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2uvoyn ota EAAnvika

To QVTIKELLEVO KaL OL OTOXOL TNG
napoloag S18akTopkng dLatplBng, Kabwg
KoL N Soun Tou KELEVOU mapouatdlovTal
OTO €l0aywyLKo Keddhato 1.

Elcaywyn

Ta KEPOMLKA ULALKA Yapaktnpilovtol amo eoPETIKEC OLOTNTEG OMWE XOUNAN
TUKVOTNTA, HeydaAn okAnpotnta kot akapia, uPpnAd onueio NG, kaAn avroxn
ot ofeidbwon kot dLaBpwon, kabwg Katl og uPNAEC Beppokpaaoieg. OL TEXVOAOYLKEC
epapUOYEG TOUC WOTOOO, TEPLOPLlovTal SPAUATIKA YEYOVOG Tou Tnyalel amo
v Yabupr ocupmepidpopd Toug n omola ta koBloTtd eunabn otnv anmoToun
Kataotpodikn Bpavon. e avtiBeon pe To KEPAMIKA, Ta METAAAA gival OAKLUA KoL
ehatd UALKG, Ttou xapaktnpilovtal amo uPnAn ducBpauvototnTta pe duvatotnta
TAQLOTLKN G Ttapapopdwaong mpv tnyv Bpavon.

O ouvOUOOMOG KEPAULKWY KAl UETAALKWY UAIKWV QAIOCKOTEL otnv SnuLoupyia
£VOC VEou, olvBetou UAkoU SUo ddoswv pe BeAtiwpévn avtoxr otnv Bpadlon,
amoteAoUpevo amd pla ouvexn daon (Kepopikn UNTpa) kal pa Stakpltn ddon
(ueTtaA\ikd cwpatidia). Q¢ oluvBeto opiletal to UALKO To omoio mAnpol Tig
akolouBeg mpolmoBéoelg: (a) pmopel va katoaokevaotel, (B) amoteAeital amo
800 1 meplocoTEPEG SLAKPLTEG PAOELS HE SLOPOPETIKEG PUOLKEG /KoL XNULKES
1dLotNTEG Mo Slaywpilovtal péow Slemidpavelag, kat () EXEL XAPAKTNPLOTIKA TIOU
Sev amelkovilovtal PEUOVWHEVA ATIO T EMUEPOUC UALKA TTOU TO amopTilouv.

H mapovoa Si8aktopikr Slatplpn €ixe wg otdXoUC TNV CUVOEON KEPAULKWVY (Un
EVIOXUUEVWY) Selypdtwy, KoBWE kal oUVOETWVYV SelYUATWY KEPAULKAG HATPOS
EVIOXUUEVWV ULE LETOAALKA eYKAElopaTa LEow KAaTAAANANG pebddou popdomoinong,
TOV XOPOKTNPLOUO KAl TNV HEAETN TNC LAKPO- KAl iKPO-O0UAC TOuG, TV afloAdynaon
TNG KNXAVLKAG TOUG QIMOKPLONG, KABWE KoL TOV CUCXETIOMO QVAUECSO OTNV Soun Kol
TLG LNXOVLKEG LELOTNTEC.
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IxAMa 1: H dopr Tou ofeldiou tou apythiou. CORUNDUM: Al,O3

Q¢ ouvexng kepapikn éaon emAéxBnke 1o ofeidlo tou ahouplviou (ofeidlo
TOU apylAiou), €UPEWC YVWOTO WG oAoOLUWVA, HE XOPAKTNPLOTIKoUG SeopoUg
avaueoa oe atopa aAoupviou kot ofuyovou (Ixnua 1). H aloUpwa amoteAel
£va KEPAUIKO UALKO LPNAAG ToldTNTOG UE HOVASIKO CcUVOUOOUO GUOLKWVY Kal
HUNXQVIKWV LOLOTATWY, Kal ival éva amod ta o oNUOVTLKA TIPOoNYUEVA TEXVOAOYLKA
KEPAULKA TTOU Xpnolpormoleital oe mARBog epapuoywv. Q¢ LETAAAIKA eYKAElopATO
eTUAEXONKaV: (a) 0 XAAKOG AOyw TNG LEYAANG avtoxng os Bpalon kat Suvatotntog
napapopdwong Kabwg Kot TG OXETIKA XapNANG Ttukvotntag, kat (B) to BoAdpauto
AOyw tou xaunAol cuvteleotr Bepuikn g StaotoAng, kabwg kattou unAol cnueiou
éNe.

