhang'’s equation [25]:

m(t)=mg x (14‘“7”) (3)

where mg [g] is starting amount of solid phase (ceramic pow-
der) in the suspension, i [m2V~1s-1] is electrophoretic mobility
of particles in the suspension, E [Vm~!] is intensity of applied
electric field and d [m] is distance between electrodes immersed
to the suspension. Predictions of kinetic curves for mg=11.4g,
w=0205m2V-1s-1, d=26mm and real voltage between elec-
trodes monitored during deposition are given by lines in Fig. 4 left.
The perfect coincidence of deposited mass measured and calculated
by using Eq. (2) with prediction according to the Eq. (3) is evident.

Precise monitoring of voltage course during deposition is cru-
cial point for the electrophoretic deposition kinetics prediction.
Except electric field intensity E [V m~!] all quantities entering Eq.
(3) remains constant. It means that the rate of electrophoretic
deposition is controlled by voltage applied between electrodes.
Voltage U[V] applied between electrodes immersed into suspen-
sion is proportional to electric current I [A] and resistance R
[€2]. During electrophoretic deposition, the voltage is redistributed
between deposit and suspension having magnitude proportional to

resistance of suspension Rsusp [£2] and resistance of deposit Rgep
[€2], respectively:

U=RxI= (Rsusp +Raep) x I =Rsusp x I, fort =0 (4)

Insulating ceramic layer grows on the electrode and thus, the
resistance of deposit increases during deposition. In the case of sus-
pensions stabilised by monochloracetic acid the increase of deposit
resistance is balanced by increase of suspension resistance [25]. Just
slight change of voltage applied between electrodes during deposi-
tion was monitored (see Fig. 5 left). The velocity of particles moving
to the depositing electrode is proportional to the voltage applied
between electrodes. Small change of voltage during electrophoretic
deposition led to uniform particles settling onto electrode. Deposit
obtained by this process exhibits uniform density and homogeneity
over whole thickness [25].

Voltage course during electrophoretic deposition using pre-
milled powders and sonicated suspension is given in Fig. 5 left. It is
evident, that initial voltage (for t = 0) decreases with increasing time
of suspension sonication. The decrease of initial voltage was caused
by increase of conductivity of suspension due to sonication. In the
case of suspensions prepared from pre-milled powders no substan-
tial change of initial conductivity of suspension was observed and
thus voltage course during deposition was almost identical. In the
beginning of deposition no film is grown onto the electrode and
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Fig. 6. Microstructure of zirconia micro-fibre reinforced alumina prepared from powder pre-milled for 4 h (left) and from suspension sonicated for 4 h (right).
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Fig. 7. Dependence of the average indentation fracture toughness values (left) and Y/X ratio of the indentation fracture toughness (right) on the material composition.

resistivity of all system is proportional just to the suspension resis-
tance Rsusp [€2]. Dependence of resistance of suspension Rsusp on
time of powder or suspension treatment is given in Fig. 5 right.
The pre-milled powders consisted of alumina particles and zirconia
fibres separated from bundles during ball-milling. The resistance of
suspension prepared from pre-milled powders was constant. The
sonicated suspensions consisted of separated alumina and zirco-
nia micro-fibres. The resistance of sonicated suspensions decreased
with time of suspension treatment as a consequence of increased
amount of zirconia micro-fibres separated from bundles serving as
a charge carrier.

Micrographs of the microstructure of micro-fibre reinforced
alumina prepared are given in Fig. 6. Composites with randomly
oriented micro-fibres inside the alumina matrix were prepared by
deposition using pre-milled and then dried powder (see Fig. 6 left).
Microstructure of composites prepared by co-deposition of alu-
mina particles and zirconia micro-fibres from sonicated suspension
consisted of zirconia fibres arranged parallel to the depositing elec-
trode. Sonication of suspension minimised damage of micro-fibres
during dispersion process comparing to composites prepared from
pre-milled suspensions (compare microstructures in Fig. 6). During
ball-milling, the zirconia micro-fibres were separated from bundles
and broken up during milling to smaller parts (compare Fig. 6 right
and Fig. 2 right).

Fracture resistance of composite materials prepared was char-
acterised by analysis of indentation cracks created from corners
of Vickers indents. The ball milling time affects the microstruc-
ture texture what is hardly detectable from the average indentation
fracture toughness values (see Fig. 7 left). From the ratio between
indentation fracture toughness of both directions it is evident that

the composite materials prepared from pre-milled powders shows
symmetric (isotropic) behaviour as a consequence of randomly
oriented zirconia micro-fibres (see Fig. 7 right). The significant
anisotropy in fracture behaviour was observed when sonication
was applied. The reinforcing effect of micro-fibres in these mate-
rials can’t be responsible for such high level of anisotropy. The
main reason was weakening of the material in the deposition
plane direction, i.e., the indentation fracture toughness values in
this direction were only 50% of the indentation fracture toughness
observed in the deposition direction (see drop in average indenta-
tion fracture toughness in Fig. 7 left). It is evident that sonication
affects the properties of deposits although the deposition kinetics
didn’t showed any abnormalities. From this point of view the soni-
cated suspensions are not suitable for preparation of more complex
bulk materials. The most preferable results showed materials from
pre-milled powders which exhibit isotropic microstructure and
fracture behaviour. On the other hand observed anisotropy for
sonicated suspensions can be beneficial when higher amount of
micro-fibres is used.

An example of typical crack patterns obtained for both the
composite material prepared from suspensions using pre-milled
powder and the laminate using similar conditions consisting of
cracks initiating from the indent corners is shown in Fig. 8a. The
crack patterns are redrawn in to schematic drawings showing
clearly the crack paths in Fig. 8b. Cracks had in both cases typically
straight inter-granular character controlled mainly by the alumina
grains up to the point of interaction with zirconia micro-fibres. The
crack interaction with micro-fibres is in case of composites nearly
negligible from the fracture resistance point of view due to one
grain micro-fibre thickness (see Fig. 8c left). The crack deflection is
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of indentation cracks (a), schematic drowing of the crack pattern (b) and detail view of the crack interaction with the zirconia micro-fibres (c).

only few micrometres and affects the indentation fracture tough-
ness minimally. On the other hand when micro-fibres are oriented
the effect is measurable as was disused earlier. It was observed
that the fracture behaviour can be more controlled when layered
structure is used. Two main features can be found in the crack
behaviour in the laminate material. One can be identified as a mul-
tiple crack initiation (re-initiation) from the indent corner when
thin layer containing micro-fibre is nearby. The primary crack stops
when reaches this thin layer and the secondary crack initiate. The
detailed view of the secondary crack interaction with the thin layer
containing zirconia micro-fibres is in Fig. 8c right. This behaviour
indicates that electrophoretic deposition of pre-milled powders
primarily creates orthotropic material via orienting of deposited
particles (micro-fibres in this case) in the electric field [24]. The
increased content of zirconia micro-fibres in the alumina matrix
can strengthen the anisotropy effect as can be seen in the case

of laminates. Here the crack deflection observed on the thin layer
was more than ten micrometres. This effect, the crack deflection to
the layer direction, is known at materials with weak interfaces and
for strong interfaces only when high internal stresses are present
[29-32]. The absolute values of the indentation fracture toughness
values presented here have to be taken with caution and treated as
only indicative information used for material comparison.

4. Conclusions

The article summarises preparation of alumina matrix com-
posites reinforced by zirconia micro-fibres prepared by EPD. The
electrophoretic deposition was performed from isopropanolic sus-
pensions stabilised by monochloracetic acid containing mixture
of alumina powder and certain amount of zirconia micro-fibres.
Different ways of zirconia microfibers dispersion inside the alu-
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mina matrix were applied. Mixed powder containing alumina and
zirconia fibres were prepared by ball-milling in isopropanol and
subsequent drying of powder in air atmosphere. Composites with
randomly oriented micro-fibres inside the alumina matrix obtained
by deposition using these pre-milled powder exhibited isotropic
crack propagation. Other way of zirconia micro-fibres dispersion
was based on co-deposition of alumina particles and zirconia
micro-fibres. Sonication of suspension was used for zirconia micro-
fibres dispersion in the alumina suspension. The co-deposition
from mixed suspension led to obtaining composites with fibres
arranged parallel to depositing electrode. Sonication of suspen-
sion minimised damage of micro-fibres during dispersion process.
The co-deposition of ceramic micro-fibres and powder led to the
preparation of composites exhibited increase fracture resistance in
one direction. The laminated alumina materials consisted of thick
alumina layers with thickness of 50 um separated by thin layer
of zirconia micro-fibres were successfully prepared. The help of
knowledge of the powder and micro-fibres co-deposition kinetics
allowed reaching perfect reproducibility in layers dimensions. The
overall content of zirconia micro-fibres added to the alumina layers
interfaces in the layered systems was comparable with other com-
posites and it was on the level of 2 vol.%. The layered configuration
brings significant change in the fracture behaviour. The symmetric
alumina/zirconia laminate demonstrates the ability to significantly
increase fracture resistance in one direction. The material contain-
ing thin layers of co-deposited micro-fibres exhibits also capability
to change direction of the propagating crack even if only small
amount of micro-fibres is added.
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Abstract

Internal residual stresses can enhance the fracture resistance and mechanical reliability of layered ceramics. The magnitude of the stresses
depends on the elastic and thermal properties of the layers and the typically assumed reference (stress-free) temperature, below which internal
stresses develop. A novel combined experimental and numerical simulation approach has been developed to determine the reference temperature
and experimentally proved in alumina—zirconia ceramic laminates. Dilatometric data of monolithic phases are input for the numerical simulation
and experimental data on the laminate properties are used for the stress-free temperature determination. In contrast to typical assumptions,
reference temperature very near the sintering temperature (i.e. approx. T,er & 1470 °C) was found, which should be considered for the estimation

of internal (residual) stresses in alumina/zirconia-based layered ceramics.

© 2013 Elsevier Ltd and Techna Group S.r.l. All rights reserved.

Keywords: A. Sintering; C. Thermal expansion; Zirconia; Alumina; Layered Ceramics

1. Introduction

The brittle fracture of ceramics is a consequence of the
material defects located either within the bulk or at the surface,
resulting from the processing and/or machining procedures [1-3].
Under external applied stress, the stress concentration associated
with those defects is the common source of failure for ceramic
components. If each defect is considered as a crack or a potential
source for crack initiation, then it becomes clear that the size and
type of these defects determine the mechanical strength of the
material [4]. The distribution of defects within a ceramic
component yields a statistically variable strength which can be
described by the Weibull theory [5-7]. Since flaws are intrinsic
to processing and in most cases unavoidable, the reliability of
ceramic components in terms of strength is associated with such
a flaw distribution. In an attempt to reduce the level of
uncertainty in mechanical strength and to overcome the lack of

*Corresponding author. Tel.: +420 532 290 335.
E-mail address: chlup@ipm.cz (Z. Chlup).
http://www.ipm.cz

toughness of monolithic ceramics, several processing routes have
arisen in the last two decades which do not utilise the
conventional “flaw elimination” approach, but rather use the
implication of energy release mechanisms to obtain “flaw
tolerant” (more reliable) materials, with improved fracture
toughness. One strategy is to design multilayer structures
combining layers of different materials. An effective way has
proven to be layered ceramics with strong bond interfaces [8—
16]. The strain mismatch between layers after cooling from
sintering temperature (associated with differences in CTE and/or
phase transformations [17-21]) can induce significant internal
(residual) stresses within individual layers which can effectively
change the crack path or even stop the crack during its
propagation. In some cases layered ceramics can effectively act
as a barrier to crack propagation, yielding a so-called “threshold
strength”, i.e. a stress level under which the material does not fail
[10,12,22,23]. Tt has been recently shown that the layer thickness
and exact ordering of layers (i.e. periodic or non-periodic) can be
modelled by means of analytical and numerical calculations in
order to obtain an optimal mechanical behaviour of the laminate
in terms of strength and fracture resistance [24,25]. For tailoring
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the design various methods including tape casting, slip casting
and electrophoretic deposition (EPD) have been employed where
a precise control of the kinetics during the deposition process is
necessary to obtain accurate layer thicknesses [18,26-34].

The key feature in the design of laminates is the distribution
of internal stresses in the layers, which depends on the elastic
properties, thermal expansion coefficients, green densities, and
volume ratio of the materials. The residual stresses in each
layer may be assessed by means of experimental techniques
such as X-Ray [35,36], neutron diffraction [37-40], Raman or
fluorescent spectroscopy [41-43], among others. However,
some limitations associated with the spatial resolution, edge
effects, surface cracks, etc. may hinder the accurate stress
measurement.

From the point of view of mechanical behaviour, the in-
plane stresses in the bulk material (far from the free surfaces)
can be calculated within each layer using the following
equation:

E; E;

(@a—a))AT =
— Ui 1— 1%

Ores,i = 1 Ag (1)
where E;, v; and ¢; are the Young's modulus, Poisson's ratio and
coefficient of thermal expansion of the ith layer, respectively.
Ag; = (@— o;)AT is the mismatch strain of the ith layer. The
coefficient @ is given as an averaged expansion coefficient of the
thermal expansion of the laminate and depends on the materials
volume fraction of the different layer types (for details see
[24,25]). The temperature difference is AT=Ty— T, Where Ty is
the room temperature and T refers to the temperature above
which the laminate is considered to be stress free.