H popdomnoinon twv Selypdtwy nmpaypatonow|Bnke péow tng pebodou xuteuong
EVaLWPNOoNG KE YyVWHOVA TNV SuvaTtotnTa yla KaAUTEPO oToifaypa TwV CWUATIS WV
GUYKPLTLKA LLE TLG OIAEG ENpég ueBBSoUG popdomoinong, OTIWG N CUUTTESH KOVEWV, N
omoia cuvBwg odnyel og dokipla pe pn opolopopdn dour. MapdAAnAa n xUteuon
QlwpAHATOC gival pla YEBodog pe XaUNAEG AMALTAOELS O Opyavikd Tpocobeta,
OUVKPITIKA HE AAAEC UYPECG HeBOSOUC, evw N Xpron vepoU w¢ USATIKO UECO ThV
KaBlota aodadr] kot amodoTikr. TEANOG, N CUYKEKPLUEVN TEXVIKI ETUTPEMEL TNV
ouvBeon Soklpiwy og pla mMANBwpa oxNUATWY Kal HeyeBwvY, epOCOV N KATACKEUN
TWV EKUOYELWV EKTEAELTOL QIO TOV MELPAUATLOTH.

JUVOAIKA TIPAOKEUAOTNKAY Kal HEAETAONKav Téooepls SladopeTIKEG CUVOEDELG
Seypatwyv: (a) kaBapr, pn evioxupévn alovpwva, (B) aAoUuwva eVIOXUUEVN UE
owpatidla XaAkoU o€ TEVTE CUYKEVTPWOELG HE KAAOUA Oykou Cu amo 1 €wg 10%,
(v) aholuwva eVIoXUHEVN HE owWUOTIOO BOADPOUIOU OE TECOEPLE CUYKEVTPWOELS
pe kKAaopa oykou W amoé 0.5 éwg 6%, (6) aloUpwa pe cuvduacud cwpatidiwv
BoAdpapiou/xaAkoU o€ €L CUYKEVIPWOELG UE GUVOALKO KAAouo oykou W-Cu amo
2 €wg 22%.
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To Kedbdhalo 2 mapéxel mAnpodopieg yla
TNV Sopn Kal TIG LBLOTNTES TWV UALKWV TIOU
xpnotwonotnonkav, kKabwg kal Bacikeg
OPXEC TTOU SLETIOUV TAL UTIO HEAETN
oUVOETO UAIKA KEPAULKAG LATPAC UE
petaAAkn evioxuon. Alvetaln
BiBAloypadiki EMLOKOTINGN UE
emAeypéva mapadelypata mou
g€etalovtal Kal oulnToLVTAL WC TTIPOG TLG
pnebBodoug ouvBeong, TNV Soun KoL TLG
LNXOVIKEG TOUC LBLOTNTEC, Kall
eMunpoodeta, avadEpovtal ol pEBodot
pHopdomoinong mou XpnoLomoLoUvVTaL yLlo
TNV TOPACKEUT) KEPOULKWY UALKWV 1/Kkat
OUVOETWV UALKWV E KEPAULKA LATPA.