The theoretical calculation of internal stresses in a layered
structure using Eq. (1) can provide a good estimation only
when exact input data are provided. The elastic properties and
coefficients of thermal expansion and geometrical parameters
can be obtained with high accuracy. However, the determina-
tion of the stress-free temperature above which stresses are
relaxed seems to be the main course of uncertainty. Previous
authors have assumed that for typical glass-phase free materi-
als stress-free temperatures are in the range 1180-1300 °C
[17,37,44]. They state that this temperature is influenced by the
processing route, grain size, phase composition and/or cooling
rate used after sintering [45—47]. Therefore it may be easily
under or over estimated, thus resulting in inaccurate prediction
of internal stresses. The present work introduces a novel
approach to determine the stress-free temperature in layered
ceramics based on combined numerical simulations and
dilatometric measurements performed on alumina—zirconia
laminates.

2. Experiments and simulations
2.1. Material of study

Materials for this study were prepared by the electrophoretic
deposition technique. Two monolithic compounds (Al,O5 and

Zr0,) and a multilayer system combining both compounds in a
layered structure were fabricated. The thickness of each layer
was adjusted to approx. 50 um, giving a volume ratio of
approximately 1 between both materials see Fig. 1(a). Follow-
ing powders were used: alumina (type HP-DBM, Malakoff
Ind., USA) and tetragonal-zirconia stabilized with 3 mol% of
Y,0; (type TZ-3YSE, Tosoh, Japan) for manufacturing the
monolithic Al,O3 (A), ZrO, (Z) and the alumina—zirconia
laminate (L). The mean particle sizes of the alumina and
zirconia powder were 470 nm and 140 nm, respectively.
Isopropanol (p.a., Onex, Czech Republic) with addition of
monochloroacetic acid (99%, Aldrich, Germany) were used for
suspension preparation. The electrophoretic deposition was
carried out in a constant current mode at 5 mA. Details about
manufacturing process can be found elsewhere [28,32,33]. For
all deposits three orientations were selected, where X was the
deposition horizontal axis, ¥ was the vertical axis and Z was
the axis in the direction of the deposition (see Fig. 1b). We
caution the reader that the orientation may be important during
the EPD process. The packaging may be affected by a number
of factors such as (i) gravity (on the Y-direction), where
heavier particles tend to deposit at the bottom part of the cell,
(ii) shape of the powder particles, where particles have rather
smaller dimension perpendicular to the electrode, (iii) electric
field, which can orient particles based on their physical
properties (i.e. domains oriented), and (iv) capillary forces
which can affect the density of deposit in the vertical axis
during withdrawing of the electrode with deposit from the
suspension, etc. After the drying process, each deposit was
annealed (800 °C/1 h; heating rate +2 °C/min in air) and
finally cut and polished to the shape suitable for dilatometric
measurements.

2.2. Dilatometer measurements

The relative length change of all specimens during sintering
was monitored using a high-temperature dilatometer (L75/50,
Linseis, Germany). The nominal sample geometry of 5 x 5 x
20 mm® was used. Two different conditions covering standardly
used conditions for sintering i.e. sintering temperature 1500 °C
with dwell time 2 h; heating and cooling rate (5 °C/min or 10 °C
in air) were applied for all materials. Two different heating and
cooling rates were used to obtain an influence on the dilato-
metric results, if exists. Higher cooling rates were not tested
because of physical limits of the furnace. Fig. 2 shows a scheme
of the dilatometric set-up for both monolithic and laminate
samples. The coefficients of thermal expansion were determined
from the cooling part of the shrinkage curve fitted by a third
order polynomial function of the form

Al

e= T =ag+a,T+aT?+a;T3, (2)
0

where ¢ is the thermal strain given by the length increment A/
with respect to the initial length of sample 10. The polynomial fit

provides better accuracy of measured data around the room
temperature. Additionally it is possible to use instantaneous o
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b 1

Fig. 1. Scheme of axes definition in the sample (a) and example of the microstructure of prepared laminate — YZ plane showing quality of the layers (b).
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Fig. 2. Scheme of the dilatometric measurements showing the effect of sample
composition and green density and the effect of surface features in the
laminate.

temperature dependence as input for numerical simulation as
will be described further. The technical CTEs were calculated
for a given temperature interval AT using the following
equation:

e Al
AT  [h)AT

3)

In this case the temperature interval was taken from 10 °C to
1500 °C (i.e. from sintering to the room temperature).

2.3. Numerical simulations

Coupled temperature—displacement numerical simulations
were performed to estimate the thermal strains (and stresses)
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Fig. 3. Distribution of maximal principal stress in the centre of three laminate
systems (L3, L7 and L21) containing 3, 7 and 21 layers, respectively.

in the layers of the laminate upon cooling from the sintering
temperature. The input parameters involved elastic properties
of the layers (i.e. Young's modulus and Poisson's ratio) as well
as the CTE of the individual layer materials. Young's modulus
and Poisson's ratio were taken as E =380 GPa, v, =0.26,
Eg =210 GPa, vg=0.31, as determined elsewhere [16,28].
The FEM model consists of 21 layers (11 made of Al,O3
and 10 made of ZrO,), containing 6400 elements (C3D20T),
which gives a total of 134,400 elements. In this case a periodic
and symmetric layered structure with external compressive
layers was analysed. The number of layers was chosen in order
to obtain representative results and reasonable computation
time. With low number of layers, surface effects would
become significant on the stress distribution within the outer
layers, whereas a high number of layers would result in very
high computational times. This can be demonstrated in Fig. 3
where the maximal principal stresses o,, calculated along the
Z-axis (perpendicular to the layer plane) going through the
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centre of the laminate is displayed for three multilayer systems
(L3, L7 and L21) containing 3, 7 and 21 layers respectively.
The strong effect of the free surface is visible in case of
systems having a low number of layers (e.g. 3 layers), where
the compressive stresses in the outer layers are not at the same
level as predicted from the analytical solution given for
materials with the same volume ratio. On the other hand the
model with 21 layers provides estimation of the stress
distribution with sufficient accuracy for the purpose of
this study.

2.4. Methodology

The estimation of the stress field in the layered structure
when internal stresses are developed during the manufacturing
process is essential for the design of the laminate. There is a
possibility to calculate internal stresses using an analytical
solution (see Eq. (1)). This approach is simply based on the
knowledge of elastic and thermal properties of laminate
component and is convenient from the application point of
view. The only uncertain variable is the temperature interval
where the stress development takes place, AT="T\—T.s, where
T, is the room temperature and T refers to the temperature at
which the laminate is considered to be stress free. In order to
determine T, the following approach combining numerical
simulations and dilatometric measurements performed on
alumina (A) and zirconia (B) monoliths as well as on
alumina-zirconia laminates (L) has been implemented. The
combined method is schematically shown in Fig. 4 and can be
described as follows:

The first step is to measure dilatometric parameters (thermal
strains and/or CTE) of the A and B monolithic materials (i.e.
CTE", CTE? or o, af or &4, £P).

The second step is the FE calculation of the shrinkage of the
laminate during cooling down from the sintering temperature.
The information about thermal expansion coefficients of
monolithic materials as a function of temperature are used as
input data for each layer. The numerical calculation is
conducted for the maximal range of temperature where Ti.r
is set initially as the sintering temperature, i.e. for this
particular case 1500 °C.

The strains obtained in the laminate with the simulation
(i.e. kg are now compared with the thermal strains mea-

Dilatometric measurement Numerical analysis
ComponentA | —»| g%, @* |—>=|  FEM Simulation
of the laminate cooling
ComponentB | —»| €%, OF — from T, to the T,
Laminate |—»| € or Q" T £LFEM or GLFEM <J
Adjustment of T

Fig. 4. Schematic of the combined experimental and numerical procedure for
determination of the stress filed distribution in a layered ceramic.

sured on the laminate with dilatometry in the range of AT=
To—Tsine, i.e. €& If there are some differences, the reference
temperature 7yr has to be adjusted in order to match the
experimental measured strains in the laminate. When both
strains are in good agreement, 7. can be set and residual
stresses in the layers can be calculated accurately by selected
method using this reference temperature.

Additionally, if necessary and significant deviation from
isotropic material of each layer exists (for example caused by
processing used) then is possible to extend this method for all
three directions as will be presented in this work. It implies to
obtain thermal expansion coefficients for all the three materials
(A,Band L) in X, Y and Z directions, respectively, which can
be accompanied by experimental limits.

3. Results and discussion

The dilatometric curves were obtained for all prepared
specimens and strains were calculated. The technical coeffi-
cients of thermal expansion of the monolithic and laminate
materials were calculated as a function of temperature from the
cooling part of the curves. The relative error of CTE evaluation
was determined from at least 5 measurements (performed with
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Fig. 5. Cooling part of the dilatometric curves obtained in X-direction for
alumina and zirconia monoliths and laminate (a) comparison both cooling rates
of 5 and 10 °C and (b) detailed view of the high temperature region cooling
rate 10 °C/min.
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both monolithic materials) and resulted in a maximum scatter
of 2.5%. An example of the dilatometric measurements
obtained on samples with different cooling rates (5 and 10 °C/
min) is displayed in Fig. 5(a). The shrinkage of the ZrO,
monolithic sample is significantly higher than that of the Al,O5
monolithic sample, therefore the ZrO, monolithic sample has
higher CTE comparing with Al,O; sample. However, the shrink-
age of the laminate reads very similar to that of the Al,O;
monolith. This can be related to the different stiffness of both
alumina and zirconia layers, the former being higher and thus
dominating the shrinkage process. Detailed view of measured
dilatometric curves for the cooling rate 10 °C/min close to the
sintering temperature is displayed in Fig. 5(b). In order to find an
experimental evidence of the different shrinkages of the layers in
the laminate sample, a confocal microscopy analysis was per-
formed on the laminate sample used for the dilatometry. The
resulting surface 3D reconstruction of some layers of the laminate
sample is shown in Fig. 6. Surface rippling can be observed
corresponding to convex AlLO; and concave ZrO, layers. Note
that the magnitude of the reconstructed ripples contains both the
effect of CTE mismatch and also the effects connected to the
differences in green densities, which cannot be separated. This can
explain the fact that the dilatometry curve corresponding to the
laminate is close to the one measured for Al,O; monolith (see
Fig. 5), the dilatometer push rod (as shown in Fig. 2) being in
contact with the (convex) AlL,O5 layers during the measurement.
Likewise, the small difference can be associated with the
constraining effect of the ZrO, layers.

Fig. 6. 3D surface reconstruction of the free surface of the laminate sample
using confocal microscopy, showing convex Al,O; and concave ZrO, layers.

Table 1
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All measured thermal strains and coefficients of thermal
expansion for the monoliths and for the laminate are sum-
marised in Table 1. The FE calculated strains corresponding to
a Tyer of 1500 °C (i.e. Trep=Tyino) are also listed in the referred
table. In order to find the best fit for 7. the strain results
obtained from the FE calculation of the laminate structure for
different T,.s are plotted in Fig. 7 as a function of temperature.
A linear behaviour can be observed, as predicted by the
elasticity theory. The thermal strain measured on the laminate
in X-direction is plotted as a broken line. The shadowed area
shows the expected maximal scatter of the measurements.
From the comparison, the reference temperature can be easily
obtained where both strains are equal, resulting in 7=
1470 4 40 °C.

A similar analysis can be done for Y and Z directions. According
to the strain values reported in Table | strains measured in the Y-
direction lead to a reference temperature close to the sintering
temperature (similar to the X-direction). However, for the Z-
direction (perpendicular to the layer plane) the difference between
dilatometric measurements and FEM is detectable (thermal strains
in this direction are higher than the calculated ones), the reference
temperature resulting even higher than the sintering temperature
which is not physically feasible. This fact can be associated with
the presence of interfaces (including effects of pores, interface
roughness etc.), which are not considered in the numerical model.
Additionally, the measured CTE in this direction is affected by the
size of the initial specimen length given by limited laminate
thickness (i.e. 5mm in this particular case) which significantly
influences precision of the dilatometric measurement.

Considering these facts the reference temperature is taken
based on the X and Y results, which were estimated to be very
close to the sintering temperature (i.e. Tyer= 1470 %40 °C vs
Tine=1500 °C). This result is in contrast with published data
for others alumina/zirconia based composite materials, where a
stress-free temperature is given in the range of 1180-1300 °C,
as was mentioned earlier (see [17,37,44]). This discrepancy
can be associated with possible processes taken place during
the sintering: (i) grain growth, (ii) diffusion along the grain
boundaries and (iii) plastic deformation etc. as was reported by
mentioned authors. It is necessary to point out that presence of
glassy phase on the grain boundaries having lower melting
temperature can influence the kinetics of grain growth during
cooling stage; however no glassy phase was present in the

Measured thermal strains and coefficients of thermal expansion for the alumina and zirconia monoliths and for the laminate in the temperature range of 20-1500 °C.
The FE calculated strains corresponding to a Tyr of 1500 °C (i.e. Trer="Tgin) are also listed for comparison.

Al,O3 (A) ZrO, (B) Laminate (L)

X Y z X Y z X Y z
Dilatometry
Strains [ x 1072 1.319 1.320 1.265 1.538 1.504 1.388 1.387 1.384 1.427
CTE [x 107 °K™ 1 8.91 8.92 8.55 10.39 10.16 9.38 9.37 9.35 9.64
FE calculations for 7,.;=1500 °C
Strains [ x 1077 - - - - - - 0.01413 0.01402 0.01407
CTE [x 107°K™"] - - - - - - 9.55 9.47 9.51
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Fig. 7. Strain results in X-direction obtained from the FE calculation of the
laminate structure for different 7i.¢ as a function of temperature. The thermal
strain measured on the laminate in X-direction is plotted as a broken line. The
shadowed area shows the scatter of the measurements.

system under investigation. The determination of the stress-
free temperature can be also affected by the method of
evaluation (for example widely used curvature method exhibits
with increasing temperatures higher inaccuracy thanks to
radiation of the sample), the sintering process itself (e.g.
presence of higher porosity at final stage of sintering can leads
to the not equilibrium energetic state) and additionally by the
effects connected to the processing route (i.e. assistance of
pressure, etc.). It needs to be mentioned that this work reports
measurements on layered ceramics and not on particulate
composites, where such relatively low T,y was mainly
reported.

Based on the numerical calculations and conducted experi-
ments in this work the stress-free temperature for layered
materials prepared by EPD is found to be close to the sintering
temperature. This consideration is supported by the fact that all
processes mentioned earlier are saturated at the end of the
dwell time at the sintering temperature. Therefore, there is no
available driving force for activation of stress releasing
processes and additionally, the cooling rate is high enough to
eliminate time connected effects as a creep deformation. This
result shows that there is no evidence of any significant stress
relaxation process (such as creep, grain growth, diffusion, etc.)
during the cooling stage of the sintering of these laminates for
given range of cooling rates. It implies that for internal stress
calculation it is necessary to use this estimated temperature
difference on the level of AT=1470+ 40 °C. As a conse-
quence, the residual stress levels obtained in the laminate may
be higher than anticipated by following previous assumptions
using a reference temperature of 1200 °C (i.e. approx. 20%
higher). Although high compressive stresses have proven to be
beneficial for strength and toughness in layered ceramics,
cracking of layers may occur associated with high internal
residual stresses. For instance, in-plane stresses in tensile
layers which are high enough to overcome the material
strength can cause the development of tunnelling cracks
[13,48]. In addition, too high compressive stresses may yield
(out-of-plane) stresses perpendicular to the layer plane which

can lead to edge cracks in the compressive layers [13,49-51].
Cracking can be avoided with proper design as demonstrated
elsewhere [25], the reference temperature being an important
parameter to be taken into account.

The methodology proposed in this work for the determina-
tion of the reference temperature was presented for laminate
systems with relatively linear shrinkage behaviour. Never-
theless, it could be used for laminates exhibiting additional
processes influencing development of the internal stresses (for
example phase transformations or chemical reactions within
particular layers). In this case the temperature dependence of
instantaneous thermal expansion coefficients will be essential.

4. Conclusions

A new approach combining dilatometric experiments and
numerical analyses of thermal strains in layered ceramics has
been presented, which allows simple way to determine the
reference (i.e. stress-free) temperature, 7T, under which
internal (residual) stresses may develop after cooling down
from the sintering temperature. Dilatometric measurements on
monolithic layers served as input for the numerical simulation
of strains in the laminate. Results were matched to the
measured strains in the layered sample and T;.r was estimated.

The reference temperature estimated in this work for
alumina—zirconia laminates (i.e. T,r=1470440°C) was
rather higher than previously assumed in other published
works on glass-phase free materials, and very close to the
sintering temperature. A higher Ti.r can imply higher internal
stresses (approx. 20%) which may lead to cracking of the
layers and should be considered in the design of crack-free
alumina/zirconia-based layered ceramics. The methodology
can be extended from isotropic to orthotropic monolithic
materials as was demonstrated.
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Al;05 and ZrO, monoliths as well as layered Al,03/ZrO, composites with a varying layer thickness ratio
were prepared by electrophoretic deposition. The sintering shrinkage of these materials in the transversal
(perpendicular to the layers, i.e. in the direction of deposition) as well as in the longitudinal (parallel
with layers interfaces) direction were monitored using high-temperature dilatometry. The sintering of
layered composites exhibited anisotropic behaviour. The detailed study revealed that sintering shrinkage
in the longitudinal direction was governed by alumina (material with a higher sintering temperature),
whilst in the transversal direction it was accelerated by the directional sintering of zirconia layers. For
interpretation of such anisotropic sintering kinetics, the Master Shrinkage Curve model was developed
and applied. Crack propagation through laminates with a different alumina/zirconia thickness ratio was
described with the help of scanning electron microscopy and confocal laser microscopy.

© 2017 Elsevier Ltd. All rights reserved.

1. Introduction

Layered ceramic composites (laminates) can be prepared by var-
ious techniques like tape casting, slip casting, or electrophoretic
deposition (EPD). EPD is an experimentally simple and cheap
method enabling the formation of deposits from stable suspen-
sions. EPD is a powerful method for the preparation of ceramic
laminates [1,2], but also of monoliths [3] or structural composites
such as particle mixed composites and functionally gradient mate-
rials [4-6]. In the last decades, ceramic laminates have been one of
the main areas of focus for material scientists particularly for their
crack deflection behaviour [7,8].

Internal stresses are responsible for unique crack propagation
in ceramic laminates [9]. The tension arising during sintering is
usually described by the constrained sintering model. Unfortu-
nately, this model is designed for the sintering of one layer on
a rigid substrate [10]. However, laminate composites consist of
hundreds of individual layers supporting each other. Constrained
sintering causes hindering of sintering and very often the gener-
ation of cracks, or crack like defects [11,12]. Additionally, internal
stresses that are due to a mismatch in the coefficient of thermal
expansion (CTE) are generated during cooling as well [11].
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The magnitude of residual tensile stress (o) in the ZrO, layer
can be calculated using the following relation [9,13].

(@zr0, — %an0,) - AT - Ezo,
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where d is the layer thickness, « is the coefficient of linear ther-
mal expansion, AT is the difference between the sintering and the
current temperature, v is Poisson’s ratio, and E is the modulus of
elasticity. Stress in the Al, O3 phase can be obtained analogously. In
contrast with ZrO,, stress in the alumina layer is compressive. The
stresses are directed parallel with the interfaces.

For a better understanding of the fracture properties of ceramic
laminates, the detailed study of crack propagation in laminates with
various values of internal stresses appears appropriate. It follows
from Eq. (1) that internal stresses can be designed by the proper
choice of thicknesses ratio of individual layers. To tailor the thick-
nesses of the layers in the final laminate, the exact control of the
deposition kinetics as well as sintering shrinkage is needed. Since
the detailed study of deposition kinetics was presented in our pre-
vious papers [1,14], the goal of this work is the study of sintering
behaviour carried out with the help of high-temperature dilatom-
etry [15].

The concept of Master Sintering Curve (MSC in the following) is
a good engineering tool for optimizing and predicting the sintering
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process which can also be used for the determination of sintering
activation energy [16]. The MSC model was derived under condi-
tions of validity of some geometrical and physical conditions [16]
and it is used in the form of relation between density and function
® (describing the thermal history of the sintering with the help of
parameter Q):

0 t
k () _[1 _ Q4=
muo/ Wd":””)‘/ roo () d=0. @
Po 0

where v is the surface energy, Q2 is the atomic volume, k is the
Boltzmann constant, R is the gas constant, T is the thermodynamic
temperature, G is the mean grain size, Dy is the coefficient of a dif-
fusion process (only one dominant diffusion process is considered),
I" represents scaling parameters that relate different geometric
features as the driving force of sintering and the mean diffusion
distance to the grain size, t is the time, p is sample density, Q is the
activation energy of sintering, and n has a value of 3 (for volume
diffusion) or 4 (for grain boundary diffusion).

Not only does the construction of MSC require several sinter-
ing experiments performed at different heating schedules, but also
time consuming mathematical iteration. Recently, some mathe-
matical approaches enabling the easy construction of MSC from few
dilatometric sintering experiments have been published [17,18],
shown by the dramatic rise of references being made to MSC in the
literature. The basic MSC model has already been modified for many
special purposes. An and Han [19,20] extended the MSC model to
pressure-assisted sintering and Enneti et al. to field-assisted sin-
tering [20,21]. An et al. [22] and Raether et al. [23] used the MSC
model for construction of sintering kinetics diagrams. Di Antonio
etal.[24] and Wang et al. [25] showed that MSC can be extended to
all Arrhenius type equations. Recently, Song et al. [26] and Pouchly
et al. [27] showed that MSC can also be used for the description of
sintering behaviour when the change of the controlling sintering
mechanism has to be taken into account.

The limitations of the MSC model arise when a more compli-
cated sintering material is examined. For example, in the case of a
lamellar composite, the shrinkage is not isotropic [28], and there-
fore the geometrical assumption of the MSC model is not fulfilled
[29]. The densification curve of the sample cannot be calculated
from one-dimensional dilatometric shrinkage. Hence, the second
goal of this work is modification of the MSC model from density
related to shrinkage related. Such a modified MSC can then be
applied to lamellar composites with the aim to use the results of
such analysis for the description of processes which occur during
sintering.

For this study, the Al,03/ZrO, laminates prepared by EPD were
chosen since the authors have much experience with the prepara-
tion of these laminates with strongly bonded layers. Using sintered
composites with various layer designs, the crack propagation was
demonstrated and discussed.

Table 2
Characteristics of deposited and sintered samples.

Table 1
Ceramic powder materials used for electrophoretic deposition.

Material Manufacturer Grade Mean particle size? [um]
Al,03 Malakoff Ind., USA HP-DBM 0.47
ZrO, Tosoh, Japan TZ-3YS-E 0.14

3 Values were calculated from specific surface area given by the producer.

2. Experimental
2.1. Electrophoretic deposition

For preparation of ceramic monoliths and laminates, alumina
and tetragonal zirconia (stabilized by 3 mol% of Y,03) powders
were used. Detailed information about ceramic powders is shown
in Table 1. Suspensions contained 15 wt.% of alumina or zirconia,
12.75 wt.% of monochloroacetic acid (99%, Aldrich, Germany) used
as astabilizer and 72.25 wt% of the dispersion medium - 2-propanol
(p.a., Onex, Czech Republic).

Electrophoretic deposition was performed in an electrophoretic
glass cell with the constant current mode of 5mA. The distance
between stainless steel electrodes with an effective area of 18.2 cm?
was set to 26 mm. In order to prevent particles from settling on the
bottom of the EPD cell, the suspension was repeatedly stirred every
5min during electrophoretic deposition. The repeated transfer of
the deposition electrode from the alumina to the zirconia suspen-
sion (and vice versa) enabled the preparation of ceramic laminates
with about 100 alternating alumina and zirconia layers with a
thickness ratio of 2:1, 1:1, and 1:2 (denoted as Z33, Z50, and Z67,
respectively). The precise control of deposition kinetics enabled the
preparation of ceramic laminates with well defined thicknesses of
individual layers [30]. For comparison, alumina (denoted as A), and
zirconia (denoted as Z) monoliths were prepared during 90 min
and 140 min long depositions, respectively. A detailed description
of all prepared deposits is given in Table 2. All deposits were dried
after the deposition for at least 24 h at room temperature. After the
drying, the deposits were annealed at 800°C/1 h in air.

2.2. Sintering of ceramic samples and constructing of the
modified MSC

The sintering of the test samples was done in a contact high-
temperature dilatometer (L70/1700, Linseis, Germany), where the
sample shrinkage was in-situ monitored both in the transversal
direction (perpendicular to alumina/zirconia interfaces, i.e. parallel
to the direction of deposition) as well as in the longitudinal one
(parallel to alumina/zirconia interfaces, i.e. perpendicular to the
direction of deposition). Samples were cut from the deposits in the
shape of prismatic bars, with a cross-section ca 4 x 4 mm, height ca
10 mm (longitudinal sample) resp. ca 5 mm (transversal sample).

The coefficient of thermal expansion (a) of all the samples was
calculated according to Eq. (3):

Eroom — €T max (3)

o= s
(Troom - Tmax) -100

Laminate Al,03/ZrO; thickness Zr0O, content Green density Final density Grain size Final shrinkage
[pm/pwm] [vol%] [%TD] [%TD] Al;03/ZrO; [pwm/pm]

T [%] L[%]
A 50/0 0 62.0 99.40 1.3/- 17.5 14.2
733 50/25 333 57.3 99.20 1.6/0.6 22.7 149
750 50/50 50.0 55.0 99.57 1.2/0.4 24.2 15.4
767 25/50 66.7 52.7 98.02 1.6/0.6 27.2 16.1
Z 0/50 100 48.0 99.92 -/0.3 224 214

Note: T=transversal, L =longitudinal.
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Fig. 1. Microstructure of sintered materials a) A, b) Z, ¢) Z33 d) Z50 e) Z67. In the case of composites, the bright layers consist of zirconia and the dark ones of alumina.

where €r0om is the shrinkage after cooling, erpmqy is the shrinkage
at the end of the dwell, Troom is the temperature after cooling, and
Tmax is the temperature at the end of the dwell.