Oswpia kot BipAloypadikn Emiokonnon

Nopwéeg

Onw¢ avadEépape, To KEPAULKA, YVWOTA R8N amod TNV apXaLoTtnTa, AmoteAolV Eva
QVATTOOTIAOTO KOUUATL TOU EUPUTEPOU KAASOU TwV UALKWV. MpOKeLTaL yLa avopyava
LN LETAAALKA UALKA e LoXUPOUC LOVTLKOUC H/Kal opolomoAlkolg deopoug, Ta onola
£€XOUV UTIOOTEL KaTepyaoio KATw amo uPnAég Bepuokpaoieg, VW XapaKTNPLOTIKO
TOUG YVWPLOMA QTOTEAEL TO yeyovoC MwG ouxva Oev €TITUYXAVOUV ThV TIARPN
TIUKVOTIOINON HETA TNV OAOKANPWON TNG MUPOCUCOWUATWONG. AUTO €XEL WG
amotéAeopa TV dnuLoupyia evog TEAIKOU SOKLUIOU HE TTUKVOTNTA XOUNAOGTEPN TNG
BEWPNTIKAG, KAl CUVETIWG TNV MApoUsia KATTOLOU MoPwEOUG TIOU TIAPAUEVEL GTNV
doun, cuvnBwe ¢ Tafewc Tou 5%. To MopPWSEEC UIMoPEL va eival avoLyTo N KAELOTO,
UTIO popdr ULKPWYV N LEYAAWVY TTOPWV, LELOVWHEVWV I UTIO Hopdr cuotadag.

JuvemokoAouBo auToU TOU XaPOKTNELOTIKOU £ival n LELWC TOU HETPOU EAQCTLKOTNTOG
KaLTNG oKANPOTNTAC, KABWG KAl GAAWV LOLOTNTEG TWV UALKWYV, OLOTIolEG emnpealovTal
amod TNV Mapousia TwWv MOPWV Kal MOPouclalouv EAATTWON OTLC TIUEG TOUG ME
v avénon tou mopwdoug. Ztnv BiBAoypadia unapxouv SLabeotpeg ElowOoELS
KaTAAANAEG yLa va eplypAPouy TNV EAATTWON TWV TLLWY TOU HETPOU EAACTLKOTNTAG,
KaBwe Kkal TNG okKANPOTNTAG, N XPHON TWV OMOolwv €ival LOLOITEPWE ONUAVTLKA
OTNV MePIMTWon Twv oUVOETWV UAIKwY, £dOCOV CUVOVTWVTAL O HLa TTANBwpa
£dapUOYWV OTIWE OTNV AlEPOSLOOTN KT KOl lepOTIopLKN Blopnyavia, otnv Blopnxavia
auToKWNTWY, KaBw¢ Kal o€ mpolovia kaBnuepwng xpnong otic omoleg eival
anopaitnto va yvwpilou e K TWV MPOTEPWY TNV CUUITEPLPOPA TOU KAOE UALKOU.
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Texvikég Mopdomnoinong

H popdormoinon twv KEPAPLKWY UAKWVY f/Kkal cUvOETwY UALKWV TIou amaptilovrot
Qo KEpAULKA LATPA KaL Kamola paon evioxuong unopel va npaypatomnolnBel péow
Sladopwv HEBOSWV N TEXVLKWY, N KATNYOPLOTIOINGN TWV OMOilwV yivetal pe Bacon
TLC QTTOUTHOELG TOUG O€ KAToLo udatikd péoo (ouvnBwg vepd). Me Bdaon auth tnv
amaitnon, TPoKUTITOUV oL aKOAOUBEC KOTNYOpPILEG:

Znpéc M€BodoL katd TG omoleg dev amatteital n mpooOnkn vepou. H €&npn
HovoaoViKr) cUUTTieon €lval n TLo kowr PEBoSo¢ mMou XpnoLuomoleital yio
NV oUvBeon SelyMATWY e OXETIKA OIMAQ oxfAuato. AToTteAel pia ypriyopn
Kal arAr péBodo popdomnoinong pEow tnNg cupmieon Twv VAWV (o popodn
KOVEWV) p€oa Ot €va KaAoUTIL, OHwG ouxvd odnysl O£ avicotporio Ttou
Sokiuiou Adyw TNG Un opoldopopdng cupmieong OAwvV Twv onueiwv Tou
Selypatog.  EVOANOKTIKEC TEXVIKEC OTOTEAOUV: 1 LOOCTOTLK) CUMTiESN
yla tTnv olvBeon SelypddTwyv LE opoloyevry Sopr Kol apkKeTA uYPnAOTEPES
TIUKVOTNTEG ] N CUUTTIEDN &V BEPUW WE TNV TauToXpovn edappoyr uPnAng
niieong kot uPnAng Bepuokpaciag péow tng omoiag Ta delypata mAnoLalouv
TG OeWwpPNTIKEG TIUKVOTNTEG, €XEL OMWG UPNAO KOOTOG KOL TIEPLOPLOMEVN
TIOPAYWYLKOTNTA.