Knowing the values of «, the sample length changes caused
by thermal dilatation can be eliminated which leads to so called
sintering shrinkage:

8(t, T) = ginstant(t’ T) —a-100- (T - Troom)a (4)

where €j,5¢ant (,T) is instantaneous measured shrinkage, t is time,
and T is actual temperature.

The sintering was performed at 1500°C and 2 h dwell with a
heating rate of 10°C/min and a cooling rate of 5°C/min. In order
to obtain different heating profiles for MSC construction, samples
A, Z50, and Z were also sintered with heating rates of 2, 5, and
20°C/min. All calculations associated with the modified MSC model
were performed with the help of an automatic procedure which
uses Mean Perpendicular Curves Distance (MPCD) for estimating
the best overlap of individual curves [17]. This procedure was in
this work adjusted for analysis of sintering shrinkage. The 95% con-
fidence interval for sintering activation energy Q was established
by fitting of MPCD =f(Q) dependence using the weighted nonlinear
regression.

2.3. Microstructure of sintered samples

Green as well as final densities of layered monoliths and com-
posites were determined using Archimedes’ method (EN 623-2)
with distilled water as a liquid media. The theoretical densities
(TD) used for the relative densities calculation were 3.99 g cm~3 for
alumina and 6.08 g cm~3 for zirconia. Theoretical densities of lami-
nates were calculated by a rule of mixtures according to the volume
fractions of alumina and zirconia. The samples were ground and
polished by the standard ceramographic methods and then ther-

mally etched at 1400°C for 5min (heating rate of 20°C/min) to
expose the grain boundaries. The microstructure of the samples
was examined using scanning electron microscopy (Lyra 3, Tescan,
Czech Republic). The grain size was estimated by the linear inter-
cept method (EN 623-3) with a correction factor of 1.56. Minimum
of 250 grains were measured at magnifications 15kx and 30kx for
alumina and zirconia, respectively.

2.4. Fracture behaviour of laminates

Crack propagation in laminates was observed on the fracture
surfaces of fracture toughness experiments using the Single Edge
V-Notch Beam (SEVNB in the following) technique. The test sam-
ples had a shape of bars with a rectangular cross-section and a
starting notch was prepared using a razor blade and subsequent
application of diamond paste. The typical notch radius reached
by described technique was about 10 wm. Note that notch radius
had no influence on subsequent crack propagation. The loading of
the samples of nominal dimensions 2 x 1.6 mm was conducted in a
three point bending configuration with the span of 10 mm aiming to
have a controlled stress field in the vicinity of the notch. A confocal
laser microscope (LEXT OLS 3100, Olympus, Japan) was employed
for the fractographic observations, 3D surface reconstruction, and
measurements.

3. Results and discussion
3.1. Microstructure properties of sintered materials

Fig. 1 shows the microstructure of sintered ceramic samples
A, Z33, Z50, 766, and Z. The final relative densities of all samples

exceeded 98%TD. The interface between individual layers after sin-
tering is smooth and does not contain any extra porosity. In this
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Fig. 3. Sintering shrinkage rate of all samples in the a) transversal and b) longitudinal direction.

regard, EPD was found as the more promising method in prepara-
tion of laminate composites than the commonly used methods of
tape-casting [31,32], sequential slip casting [33], centrifugal casting
[34], or screen printing [35].

Generally, ceramic laminate materials can be separated into two
types. The first ones are laminates with weakly bonded layers.
Typically, these laminates have fracture behaviour under load-
ing known as delamination. The second types of laminates have
interfaces between individual layers strongly bonded resulting in
internal stresses. The crack path during loading is, therefore, influ-
enced by tensile or compressive stresses developed during cooling
from the sintering temperature. The interfaces between individual
layers in presented laminates are flat and strongly bonded.

3.2. Dilatometric analysis of sintering shrinkage

The sintering shrinkage of all deposits, measured in transversal
as well as longitudinal directions, is given in Fig. 2. It can be seen
that sintering shrinkage of the alumina monolith is smaller than
that of the zirconia (refer to Fig. 2a for transversal direction, resp.
Fig. 2b for longitudinal). The reason is the lower green density of the
zirconia green body (48%TD for zirconia, resp. 62%TD for alumina).
The difference of green densities may be caused by particle size
and shape, orientation of particles in the electrical field, capillary
forces, etc. [36]. Fig. 2a, resp. b, and Table 2 also show different
sintering shrinkage in the longitudinal and transversal directions of
alumina (difference in the final shrinkage of 3.3%) as well as zirconia

(difference in the final shrinkage of 1.0%) monoliths. The possible
explanation of sintering shrinkage anisotropy of both monoliths
can be preferential packing during the EPD [37]. This hypothesis
is strengthened by the fact that shrinkage anisotropy is larger for
alumina with oval (anisotropic) initial powder particles.

In the case of shrinkage in the transversal direction (see Fig. 2a),
one could expect that laminates shrinkage in this direction will
be the superposition of alumina and zirconia shrinkages and after
sintering it will reach a value between 17.5% (final transversal
shrinkage of alumina monolith) and 22.4% (final transversal shrink-
age of zirconia monolith). In reality, the final sintering shrinkage
of all three composites was higher: 22.7% for Z33, 24.2% for Z50,
and even 27.2% for Z67 (refer to Table 2). To explain this apparent
disproportion, we need to heed the sintering shrinkage in the lon-
gitudinal direction. As can be seen in Fig. 2b, in this direction the
sintering shrinkage of all laminates is very similar to the shrink-
age of the alumina monolith, therefore zirconia layers are forced
to densify preferentially in the transversal direction [1,32]. This is
supported by the observation of an increasing degree of shrinkage
anisotropy with an increasing content of zirconia (see Table 2).

The shrinkage rate of both monoliths and their laminate com-
posites is shown in Fig. 3. It is well known [38] that with decreasing
particle size the sintering temperature decreases as well. In our
case, the maximal shrinkage of zirconia (particle size 140nm)
occurred at ca 1340°C, whilst that of alumina (particle size 470 nm)
was at ca 1410°C. This fact, together with the strong bond between
alumina and zirconia layers, is probably responsible for the high
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Fig. 4. Master Shrinkage Curves of samples: (a, b) A, (¢, d) Z50, and (e, f) Z in the longitudinal and transversal directions.

degree of anisotropy of the laminates. Zirconia layers tend to shrink
at temperatures of around 1300°C, but in the longitudinal direc-
tion they are bound at inter-layers by alumina which is still rigid
at this temperature. Therefore, zirconia shrinks particularly in the
transversal direction. It can be seen in Fig. 3b that the maximal
shrinkage rate of laminates in the longitudinal direction is shifted
to temperatures of about 1400 °C, which is the temperature appro-
priate for the sintering of alumina. Therefore, the sintering of the
composite in the longitudinal direction is controlled by the material
with a higher sintering temperature. As a consequence, the sinter-
ing shrinkage of the zirconia layers is smaller in the longitudinal
direction than without this constraint. The degree of the sintering

anisotropy of the zirconia increased with its increasing volume con-
centration and it is necessary to take into account this effect when
we design a laminate with precise thickness of individual layers.

3.3. Modified Master Sintering Curve — Master Shrinkage Curve

The model of MSC can be used for the calculation of activation
energy of sintering, which allows a deeper view into the physical
background of the sintering process. However, the results in the
previous chapter showed that the sintering of ceramic laminates
exhibits a significant degree of anisotropy, so the utilization of MSC
in its original form is not possible. The following part shows the



4292

way to modify the MSC model to make it suitable for describing
anisotropic sintering.

Hansen and co-workers [39] formulated the model of sinter-
ing in the open and closed porosity stage which relates the linear
shrinkage rate of a compact to grain boundary and volume diffusion
coefficient, surface tension, and microstructure variables
de  yQ (Fynu N Fbsob)

Sdt T kT \ &3 G4 (3)
where Dy resp. D, are the coefficients of volume, resp. grain bound-
ary diffusion, Iy and I"}, represent scaling parameters that relate
different geometric features as the driving force of sintering and
the mean diffusion distance to the grain size, and & is the grain
boundary thickness.

Assuming that
e the grain size evolution in the course of sintering is independent
of thermal history and it is only a function of density; and

¢ one sintering mechanism dominates the whole sintering process,

we can rearrange Eqgs. (5) to (6)

Sf t
—k GeEy' . o 1 Q
yQDO/ Forde=0= [ Fex (—ﬁ) dt, 6)
0 0
which relates microstructural parameters with thermal history of
the sample.

The modified Master Sintering Curve (Master Shrinkage Curve)
is now defined as a relationship between &€ and the right side of Eq.
(6). If the concept of Master Shrinkage Curve is correct, there must
exist one activation energy Q for which all functions of e =f{®) (cal-
culated for all used heating profiles) converge onto a single (master)
curve. The criterion of Mean Perpendicular Curve Distance (MPCD)
[20] can be used to find the best overlap of individual curves. Both
monoliths and one laminate (Z50) were sintered with heating rates
of 2, 5,10, and 20°C in transversal as well as in longitudinal direc-
tions and the constructed Master Shrinkage Curves are shown in
Fig. 4.

Fig. 4a-f show a good overlap of individual curves and the MPCD
criterion exhibits a single sharp minimum. The values of activation
energies established from the Master Shrinkage Curve model can
be seen in Fig. 5.

The sintering activation energy established from the MSC
concept is commonly interpreted as apparent activation energy
for the mechanism that controls sintering [40]. The published
values of sintering activation energies vary through the liter-
ature very strongly (Al,O3: 342-1064 KkJ/mol [41-43]; t-ZrO,
310-1220Kk]/mol [27,44]), which is probably caused by the differ-
ent processing methods, level of impurities, temperature range, and
also by the used models. For this given experimental procedure, the
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Fig.5. Activation sintering energies of alumina monolith, Z50 laminate, and zirconia
monolith.

activation energies of sintering of alumina and zirconia monoliths
are in the range presented by other authors and they do not exhibit
either no (for zirconia) or minimal (for alumina) difference between
the transversal and the longitudinal direction.

Despite the final longitudinal shrinkage of the Z50 composite
being similar to alumina, the sintering of Z50 laminate is charac-
terized by a significant increase of the sintering activation energy in
the longitudinal direction. The increase of activation energy of sin-
tering shrinkage was expected due to a constrained sintering [45]
which influences the shape of the shrinkage curves (see Fig. 2b). In
view of the dilatometric analysis of sintering shrinkage performed
within this work, we believe that the increase of sintering activa-
tion energy of the composite can be caused by preferential sintering
of zirconia in the transversal direction (see Fig. 6) which resulted
in the deformation of the originally isotropic pores (see Fig. 7).

3.4. Crack propagation through the laminates with different layer
thickness ratio

The crack propagation through laminates with a different alu-
mina/zirconia thicknessratio(namely 2:1,1:1,and 1:2) was studied
by SEM and confocal laser microscopy. SEM microphotographs in
the upper part of Fig. 8 show the side surface view of the fracture
surface in the central part of the crack propagating from the notch
after fracture toughness experiments using the SEVNB technique.
The 3D reconstructions of fracture surfaces together with their
height profiles showing variations in the crack deflection accord-
ing to the layer are given in the middle, resp. bottom part of Fig. 8.
Note that the darker phase is alumina and the brighter one is a
zirconia layer, and that crack propagation direction is along the X-
axis. It clearly follows from Fig. 8 that the declination of the crack
propagation from its original direction is strongly influenced by the

Push rod

Initial length

Fig. 6. Scheme of sintering shrinkage in alumina/zirconia laminates in the a) transversal and b) longitudinal direction. Arrows indicate preferential shrinkage.
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Fig. 7. SEM evidence of elongated pores in zirconia layer.

laminate design (see declination angles in Fig. 8). The highest crack
declination was reached in sample Z67 (Fig. 8c), where the crack
was deflected by about 550 pm at a distance of 250 pwm, whilst in

)

200 [ [T ] 200

733 laminate (Fig. 8a) it was only 30 um at the same distance. The
fracture behaviour of the laminates prepared by the optimised sin-
tering of the EPD green bodies that have strong bonds is influenced
by the developed internal stresses within the layers during cool-
ing from the sintering temperature. The stresses retained in the
material as a consequence of constrained sintering are negligible
compared to previous ones (due to a difference of two orders of
magnitude) [11]. The values of internal stresses calculated accord-
ing to Eq. (1) and given material constants [13,46] are listed in
Table 3.

Due to the higher thermal expansion of zirconia [46], tensile
stress is present in zirconia layers. It led to the crack propagation
inclining to the loading direction (i.e. along the X-axis as is shown
in Fig. 8). This behaviour is typical and it can be attributed to the
tensile stresses being similar and relatively low for all laminates
under investigation. The main difference in the fracture behaviour
of laminates under investigation was observed in the alumina lay-
ers with substantially different compressive stresses. The deviation
of the crack from the loading axis propagating through the alumina
layer (see Fig. 8) is the result of a combination of three effects: the
difference in the elastic modulus, the tilt of the laminae plane to the
loading axis, and the influence of internal compressive stresses. The
effect of the elastic modulus can be expected to be the same for all
laminates, not being affected by the layer thickness. The effect of
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Fig. 8. Fracture surfaces side view (upper line of figures), their confocal microscope image (middle line of figures) and quantitative analysis (bottom line of figures) describing
declination angles at alumina/zirconia interfaces for a) Z33, b) Z50), and c¢) Z67 laminates.
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Table 3
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Internal stresses developed during cooling down from sintering temperature (A - alumina, Z - zirconia, sign in stress means: minus = compressive; plus = tensile).

Monolith a[10°6K-1] E [GPa] Poisson ratio [-] Laminate Nominal internal stress [MPa]
layer A layer Z
A 8.915 380 0.26 733 -279 447
4 10.275 210 0.31 Z50 —440 352
767 -617 247

the laminate tilt predetermining the entering angle of the starting
crack from the notch plays an important role, but it is independent
of the volume ratio, too. Contrary to that, the effect of the internal
compressive stresses affects the declination angle significantly as
demonstrated in Fig. 8 and it is dependent only on the materials
volume ratio. According to expectation and observation, the higher
the compressive stresses are the higher the deviation of the crack
from the loading direction.

4. Conclusions

Alumina and zirconia monoliths, as well as their lamellar com-
posites with three different thickness ratios, were prepared by
electrophoretic deposition. The detailed dilatometric study of their
sintering shrinkage revealed that sintering shrinkage of laminates
was constrained in the longitudinal direction (parallel with layers
interfaces) by alumina which was densified at higher tempera-
tures than zirconia. As a consequence, sintering shrinkage in the
transversal direction (perpendicular to layers) was accelerated by
the preferential shrinkage of zirconia in this direction. The model
of Master Sintering Curve was modified in order to describe the
sintering of anisotropic systems. The enhanced sintering activa-
tion energy in the longitudinal direction confirmed the constrained
sintering of laminates. The detailed fractographic analysis of crack
propagation in laminates with well-defined layer thickness ratios
revealed the importance of individual parameters on its declina-
tion.
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Laminates with alternating layers are well known from nature. The strongly bonded alumina/zirconia (Al,O3/
Zr0O,) layers can combine high fracture resistance with high strength and stiffness when properly tailored. The
presence of compressive residual stresses formed in Al,O3 layers can suppress and deflect cracks propagating
through the layers. The crack path is governed by both the elastic properties and the internal stress field of
individual layers. The laminates with various layer-thickness ratios ranging from 0.1 to 3 were used to in-
vestigate the effect of residual stresses and influence of crack formation pattern on the crack path development.

The indentation surface cracks observed in various alumina-zirconia laminates exhibit the same crack deflection
independently on the level of internal stresses. The crack deflection observed on the fracture surfaces of bending
specimens was related to the indentations cracks. The complicated crack path was explained experimentally by
3D reconstruction with the support of numerical simulations.

1. Introduction

Ceramic materials in the layered form can exhibit enhanced fracture
resistance in comparison with individual monolithic components [1-3].
Generally, two main strategies of reaching such a goal exist. The first
one is based on the existence of weak interfaces between layers as it is
known from nature where fracture energy is consumed predominately
by layer delamination [4-8]. The second strategy is based on the de-
velopment of tailored residual stresses within the layers by strain
changes during cooling from the sintering temperature accompanied by
strong interlayer bound [9-14].

Upon the second approach, the development of residual/internal
stresses can be done through the strains developed due to CTE mis-
match of used materials, phase transformation or some combination of
both [15-18]. The level of residual/internal stresses within the in-
dividual layers when CTE mismatch is only applicable can be stan-
dardly estimated from the thicknesses of layers or alternatively by the
material volume ratio calculating average CTE. The application of
material volume instead of layer thicknesses simplifies the situation and
allows comparing of periodic and non-periodic systems easily [19]. The
determination of Ty is critical from the estimated stress level point of
view and should be determined carefully [20-22]. Another approach is
based on the exact determination of elastic strain differences experi-
mentally by dilatometry supported by numerical simulations [23].

* Corresponding author.
E-mail address: chlup@ipm.cz (Z. Chlup).
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Alternatively, an application of experimentally determined strains for a
given laminate for residual/internal stresses estimation can be done
using the following equation:

Ei AEi
1—p (€]

The usual design of laminate is using two materials which alternate.
Symmetric design is essential to reach a flat laminate structure with no
curvature by a non-equilibrium stress field.

Many authors have described the crack deflection or crack bi-
furcation for a crack propagating through the bi-material interface. The
crack deflection is governed by two factors, the elastic properties mis-
match and the residual/internal stresses. Generally, the indentation
cracks or fracture surfaces of bending bars (with or without pre-cracks)
are used to experimentally characterise intensity/effectiveness of the
crack deflection [7,12,14,19,24-27].

Two main criteria are applied for the prediction of crack propaga-
tion. The first one is based on the maximum tangential tensile stress
(MTTS) [28,29] This criterion is based on the assumption that cracks
preferably propagate in mode I. Therefore, it follows the path of the
maximal opening stress perpendicular to its flanks. This, this criterion is
local. The second criterion takes into account minimum strain energy
density (MSED) [30,31] According to this criterion, the crack grows
along a path that leads to the minimization of the strain energy density

Ores,i =
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Nomenclature

ta1203 The thickness of the Al,O3 layer, pm
tz:02 The thickness of the ZrO, layer, ym

a Entering angle, °

B Exit angle, °

Y The tilt angle of the sample for SEVNB, °
c Fitting coefficient

E Young modulus, GPa

u Poisson’s ratio

S The span at three-point bending, mm

Omax The maximum stress level, MPa

Oyy Stress component, MPa

(o8 Stress component, MPa

orai203  Calculated residual/internal stresses in the Al,O3; layer,
MPa

0:7:02 Calculated residual/internal stresses in the ZrO, layer,
MPa

CTE, a Thermal expansion coefficient, K™*

N Number of layers

v Volume fraction

in the loaded volume, which makes it non-local. Both criteria have been
used for predictions of crack propagation [32,33]. In the present work,
the MTTS criterion is used, because the tested material is brittle. The
brittle fracture mechanism is based on atomic layers debonding when
the applied stress exceeds the bonding strength. Therefore, the MTTS
criterion is more suitable in our case.

Both, the simulations and experiments show the obvious effect of
residual/internal stresses on the crack path in the laminate. In general,
two limit situations can occur i) crack perpendicular to the interface
plane and ii) crack parallel to the interface. Besides these two limit
situations is a range of crack entering angels (0°,90°) where the re-
sidual/internal stresses should play a significant role. Generally, if the
external load is applied in-plane with layers (acting in opening mode I)
the tensile residual/internal stresses will lead to the crack inclination to
the normal direction whilst the compressive stresses will cause decli-
nation from the normal direction. In other words the tensile stresses
will shorten the crack path and the compressive stresses will extend it.

This paper aims to demonstrate and explain the role of the residual/
internal stresses on the crack trajectory and clarify observed dis-
crepancies between surface indentation cracks and fracture surfaces of
notched bending bars. The effectiveness of the indentation technique
will be discussed in the context of residual/internal stresses surface
effect in 3D.

2. Experimental
2.1. Material preparation

The experimental bulk laminated ceramics were prepared via al-
ternating electrophoretic deposition (EPD) from stabilised suspensions.
The suspensions consisted from 15 wt.% of alumina (denoted as A, HP-
DBM, Malakoff Ind., USA) or tetragonal-zirconia stabilized with 3 mol%
of Y,03 (denoted as Z, TZ-3YSE, Tosoh, Japan) powders having mean
particle sizes of 470 nm and 140 nm, respectively, 12.75 wt% of
monochloroacetic acid (p.a., Merck, Germany) and 2-propanol (p.a.,
Lachner, Czech Republic). The suspensions prepared were 30 min me-
chanically stirred in an ultrasonic field before the EPD.

The EPD was performed in an electrophoretic glass cell with the

Table 1

Layers thicknesses and nominal stresses of laminates analysed by a given method.

constant current mode of 5 mA. The distance between stainless steel
electrodes with an effective area of 18.2 cm? was set to 26 mm. To
prevent particles from settling on the bottom of the EPD cell, the sus-
pension was repeatedly stirred every 5 min during electrophoretic de-
position. To create laminates with given thicknesses of individual layers
the deposition kinetics curves studied earlier was applied [24,34-36].
Prepared deposits were slowly dried, annealed at 800 °C for 1 h and
sintered at 1500 °C for 2 h as was reported elsewhere [37]. The list of
examined laminates, layers thicknesses, volume ratio, number of total
deposited layers, calculated expected residual stresses and crack for-
mation method is summarised in Table 1. All laminates were prepared
as symmetric (odd number of layers) and periodic (alternating layers of
given thickness) structures with ratios of layers (A:Z) 3:1, 2:1, 1:1, 1:2,
1:3, 1:5, 1:10 to eliminate all effects connected with possible curvature
and not evenly distributed residual/internal stresses.

The residual stresses were calculated according to the material vo-
lume ratios and corresponding E, i and CTEs (see Table 2) following Eq.
2 with T,y — Ty = 1480°C.

Ei

% — o) (T — T
L@ a)(Ty = T .

Opes, i =

where Ej, u; and o; are material characteristics (Young modulus,
Poisson ratio and CTE, respectively), T, is the reference temperature
when thermally induced elastic strains started to develop and T is the
target temperature of use, here room temperature. The average CTE was
calculated as follows:

Zn Ejviaj
=11y

a= zn Ejaj
=1 1-yy

3

where v; is the volume fraction of i material in the laminate.

2.2. Crack path characterisation

Two approaches for crack path analysis were adopted in this study i)
the indentation technique for surface cracks and ii) the three-point
bending method for volume cracks. Laminates used for three-point
bending had a thickness of several millimetres to allow the preparation

Laminate tazos [Hm] tzro2 [Hm] N[-] AZ ratio [—] Ora1203 [MPa] O;z:02 [MPa] Indentation HV10 Bending SEVNB
A3Z1 40.0 13.0 59 3.18 -164 +520 X

A271 36.3 18.0 59 2.09 -231 +480 X

A271 52.5 25.5 151 2.09 -231 +481 X
Al1Z1 43.0 43.0 59 1.03 -380 +392 X

Al171 52.5 53.0 151 1.00 -387 +387 X
Al1Z2 21.6 43.4 59 0.51 -558 +286 X

A172 26.0 60.0 151 0.44 -598 +262 X
A17Z3 12.7 46.4 59 0.28 -705 +199 X

Al1Z5 14.7 77.9 151 0.19 -788 +150 X
A1Z10 5.0 50.0 59 0.10 -888 +91 X
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Table 2
Material parameters used in the FE simulations [23].

Material E [GPa] mn CTE [107°K™ 1]
Al,O5 380 0.26 8.91
Zr0, 210 0.31 10.28

of specimens with various angles of layers plane to the loading direc-
tion.

Laminate structures predetermined for indentation cracks were
embedded into a resin and polished using standard diamond tools and
diamond suspensions. The indentation cracks were initiated from in-
dents corners by the application of a Vickers indenter. The indents were
created by a universal fully instrumented Vickers hardness head ZHU02
mounted on a Z5 machine (Zwick/Roell, Germany). The maximum load
of 98.07 N (HV10) was applied. The scheme of crack entering and exit
angle measurement is shown in Fig. 1a).

The second method, a single edge V-notch beam (SEVNB) technique
applied on the specimens cut tilted to the direction of layers by angle vy.
The extraction of samples from ceramic laminates is illustrated in
Fig. 2a). The specimens were notched by a razor blade technique (see
Fig. 2b). The three-point bending using an Instron 8862 (Instron, USA)
universal testing system was conducted at a cross-head speed of 0.1
mm/min. The fracture surfaces were analysed by a laser confocal mi-
croscope LEXT OLS3100 (Olympus, Japan). The central part of the 3D
reconstruction of fracture surface (top view) and the surface crack
pattern (side view) was used for entering and exit angle determination
in SEVNB specimens (see Fig. 1b). The surface crack paths were de-
termined from 2D side images of broken specimens taken after bending
tests.

The 3D reconstruction of indentation cracks was created from 2D
trajectories of indentation cracks observed by a DSX1000 microscope
(Olympus, Japan). Inner indentation crack trajectories were revealed by
the step slice removal method by polishing at an automatic polishing
system Sapphire 550 (ATM, Germany) with the step between recordings
of approximately 5 pym. The 3D reconstruction of crack patterns was
done with the help of 3DSlicer software (www.slicer.org).

a)
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N

151 layers

-

a)

Fig. 2. a) scheme of SEVNB specimen placement into the laminate, and b)
detailed view of the notch and tilted layers.