MAaotikég MEBoSoL oL omoleg XPNOLUOTIOLOUVTAL Ylot TOV OXNUOTIOUO Kol TNV
napaywyn TeAkwv mpoioviwv und popdn pafdwv n cwAnvwv. H 1o
Kown uEBodog autng TN katnyopiag sivatl n e€wbnon n omola £xel peyAAeg
QMALITAOELS O VEPO KABWCE KAl OE OpPYyaVIKA MPOCBETA CUOTATIKA Ta omoia
ETUTPETOUV TNV dnpoupyia pLog eumAaotng palag n onola Ba popdormnoinbel
(umé mieon) oto katdaAAnAo oxAua.

Hu-uypég M£00o8oL katd TIC omoleg amalteital peyaln nocotnta uSATIKOU HEGOU
(vepou) wote va oxnUATLOTEL éva atwpnua. H 1o XopaKTnPLOTLIKA TEXVLKN
QUTAG TNG Katnyoplag elval n XUTELON EVOLWPNONG, VLA TNV XPronN TNG omnolag
OpXLKA aratteltol N mpostolacia KAtaAnAwy mopwdwv ekpayelwv péoa
ota omoia Ba yivel n €yxuon Tou ALWPNUATOC Kol autd Ba amoppodricouv
v Teploosla vepol WOTE va OXNUATIOTEL €va WHO Selypa Hetd tnv
QIMOPAKPUVON Ao To KAAOUTIL (IxAua 2).

X0teuon Evawwpnong

H xUteuon awwpnuatog¢ Slakpivetal: (o) otnv otepen XUTEUON, KATA TNV
oroia To alwpno PooTiBeTAL CUVEXWE 0TO KAAOUTIL £WE OTOU OXNUATLOTEL
€va oupmayEg dokiulo, kat (B) otnv xUteuon HE amoxuon, KATA TNV onoia
N NMePLOOELA TOU QLWPHHUATOC ATOMAKPUVETOL Ao TO KAAOUTIL WOTE va
nipokUEeL TeEAKA €va Koilo Seiypa.
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IxAHa 2: Anoppodnan vepol amnod Mopwdeg EKUAYELO KATA TNV XUTEUCH EVALWPNONG.

Onwg avadépape MPWTUTEPA, N CUYKEKPLUEVN UEBOSOC mpoTipdtal Adyw
XOUNAOU KOOTOUC, KOl KAAUTEPNG OLLOLOYEVELAG TEALKOU TIPOIOVTOC CUYKPLTLKA
ME OMAEC TEXVIKEG oupmieonc.  EmumAéov MAEOVEKTAUATA TNG TEXVLKAG
nepAapBavouv tnv SuvatoTNTa MAPACKEU NG SOKLULWY [Le TTOAUTTAOKO OX I LOTOL
Kl LEYEDN, KOBWC Kol oL XAUNAOTEPEG ATMALTACELC OE OPYAVIKA CUCTATLKA
£vavtl aAwv peBodwv Tou Kavouv xprnon vdatikol pécou. MeLloveKTATO
NG TEXVLKNG amoTteAoUV (ap)LKd) N avaykn va mapackeuaoTtolV Ta KoAouTia,
Ol XPOVIKEC QTALTOELG YLlo XUTEUON KOl Efpavaon Twv SoKLpiwy, KaBwg Kot ot
N avaykn enapkoug adudATwong Twv KAIAOUTILWY avVApeca o€ SU0 SLASOXIKES
Xutevoels. EmumpooBeta n ¢pBopd, Adyw Xprong, Twv eKpayeiwv amattet tnv
€K VEOU SnpLoupyia toug.