3. Numerical modelling

The FE simulations were used to investigate the stress field in front
of the crack tip with the presence of residual stresses inside the lami-
nate. The location of the maximum of the tangential (opening) stress in
front of the crack was searched which predicts the future crack pro-
pagation. The numerical model used for the analysis of results was
created in FE code Abaqus. It represented the symmetrical periodic
laminate with the materials volume ratio of 1 (i.e. A1Z1). There were
two types of FE models (2D and 3D) used to support the analysis of the
measurements. The 2D models with conditions of the plane strain and
plane stress were used to analyse limit situations at the surface (plane
stress) and inside the material (plane strain). The geometry and
boundary conditions of the FE model are shown in Fig. 3a). The crack
had the length equal to one laminate layer (L =53 um) and its tip was
located at the layers interface. The crack opening was executed by the
prescribed displacement (U) of the three nodes in the middle of the
crack flanks. These nodes were moved perpendicularly to the flanks by
0.5 pum. Seven variants of the crack orientation were assumed. The
angle between the crack and interface (@) was set from 0° to 90° with
15° steps. Two variants of layers ordering (Material 1 - Material 2) were
made to simulate crack in Al,Osz and also in ZrO,. The sides of the
model cell were kept plane-parallel during the simulations. Such a setup
represented conditions inside the small volume of material embedded
by a larger body. The mesh is shown in Fig. 3b). The 2D quadratic
elements were used (CPE8, CPS8) in the model. The elements were
arranged concentrically around the crack tip with the element size of
0.1 pm. The materials' behaviour was purely elastic and their para-
meters E, i, and CTE are summarised in Table 2. The simulations were
divided into two models. The first one calculated the stress field caused
by the crack without thermal stresses and the second model represented
material without crack subjected to cooling by 1480 °C which induced

850.400um

] 425.200

1920.000um

1440.000
0.000um

960.000

480,000

b)

Fig. 1. Scheme of a) Vickers indentation cracks formation in the laminate with indicated angles used for crack deflection (example for laminate 1A2Z), and b) 3D
reconstruction of the SEVNB specimen fracture surface with indicated places of crack trajectory analysis (example for laminate 1A1Z).
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c)

Fig. 3. Illustration of a) geometry and boundary conditions of the 2D FE model, b) FE mesh used in the model and ¢) geometry of the 3D model for the analysis of the

thermal stresses through the thickness of the laminate (along Z-axis).

the thermal stresses. These two stress fields were then combined and
analysed. Such combination is possible as the material behaviour is
purely elastic and allows using a combination of simple models without
loss of validity. The model contained only static crack but the location
of the maximal tangential stress could reveal the direction of the crack
propagation.

The 3D model was used to analyse the evolution of the thermal
stresses through the thickness of the laminate structure (Z-axis) and to
establish the length of the transition region from plane stress condition
at the surface to plane strain conditions inside the material. The geo-
metry of the model is shown in Fig. 3c). It represents a cube with 11
equal size laminate layers (L =53 um). The boundary conditions were
similar to the 2D model. The surfaces perpendicular to the X and Y axis
were kept plane-parallel while surfaces perpendicular to Z-axis were
free. The model contained 613000 3D temperature-displacement cou-
pled elements (C3D8T). The size of the element in the analysed region
in the centre of the front face (red line in Fig. 3¢) was 2 pm. The thermal
stresses were induced by the application of the homogeneous thermal
field representing cooling by 1480 °C. The material parameters were the
same as in the 2D model.

Laminate type
* AlZl @ A3Z1 A1Z3
* A2Z1 V Al1Z2 @ A1Z10

90
Indentation surface cracks

(]

Q.70
]

’

60
50
40

Exit angl
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20
10

0 10 20 30 40 50 60 70 80 90
Entering angle, o [°]

@)

4. Results

The laminates prepared to have various Al,O3 to ZrO, ratios of layer
thicknesses (volume fractions) were subjects of the Vickers indentation
on the polished cross-sections. Indentation cracks formed from the in-
dent corners before they enter the interface and after they passed the
interface were analysed from the trajectory point of view. Entering and
exit angles counted from the interface normal were measured and are
displayed in Fig. 4a). The individual points in the plot create two dis-
tinguished branches depending on the type of material into which the
crack propagates. The data points are fitted by sinus function with the
correlation coefficient higher than 0.9 for both branches even the
scatter of data is significant. The exit angle  can be calculated directly
from the entering angle a using the following equation:

B =a+c. sin(a) 4

where c is the maximum angle deviation and it seems to be dependent
only on the material used because the influence of residual stresses was
not proven in this case.

A =ABS( — a) (5)

All data are shown in Fig. 4a) and can be expressed also as the
absolute deviation between entering and exit angles as is shown in

Laminate type
* AlZ1 e A3Z21 A1Z3
* A2Z21 Vv Al1Z2 & Al1710

Indentation surface cracks

v
.

Deviation angle,
& 8 &

=
o

0 10 20 30 40 50 60 70 80 90
Entering angle, o [°]

b)

Fig. 4. a) The summary plot of crack path deflection at the interface for indentation cracks measured for different laminates with indicated fit according to Eq. 4 and
b) representation of the same data as the dependence of the deviation angle on the entering angle of cracks with indicated fit according to Eq. 5.
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Fig. 4b). The deviation angle can be calculated according to the Eq. 5,
where the absolute value of the entering and exit angle is calculated for
each analysed crack. This representation of data by regression fits (see
full lines in Fig. 4b) indicates the symmetry of the indentation crack
behaviour (i.e. the deviation is nearly the same if the crack enters either
from ZrO, or Al,O3 layer) even if a relatively high scatter of data is
noticeable.

A crack propagation for the indentation cracks was usually only
through two neighbouring layers. On the contrary, in the case of
bending SEVNB specimens, there was a crack propagating through all
layers included in the ligament. No delamination on the interfaces was
observed in case of bending. Variation of the entering angle a from 0°
up to ~30° was reached by application of different specimen tilting
angle y as shown in Fig. 2. The initial entering angles slightly deviate
from the individual entering angles taken along the specimen thickness;
however, the coverage of entering angles range is relatively narrow for
the given materials volume ratio anyway. All data obtained from the
side of the surface of bending specimens are summarised in Fig. 5a) and
all data obtained from the measurements at the central part of the
fracture surface (i.e. plane strain area) are displayed in Fig. 5b) plotted
in the same form as the crack propagation trajectory changes measured
for indentation cracks.

The results of the numerical simulations of crack behaviour in the
vicinity of the interface are shown in Fig. 6 for both the plane stress and
plane strain configuration. The calculation of angles deflection was
done for the laminate type 1A1Z. The estimates of the exit angles made
by the FE model depend on the distance taken from the crack tip. The
location of the maximal tangential stress changes with the distance
from the crack tip. This is caused by the superposition of the stress field
induced by the crack and the thermal stress field. The former one de-
creases further from the crack tip while the latter one is constant but
non-uniform if recalculated into the tangential direction. Therefore, it is
necessary to specify the proper distance. It can be related to the mi-
crostructural features, like grain size which is within the micron range.
The estimates of the angles for both materials and distances 0.1-5 ym
are shown in Fig. 6 with highlighted curves for a distance of 0.5 um
corresponding to the expected process zone. The plots are shown in the
same style as data represented in Fig. 4 for a better comparison.

The evolution of the thermally induced (residual) stresses along the
out of plane direction inside the laminate is shown in Fig. 7. The nu-
merical analysis shows that the stress in the Y-direction (i.e. parallel
with the interface) that influences the crack propagation decreases to-
wards the surface of the laminate (see Fig. 7a). The stress decrease is

Laminate type

* A2Z21 K« A1Z1 AlZ2 @ A1Z5

SEVNB specimens - surface - side view

Exit angle,
N w D w [}
o o o o o

20 30 40 50 60 70 80 90
Entering angle, o [°]
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more significant in the centre of each material layer due to the smaller
displacement restrictions compared to the layers interface. However,
the stresses do not vanish at the surface completely and they reach the
constant value (corresponding with the analytical solution — see Eq. 1)
in the depth of about 0.5 of the thickness of the individual material
layer. The stress component in the Z-direction (i.e. out of plane direc-
tion) shows a larger difference between the interface and the centre of
the layer (see Fig. 7 b). At the interface, it is still present at the surface
while in the central part of the layers it decreases to zero due to the free
surface effect. There is also a difference in the stress level saturation.
The interface stresses level at the distance 0.25—0.75L from the surface
while in the central part of the layers experience the stress levelling in
the depth of 2L. These results show that the effect of free surface on
thermal stress distribution is quite significant and its range is compar-
able to the thickness of the laminate layers.

5. Discussion

The results obtained by the indentation technique (see Fig. 4) show
uneven deviation in the dependence on the entering and exit angle of
the observed crack trajectory. The closer 45° an entering angle is the
higher deviation from this direction after passing interface is identified
(see Fig. 4b). The effect of the presence of residual stresses within the
individual layers is not visible even though a large variety of laminate
designs were analysed (material volume ratio from 0.1-3). The situa-
tion of the indentation crack was modelled using FE simplified model.
The model based on the microstructural morphology of prepared ma-
terials was found to describe well the indentation cracks development.
Especially, the experimentally obtained trend was the same as calcu-
lated by this simplified model, see Fig. 8 for comparison. The trajectory
of cracks propagating in the limit situations, i.e. crack perpendicular or
parallel to the interface, is not affected by both the elastic characteristic
mismatch and the presence of residual/internal stresses and deviation is
equal to zero. This finding is in good agreement with other calculations
and experiments [38-40]. Note, to theoretically or experimentally
prove the limit situations in laminates is always hardly reachable
especially for the crack parallel to the interface [41-44].

The observed situation in the indentation crack trajectories (see
Fig. 4) seems to be independent on the level of residual stresses present
in the layers because of all laminates with Al,O3 to ZrO, ratio from 0.1
to 3 exhibit the same crack deviation. This fact can be ascribed to the
effect of the free surface where in-plane residual/internal stresses (0,,
and o,,) lower or vanishes completely as can be demonstrated on the

Laminate type

* A221 x A1Z1 AlZ2 @ A1Z5

SEVNB specimens - central part - top view

10 20 30 40 50 60 70 80

Entering angle, o, [°]

90

b)

Fig. 5. The summary plot of crack path deflection at the interface for cracks measured for different laminates a) from the side of the bending bars and b) on the

central part of the fracture surface.
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Fig. 6. The evolution of crack path change predicted using numerical calculations for various crack tip distances from the interface (0.1-5 pm) for a) plane stress, and

b) plane strain conditions.

calculated stress profiles shown in Fig. 7. Therefore, the elastic mis-
match of layer materials is mainly responsible for the crack deflection
which corresponds well with the literature [45]. The stress-free zone is
expected to be in the range of 10— 100 pm dependent on the material
volume ratios and layer thickness. The effect of the surface on the crack
path trajectory was experimentally proved by the 3D analysis of in-
dentations cracks as well as fracture surfaces of bending bars in the
vicinity of the free surface.

The 3D reconstructions of indentation cracks patterns are demon-
strated in Fig. 9 for two typical situations. Indent is placed into the
compressive Al,O3 layer and cracks are propagating form ZrO, to Al,03
layers (Fig. 9a—d) or indent is placed into the tensile ZrO, layer and
cracks are propagating from Al,O3 to ZrO, layers (Fig. 9e-h).

From the 3D reconstructed crack patterns can be concluded several
facts. The cracks depth is significantly larger than the indent depth it-
self, for example, compare the depth of indent shown in Fig. 9e-h) of A
= 21 um with the largest crack depth approximately B = 270 pm, i.e.
more than 10 fold, depending on the type of crack. The cracks depth is
influenced by the present stress field. In the case of indent placed into
the compressive layer (Al,O3), the crack pattern is simple and in-
dividual cracks coming from the indent corners have a half elliptical
shape (i.e. Palmgqvist cracks). The deflection of the individual

indentation cracks at the interface changes with the depth as is visible
in Fig. 9b). The presence of edge cracks induced by the indents stress
field superposed with compressive stresses within the Al,O3 layer was
proved. The edge cracks depth significantly decreases with the distance
from the indent and the crack shape is triangular. The different situa-
tion can be observed in the case of indent placed into a zirconia tensile
layer. The development of cracks is more extensive and the crack paths
are longer. The bending of the cracks with increasing depth is more
pronounced (see Fig. 9f). Interestingly, the crack trajectories within one
layer are not straight as can be expected and they are usually modelled
[19,32]. Additionally, the formation of so-called tunnelling cracks in
the tensile zirconia layers was observed [46,47]. This effect is marked
by arrows in Fig. 9e). It can be stated that cracks are not propagating
directly from the indent’s corner but can be formed in the volume when
a suitable stress field is formed resulting in a stress intensity factor
overcoming fracture toughness of the material. Also, delamination
cracks were found at the layer interfaces in the vicinity of the indent
together with other secondary cracks. The individual Palmqvist type
cracks are formed in this case when indent is placed into the ZrO, layer.
They have closed-form of cracks, i.e. in the depth, they are joined to-
gether in the form of lateral cracks. The crack deflection for the crack
marked by the yellow circle in Fig. 9e) was monitored thought the

500 500 " T . Fig. 7. The evolution of the thermally
iitar . ZrO2 induced (residual) stresses through the
400 | interface = 210 7 400  interface ——==- out of the plane thickness of the lami-
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S00 L’ Tayer centerline 1 P - component in the Y-axis direction
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Fig. 8. Comparison of experimentally determined crack deflection development
with results from FEM calculations for crack tip distance of 0.5 pm. The de-
velopment of crack deflection for an indentation crack on its depth from the
surface (see Fig. 10 for details) is also inserted.

Crack propagation
from Al,O; to ZrO,

from ZrO, to Al,O4

]
2
< B
5 .8
7
a,
S 2
[8a)
% 100um
a) e
3
o
=
o & -
=
=
S :
E2n z
g 9
S £
35 B
A ©
on B
2 o ) —
Q
s
O 3
=
: ww
]
&
d) h) USSR X

Fig. 9. An example of 3D indentation crack reconstruction for indent placed
into a-d) alumina layer with cracks propagation from ZrO, to Al,Os, and e-h)
zirconia layer with crack propagation from Al,O3; to ZrO, where a, e) is a top
view by SEM, b, f) represents a corresponding top view of the 3D reconstructed
cracks pattern, ¢, g) represents an axonometric view of the 3D reconstructed
cracks pattern and d, h) represents a side view of the 3D reconstructed cracks
pattern.

depth in detail. The dependence of crack deflection development on the
distance from the surface is shown in Fig. 10 accompanied by
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micrographs of the indentation crack at various depths. The visibly
marked knee of the curve corresponds well with the stress field of the
indent and from that point the deflection increases. In the comparison
shown in Fig. 8 are inserted results from detailed crack deflection
analysis (shown in Fig. 10) as a depth-dependent trajectory. In this
comparison is visible an effect of increasing level of internal/residual
stresses with increasing depth which well corresponds with the results
of FE simulations presented in Fig. 7. Also vanishing effect of the indent
stress field with the depth corresponds well to the formation of stress
“crossroad” as marked in Fig. 10 at the depth of approximately 55— 60
um and visible better in the sharp change of the crack trajectory in
Fig. 8 where the entering angle a is changing from approximately 70° to
55° resulting in the exit angle f equal to 45°.

The crack trajectory obtained on the surface of the notched bending
bars is slightly different in comparison with the indentation cracks as
can be noticed from Figs. 4 and 5. The difference is dependent on the
entering angle as well as residual/internal stress level. These dis-
crepancies can be a result of the overall three-dimensional character of
the crack path and an effect of crack propagation direction, i.e. if the
crack propagates from the surface to the interior (from corners of in-
dents) or vice versa (from the notch in bending bars). In the case of
indentation cracks, the direction of propagation is from the nearly
stress-free surface to the interior of laminate where residual stresses are
high, i.e. only elastic mismatch is controlling the trajectory at the be-
ginning. In the case of notched bending bars, the crack front is usually
curved as well-known from the literature [48-50]. In the central part,
plane strain conditions increase stress triaxiality which enhances brittle
fracture and thus crack propagates faster in the interior than at the
surface with plane stress region [51]. Taking into account results
measured in the central part of the fracture surface where larger de-
viation was observed (see Fig. 6) and the fact that crack propagates
from interior to the surface it can be stated that the trace observed on
the bar side surface (free surface) is influenced by the dominant crack
path in the plane strain region. The crack direction can’t change step-
wise even when passing the interface or changing stress conditions as
one can deduct from the rough numerical simulations [32]. The com-
plexity of the crack trajectory can be seen also in the 3D reconstruction
of the fracture surface for bending bars Fig. 11. The even steps are
observable for the laminate interior (central part of the fracture surface)
Fig. 11a). The noticeable change of crack trajectory in the vicinity of
the surface is shown in Fig. 11b) and the crack profiles are summarised
and compared in Fig. 11c). The smooth crack path change in the three-
dimensional space is obvious. This finding is in good correlation with
the calculated stress field shown in Fig. 7 where the gradient of ther-
mally induced stresses is changing trough the layer thickness.

The comparison between crack paths formed by indentation and
bending approach for laminates with internal stresses can result in the
recommendation to use crack propagation in bulk samples which re-
flects better the effect of present stresses. The indentation provides not
relevant information on the surface. It was also reported based on the
3D crack pattern reconstructions that the resulting crack pattern is in-
fluenced by the stress field created by the indentation itself although
the structural ceramic material is used [52,53].

6. Conclusions

The crack deflection magnitude observed in laminates with strongly
bonded layers depends heavily on both the experimental technique
used for crack formation and the location of observation. Based on the
experimental results supported by numerical analysis the main findings
of this investigation can be summarised as follows:

o Deflection of the indentation cracks observed at the surface reflects
mostly dissimilar elastic properties of individual materials and does
not reflect the level of residual/internal stresses.

e Crack path of the indentation cracks is changed in the depth
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significantly when residual/internal stresses are present.

e The formation of tunnelling cracks can be observed when the stress
fields created during indentation and induced by the crack tip in-
teracts with the present residual/internal stresses.

o The crack path of SEVNB specimens observed from the side surface
(similarly to indentation cracks) differs when compared with the
trajectory of indentation cracks.

® The crack path of SEVNB specimen in the interior is strongly af-
fected by the presence of residual/internal stresses.

e The direction of crack propagation, i.e. surface to the interior (for
indent) or vice versa (for SEVNB), is an important factor for the
resulting crack path (crack deflection at the interface).

e Change of the crack propagation angle depends on the distance in
front of the crack tip at which the new crack initiates. This was
verified by the numerical simulations. The initiation distance is
determined by the microstructure.

e It was numerically and experimentally proven that the depth at
which residual stresses are influenced by the free surface is com-
parable to the thickness of the layers in the ceramic laminate.
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ARTICLE INFO ABSTRACT

Keywords: In this paper, the concept of multi-layer ceramics based on a combination of piezoelectric layers BaTiO3 (BT) or
EPD (Bag.g5Cag.15)(Zro 1 Tip.9)O3 (BCZT) alternated with mechanically durable ZrO, (Z) layers is investigated. Both
S?S . BT/Z and BCZT/Z laminates were successfully electrophoretically deposited (EPD) due to knowledge of the
::rz\?::t:;mlcs deposition kinetics of individual materials and their green densities allowing precise layer thickness control. The
Layer interface EPD was followed by conventional sintering (CS) or spark plasma sintering (SPS). The CS resulted in the
Indentation/hardness development of cracks, pores, and significant chemical reactions at the layers interfaces in both types of lami-

nates. Laminates sintered by SPS were crack free with suppressed or none chemical reactions at the interfaces.
The mechanical properties development across layers was monitored using nanoindentation. This approach
identified interlayer porosity evolution and estimated the significance of the reaction zone at the interface.

1. Introduction

Piezoelectric harvesting devices are designed to generate a small
amount of energy for low-power electrical devices [1,2]. One of the
feasible harvester designs is a multi-layer (or laminate) form [3].
However, these multi-layer materials are usually packaged piezoelectric
ceramics using epoxy resin as protective layers. From the mechanical
point of view, such structural organization has some limitations in low
resistance against mechanical impact and scratches. Therefore, the
challenging solution could be addressed with fully ceramic multi-layer
laminates.

The mechanically durable ceramic protective layers can enhance the
reliability and fracture resistance of the inherently brittle piezoceramics.
However, several issues must be taken into consideration: i) the different
green densities of the ceramic layers in multi-layer ceramics before
sintering may lead to crack propagation along layer interface (delami-
nation) due to high internal stresses at the sintering temperature, ii) if
the ceramics have dissimilar coefficients of thermal expansion then
cracks perpendicular to the layers are developed during cooling from
sintering temperature, iii) the piezoceramics, typically BaTiOs, are
known for their strong tendency to undergo chemical reactions with
surrounding ceramic materials giving formation of new phases [4-6].

Related to the harvesting application, there is also a question of elec-
trodes being as close to the piezoelectric layers as possible. Hence, new
approaches must be applied to overcome these issues.

In the paper, the concept of multi-layer ceramics with alternating
piezoceramics of BaTiO3 (BT) or (Bag gsCag.15)(Zrg.1Tig.9)O3 (BCZT) and
mechanically durable ZrO, (Z) layers for possible harvesting application
is investigated. The brief study covers combined preparation using
electrophoretic deposition (EPD) and spark plasma sintering (SPS),
microstructural analysis, evaluation of changes in the reaction zone at
the interface between layers and local mechanical characterization.

2. Experimental

Selected materials were commercial ZrO, (Tosoh, Japan), BaTiO3
(Nanografi, Turkey) and synthesized (Bag gsCag.15)(Zro.1Tig.9)O3 pow-
ders. More information about the synthesis of BCZT is in the work [7].
Multi-layer materials were prepared using EPD from suspensions con-
taining 15 wt% ceramic powder, 12.75 wt% of monochloroacetic acid
(Merck, Germany) and isopropyl alcohol (Lachner, Czech Republic).
Description of suspension handling and details about EPD of single- and
multi-layered materials used in this work are available in the literature
[7,8].
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Fig. 1. Dependence of yields on deposition time.

The BT/Z and BCZT/Z laminates of several millimetres in thickness
containing 31 alternating BT and Z or BCZT and Z layers were calcinated
at 800 °C for 1 h and shaped into cylinders with a diameter of 12 mm.
Such pellets were conventionally sintered (CS) at 1300 °C for BT/Z or
1500 °C for BCZT/Z for 2 h in the air or inserted into a graphite die with
the same diameter followed by SPS at 1250 °C for BT/Z or 1350 °C for
BCZT/Z for 5 min with a heating rate of 100 °C/min and applied pres-
sure of 50 MPa.

The density of the laminates was measured according to Archimedes’
principle. The microstructure was observed using scanning electron

CS 13009C
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microscopy (Mira, Tescan, Czech Republic) equipped with EDS. The
samples’ Vickers hardness was determined using a machine ZHN
(Zwick/Roel, Germany) at a maximum load of 50 mN. The QCSM
method was used to estimate the elastic modulus. Indentation hardness
was calculated from the loading curves data and the geometric function
of the indenter. At least 150 indents were measured and analysed.

3. Results and discussion

The multi-layer ceramics were prepared using knowledge of the ki-
netics of each material. The kinetic curves can be seen in Fig. 1, where
the dependence of yields on deposition time is plotted. To reduce the
inclination of multi-layer ceramics to delaminate during sintering, the
EPD process was optimized to reach similar green densities for all ma-
terials. As a result, the green densities were 44.7 + 0.1 % t.d. for BT,
46.7 £ 0.1 % t.d. for BCZT, 47.4 £ 0.1 % t.d. for Z. The slowest depo-
sition was recorded for Z material. The slow deposition rate generally
results in favourable particle packing during deposition, i.e., particles
have enough time to take advantageous positions in a deposit [9].
Therefore, increasing deposition rates of BT and BCZT resulted in
slightly lower green densities. Adopting the kinetic data and green
densities of the deposited ceramics allowed the estimation of a schedule
covering precise time per layer in laminate according to the work [8], so
it was possible to prepare the multi-layer systems with precise control of
layer thickness.

Fig. 2 shows SEM images of prepared multi-layer ceramics prepared
using EPD and densified by CS or SPS. The CS BT/Z laminate shown in
Fig. 2a consisted of 31 periodically repeating layers with a thickness of
60 pm. The layer interfaces were strong and narrow after EPD; however,
a significant reaction during sintering occurred. The reaction was more

SPS 1250°C

SPS 1350°C

BCZT/Z

Fig. 2. SEM micrographs of a,b) BT/Z and c,d) BCZT/Z laminates after conventional sintering (CS) and spark plasma sintering (SPS).
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Z sintered using SPS.

evident in BT layers (bright ones) resulting in the formation of large
pores. Moreover, BT layers contain perpendicular cracks and coarse BT
grains due to high sintering temperature and dwell time [10]. The same
laminate sintered using SPS had a crack-free microstructure with a
narrow and strong layer interface after densification (see Fig. 2b). The
applied pressure promoted densification resulting in 17 pm thick layers.
However, isolated reaction zones were present. The significant propa-
gation of cracks (parallel and perpendicular to layers) was observed in
CS BCZT/Z laminate (see Fig. 2c). The tendency to crack was probably
due to a significant chemical reaction, which also made it impossible to
determine the thickness of the layers. On the other hand, BCZT/Z
laminate sintered by SPS (see Fig. 2d) was crack-free with no observable
reaction between BCTZ and Z layers with a thickness of ~22 pm. White
areas in grey Z layers, visible in Fig. 2b,d, are processing artefacts
originating from contaminated suspension by BT or BCZT materials.
Fig. 3 shows results from EDS measurement at layer boundaries of
BT/Z laminate prepared by CS and BT/Z and BCZT/Z laminates sintered
by SPS. The measurement proved a strong chemical reaction at the layer
interface in CS BT/Z laminate resulting in the substitution of the B cation
site in the ABO3 perovskite structure of BT (see Fig. 3a,b) into probable
phase structure of BaTig 75Zrg.2503 [11]. It is known, that such stoichi-
ometry imbalance in BT decreases its tetragonality and negatively

affects electric properties [12]. The situation was more favourable in
BT/Z laminate sintered by SPS. The chemical reaction between BT and Z
was suppressed; however, some isolated areas enriched by Ti (most
probably BagTi; 7040 or BaTizOs [11]) were observed (see Fig. 3c,d). In
contrast, no reaction was detected using EDS analysis in BCZT/Z lami-
nate sintered by SPS, as seen in Fig. 3e,f. Suppressed reactivity in the
laminates sintered by SPS can be attributed to faster thermal treatment,
reduced atmosphere, applied pressure and the fact that BCZT already
contains Z leading to slower diffusion processes due to concentration
gradient.