Znpavon & NMupoocuocowpATwon

Meta tnv oAokArpwon tou otadiou Tng popdomolnong ylo TNV UETOTPOT TWV
owpatibiwv okovng oe €va UAIKO e emBupnto oxnua, eival amapaitnto va
npayuatonotnbouv ta e€ng BRunata: (a) n €npavon, (B) n amoupdkpuven tou
opyavikoU cuoTtatikoUl, Kat (y) n mupocucowpdtwon, Ta onoia Ba enitpéouv Thv
LETATPOTN TWV (WHWV) SEYUATWY O £Va TEALKO TTUPOCUCCOWLATWEVO TIPOLOV.

H €npavon amoteAel €va onuavtikd otadlo tng dadikaociag kal adopd otnv
amopdikpuven tou vepou f/kal Tng uypaciog amd to deiypa. Amattsital dlaitepn
TPOCOXH KATA To 0Tddlo tng Efpavong wote va anodeuxBolv (A va neploplotoly
OTO €NAXLOTO) oL emMPAVELAKEG PWYHEC TIOU eival duvatd va SnuoupynBolv
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Ixnpa 3: H npdodog tou
dawvopévou tng
TIUPOCUGOWUATWONG.

AOyw ouppikvwong tou Selypotog. AkoAouBel To OTASIO TNG QMOUAKPUVONG
TOU OPYaVIKOU CUCTATIKOU Ot Beppokpacio xyapunAotepn amd authy tg €dnong
(ouvnBwg yupw otoug 400 °C pe 600 °C omou amodopeltal N opyavikng Evwan), Kot
TEAOG AUTO TNE MUPOCUCOWHATWONG TO OTIOL0 0TOXEVEL OTNV AUENGCN TNG TTUKVOTNTAG
Tou Sokuuiou kal peiwaon Tou mopwdoug.

Kata tnv Sldpkela TG MUPOCUCOWHATWONG AapuBavouv xwpa SLadopeg XNULKEG
avtidpdoslc ol omoieg emidpépouv Ta LELAITEPA XAPAKTNPLOTIKA OTO KEPOLLKO
UALKO Kal Tou Tpoadibouv TG emBuunTEg LOLOTNTEG, KABWE KAl TNV AMOLTOUUEVN
uikpodoun. H éPnon meplypadel TNV PETATPOT HAg SOUAC O €va CUUTIOYEG
owHa HECW BEpuavong Kal emMnpedletol amo TOAAEG TAPAUETPOUC OTWG Ta
XOPOKTNPLOTIKA TWV TTPWTWV UAWV (L€yeBoc kal oxnua, Babuoc cUCCWHATWHATWY),
KOLL TAL XOPOIKTNPLOTLKA TNG Stadikaciog énwg n Bepuokpacia kat o xpovog €dnong,
n mieon kat n atuocdalpa, ol pubuot Béppavong kat Puéng.

H mupocuoowpdtwaon (o€ OTEPEN KATAOTAON) MPAYUATOTOLETOL HECW SLadopwy
UNXAVIOUWV €ite amo tnv emipavela €ite amd TO ECWTEPLKO TOU SelypaTog Kol
Slakpivetal og otadla mou mepllapPBavouy: tnv avamtuén ‘Aalpol’ petafv duo
KOKKWV OTO 0pXLKO 0TASLO Kal KAE(OLO TwV TTIOPWV LE OXETLKEG TTUKVOTNTES 60-65%,
TO evOLAEDO OTASLO E OXETLKEG TIUKVOTNTES 65-90% Mou adopd OTOV OXNUATIOUO
TWV 0plwv TWV KOKKWV otnv Slemadn Toug, KoL To TEALKO 0TASLO TTOU OL TTUKVOTNTEG
TANOLATOUV TG BEWPNTIKEG TLES (ZxAUa 3).
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H édnon twv kepapikwyv UAIKwV ocuviBwg ekteAeital oe atuoocdalpa ofuyovou
(aépa), evw mapouaoia HeTOAAKWY UALKWVY glval amapaitntn n xprion ovaywylkng
(ubpoydvou) n adpavoug (alwtou) atpdéodalpag mpog amoduyr Snuioupyiag
ofelbiwv. TeAko otadlo elval o EAeyX0C TOU MPOIOVTOC KAl O XOPOKTNPLOUOC TOU
WG TPOG TLG LBLOTNTEC (DUOLKEG, UNXAVIKEG, XNIULKES, BEPULKEG).