The indentation data obtained across layers shown in Fig. 4 corre-
sponds well with the changes in the chemical composition shown in
Fig. 3. The indentation hardness, as well as modulus, exhibits sharp
changes in BCZT/Z sintered by SPS at 1350 °C contrary to BT/Z CS
where except reaction zone a significant porosity was formed (note the
indents affected by pores are not shown). The SPS of BT/Z at 1250 °C led
to the elimination of microporosity in the BT layer, which was mirrored
in the reduced scatter of hardness data coming from the BT layer. The
indentation modulus of the Z layer sintered by SPS changed from
~208 GPa to ~194 GPa for the drop of sintering temperature by 100 °C.
The lower sintering temperature (1250 °C) led to modulus reduction
corresponding to increased porosity of ~3 % by the Ishai Cohen model
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[13]. In the case of the BT or BCZT layer, the porosity increased from the
interface to the layer centre (see the fitted lines), which was most pro-
nounced for CS BT. The SPS technique was beneficial from the me-
chanical properties point of view by reducing porosity and the extent of
the reaction zone.

4. Conclusions

The multi-layer ceramics with precise layer thickness control were
successfully prepared by EPD using knowledge about deposition kinetics
and green densities of BT, BCZT and Z ceramics. However, the sub-
stantial development of cracks and chemical reactions was observed and
measured in the microstructure of conventionally sintered BT/Z and
BCZT/Z laminates. SPS significantly improved the durability of the
laminates and suppressed undesirable chemical reactions between ma-
terials. From the mechanical point of view, a gradient still existed caused
by increased porosity in the direction from the interface to the layer
centre when SPS was applied but was significantly suppressed. The re-
sults indicate that combining EPD and SPS is a promising concept for
preparing multi-layer ceramics for energy harvesting applications.
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Abstract. A laminate composed from alumina and mixture of alumina and 5 vol.% of SiC as well
as standards with composition of each layer were prepared using a slip-casting method for green
body preparation with following spark plasma sintering. The laminate had a sharp interface between
layers and no delamination was observed. Prepared materials were characterized in terms of their
microstructure, hardness and fractographic analysis. Because of supposed ballistic potential all
prepared ceramics were also subjected to depth of penetration testing.

Introduction

In the last decade, the layered ceramics have received much attention in the material research.
The engineering laminates consisting of ceramic layers are used rather in very special applications.
Proper tailoring of the layer composition allows enhancing of the final electrical, optical or
mechanical properties of laminate [1-3]. Moreover, the other beneficial effect of layered structure is
existence of internal stresses between layers affecting mainly the fracture behavior.

Further improvement of material properties can be obtained when the layers of the laminate are
formed as a nanocomposite structure. One of the most studied nanocomposite system based on
alumina matrix contains added particles or whiskers of different oxide (ZrO,, YAG etc.) or non-
oxide (SiC, Si3Ny, B4C etc.) [4]. In the case of alumina matrix with added fine SiC particles to the
matrix usually occurs significant increase in strength, hardness, fracture toughness and creep
resistance [5]. However, the alumina densification is suppressed by the extensive addition of
carbide or nitride and may results in the formation of porous microstructure [6].

In present work, the ceramic three-layer laminate composed of pure alumina layer and layers of
alumina with 5 vol.% SiC and standards with the same composition as layers were prepared.
Motivation of alumina doping by nano SiC was to increase the hardness of such layer in the
laminate. An unusual combination of slip-casting method with following spark plasma sintering
(SPS) was applied. Prepared materials were subjected to microstructure analysis, measurement of
Vickers hardness and fractographic analysis. The suitability of the prepared materials for ballistic
applications was verified by depth of penetration (DOP) test.

Experimental

The suspensions used for slip casting contained alumina powder (A, d = 450 nm, Sumitomo
Chemical, Japan) or alumina powder with 5 vol.% of silicon carbide powder (A5SiC, d = 50 nm,
Goodfellow Cambridge, UK), 2.5 % solution of water and polyvinyl alcohol (PVA, Mowiol 10-98,

All rights reserved. No part of contents of this paper may be reproduced or transmitted in any form or by any means without the written permission of Trans
Tech Publications, www.scientific.net. (#111029713-21/11/18,09:19:15)
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Sigma-Aldrich, USA), sucrose (Cukrovar Vrbatky, Czech Republic), Darvan C-N (Vanderbilt
Chemicals, Netherlands) and Octanol (1 drop per 25 mL of suspension). The exact composition of
both type suspensions is shown in Table 1.

Table 1 Composition of suspensions

Compounds Suspensions

A [vol. %] AS5SiC [vol. %]
solution of water and PVA 49 49
Darvan C-N 4 4
sucrose 4 4
alumina powder 43 41
silicon carbide powder - 2"

* volume fraction of SiC is calculated relative to the suspension volume

All components of the suspensions were stirred together with zirconia balls in ratio of 1:3 for
24 hours. A gypsum-cement plate served as a porous mold during slip casting. The shape of green
bodies was created using cylindrical silicon form with diameter of 49.5 mm and height of 20 mm.
Laminate was prepared using a gradual casting with 40 minutes period between casting of
individual layers. The ceramic bodies were left on the mold for 4 days. Dried green bodies were
annealed at 600 °C (1 °C/min) for 1 hour in air and then sintered by spark plasma sintering (Fuji
Electronic Industrial, Japan) at 1450 °C (50 °C/min) for 2 minutes with applied pressure of 40 MPa
and using graphitic die with diameter of 50.5 mm.

The sample densities were measured using Archimedes' principle (EN 623-2). The phase
composition was determined using an X-ray diffractometer (XRD, SmartLab Rigaku, Japan). The
hardness of samples was measured using an instrumented hardness tester Z2.5 (Zwick/Roel,
Germany) at 50 N load. The number of measurements for standards and each layer in laminate was
set to 10. The microstructure was observed using a scanning electron microscope Lyra 3 (Tescan,
Czech Republic). The depth of penetration experiments were conducted with projectile 7.62 mm x
54R B32 API at velocity of 854 + 20 m/s. The used backings were aluminum cylinders. The impact
craters were analyzed using XRD on at least five samples of each type of ceramic material.

Results and Discussion

In general, the slip-casting method allows preparation of relatively huge crack free green bodies.
We fabricated three types of green bodies; A and A5SiC served as a standards and laminate with
three layers (AS5SiC/A/AS5SiC) were prepared. Typical green bodies prepared by slip casting
method are shown in Fig. 1.

e
U

Fig. 1 Green bodies of a) alumina, b) ASISiCNcomposite and c) three-layer A5SiC/A/A5SiC laminate
after slip-casting.

The laminate had a sharp interface between layers and no delamination was observed. Casted
green bodies have already been used in few papers [7, 8] instead of ceramic powders for sintering
via SPS. Such approach has two positive effects: i) reduction of the graphite die wear and ii)
controlled preparation of layered materials.



Key Engineering Materials Vol. 784 69

The X-ray diffraction patterns of A and AS5SiC layers in the sintered laminate are plotted in
Fig. 2. From the diffraction pattern of A layer is evident that the microstructure is formed by pure
alumina phase. In the case of A5SiC layer only the several peaks belonging to SiC phase were
found beside the alumina peaks. This is an important observation confirming that the SiC phase
reacted noticeably neither with the liquid during slip casting nor with oxygen in alumina. Based
from the literature [9] the presence of more than one secondary phase could be expected but no
more phases were detected.
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Fig. 2 X-ray diffraction patterns of A and AS5SiC layers in sintered laminate.

The relative density of prepared A standard was 99.4 % contrary to A5SiC standard with relative
density of 98.2 %. The higher degree of porosity in A5SiC may have two reasons. The first one is
the worse dispergation of the SiC particles in alumina matrix during suspension preparation. Such
agglomerates then preserved in the microstructure after SPS. The second reason is the suppressed
densification of alumina by SiC particles [6]. The relative density of three-layer laminate was
98.9 %.

The hardness of A (red triangles), ASSiC (black rings) and A5SiC/A/ASSiC laminate (green
squares) is shown in Fig. 3. The Vickers hardness of A and A5SiC standards was 19.6 = 0.3 and
19.3 £ 0.4 GPa, respectively. The similar result was reported before [10, 11] and it indicates that the
addition of SiC did not improve the mechanical properties. Nevertheless, in the works of Jaafar et
al. [4] and Shi et al. [5] the measured hardness was substantially higher (more than 20 GPa). The
hardness of the layers in the three-layer laminate was almost similar. The hardness of the first
AS5SiC layer was 19.9 + 0.3 GPa, hardness of the second and third layers were 19.8 £ 0.7 GPa and
20.7 £ 0.5 GPa, respectively. The higher hardness of the last layer can be attributed to
inhomogeneous densification by pressing during SPS. The similar hardness of A and A5SiC (see
Fig. 3) can be attributed to the higher porosity in the ceramics containing SiC. This porosity is
clearly visible in the image of an indent near the layer interface in Fig. 3 and is very likely caused
by insufficient SiC dispersion. The observed pores are flattened what suggests that a sinter-forging
takes place. Furthermore, the interesting result is that the high hardness of SiC grains can
compensate porosity in A5SiC layers.

From the image in Fig. 3 can also be seen that the propagating indentation crack pointing to the
layer interface did not or only slightly changed its direction on the interface. This behavior suggests
minimal internal tension or pressure stresses between layers. Presumably, the internal stresses
would take on greater importance when the amount of SiC would be higher.
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Fig. 3 Vickers hardness of A (red triangles), A5SiC (black rings) and A5SiC/A/AS5SiC laminate
(green squares) with detailed micrographs of indent near the layer interface.

The side view of propagating indentation cracks in A and AS5SiC layers are shown in Fig. 4a, b.
The path of the crack in AS5SiC layer is straighter than in A layer. This corresponds with the
micrographs of the open crack surfaces (see Fig. 4c, d) where predominantly intergranular and
transgranular fractures are documented. The transgranular fracture was probably caused by a higher
compressive stress on the grain boundary of SiC generated due to the mismatch of thermal
coefficients (CTE) between alumina (CTE = 8.8-10° °C™") matrix and SiC (CTE =4.4-10° °C™") [5].

Fig. 4 Micrographs of propagating indentation cracks and open surfaces in (a, c) A and (b, d)
AS5SiC layers.

The DOP tests of prepared ceramics are summarized in Fig. 5. The DOP value increased with
content of SiC in the microstructure due to its higher porosity. On the other hand, the differences
are only seemingly high. Obtained results were compared to data from work Savio et al. [12] where
alumina and zirconia-toughened alumina (ZTA) ceramics at lower thickness were investigated.
Normalized data from the mentioned paper supplemented by current results clearly show linear
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dependence of DOP on thickness of alumina ceramics. Our DOP values for pure alumina perfectly
fit into this dependence. Moreover, such comparison showed that 7.62API projectile (at velocity of
854 m/s) can be completely stopped in the alumina armor when the ceramics is >7.4 mm thick.
Slightly higher DOP values for prepared composite and laminates confirmed that the added amount
of SiC with higher hardness was not completely able to compensate the negative influence of
increased porosity. However, the optimization of added SiC amount and the sintering regime, which
will be the subject of future work, could very likely lead to increased ballistic efficiency of the
laminate.
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Fig. 5 Dependence of depth of penetration on thickness of ballistic tested samples.

Conclusions

The green bodies of three-layer laminate containing alumina and mixture of alumina with
5 vol.% of SiC as well as standards were prepared using slip-casting with following spark plasma
sintering. All the prepared ceramics were crack free and the laminates did not exhibit any
delamination. The XRD analysis proved presence of only alumina and SiC phases in the
microstructure. The Vickers hardness of the samples varied from 18.1 to 20.7 GPa. The lower
hardness of layers containing SiC was caused by higher porosity. However, this negative porosity
effect can be compensated to certain extent due to the higher hardness of SiC grains. The minimal
influence of internal stresses on the crack propagating on layer interface was found. The layers with
added SiC in laminates had predominantly transgranular fracture behavior contrary to intergranular
fracture in alumina layers. The DOP test of prepared ceramics showed that the porosity is (beside
the hardness) another key parameter for successful ballistic protection. Present work clearly showed
that the positive effect of SiC will require full densification, which was in our case limited
especially by insufficient SiC dispersion. Therefore, the future work will be concerned on adjusting
the processing parameters (mainly dispersing procedure) in order to obtain completely pore free
structure.
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