Awadoon Pwyung ko aAAeg Napatnpnoslg

Onw¢ avadépape mpwtltepa, n Pabupr Bpalon Twv KepapLKwy VAKWY odeiletal
OTa ULIKPA TIOCOOTA EVEPYELAC TIOU OUMALTOUVTOL WOTE ApXIKA va SnuoupynBel n
pwyun Kat €netta va SladoBel péoa oto UALKO £wg OTou eméNBel n Bpalon Kol n
OPLOTIKN TOU aotoxia. H Staomopd Twv LETAAAKWY CWHATISlwV HECA OTNV KEPOLLLLKN
UATPa oToxeVel oTnV BeAtiwon g avtoxng Tou UALkoU PECW TG evepyomoinong
SLahpOPWV UNXAVLOUWY OL OTtoiloL SpouV E(TE HEPOVWUEVA EITE CUVEPYOTLKA.

Ta petalAika eykAsiopata aAAnAemidpolv e TV pwyun mou dtadidetal péoa otnv
KEPAULKN UATPA, KAl auTO Umopel va emiteuxBel péow SU0 BACIKWY UNXAVIOUWV:
(o) TNV yedLpwon ™G PWYUNG LECW TIAACTLKAG TOPAUOPpdWONG TWV cwUATSiwy,
N (B) &AANnG popdrig aAAnAemibpaon Onwe n EKTPOT TNG TOPELG TNG PWYHAG, N
Stadoon g SLapEoou TN SLETLPAVELAC 1 N TIEPALTEPW SLAKAASWGN TNC 0TO UALKO
™G HATPO.

Agv pmopet va mapaBredBel puoikd To yeyovog Mwe N SLAcTIopad TwV UETOAAKWY
owpatibiwv péoa oTnV KEPAULKA UATPA, TMEPOV TNC AUENUEVNG OVTOXNG TOU
PocdideL 0To TEALKO cUVOETO TIPOTIOV, CUXVA eTLDEPEL KaL TV SnpLloupyla TAcEwY
AOyw Twv peydiwv dadopwv mou untapyxouv avapeoa otig SUo GAcELS, TOCO WG
T(POC TO METPO EAQOTIKOTNTOC OGO KAl WG TIPOG TOV CUVTEAEOTH BEPULKAC SLACTOANG.
Juvenwg, kata tnv Slapkela g YuEng, LETA TO TEAOG TNG MUPOCUCOWHATWONG, Ol
Slapopég auTtég avapeoa ota SU0 UALKA eival SuvaTo va TTPOKAAEGOUV TAOELS Kall
(OWG ULKPO-PNYUATWOELG.

EmutAgov, n SL00KOPTILON TWV UETOAAKWY CWHATISWY OTNV KEPAULKA MATPO Elval
Suvato va pokaAEoel kal AANEG aAAAYEG OTIWE EAATTWON TNG TEALKN G TTUKVOTNTOG,
avénon tou mopwdoug, Snuoupyla CUCCWHATWHATWY, aocBevh Slemidpavela
avapeoa otig GAoELG. AUTO £XEL WE ATIOTEAECUA N EVIOXUGCN TOU KEPAWLKOU UALKOU
UE HETOAALKA eyKAsiopata va cuvtelel otnv avénon tng avtoxnc os Bpavon aANG
TauTOXpOova N SLacTiopd oG GAoNG LE ULKPOTEPN OKANPOTNTA KABWC KA ULKPOTEPO
HETPO EAQOTIKOTNTOG QIO OUTO TOU KEPAULKOU Va ETILPEPEL HEIWON TWV TLUWV TWV
OCUYKEKPLUEVWY HNXAVLKWY LOLOTATWV.
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H melpapatikr Stadikaoia mou
akoAouBnBnke otnv mapovoa StatpLpn
yla Tnv ouvBeon Twv delypdtwy
nieplypadetal oto KedpaAato 3.
ErunpooBeta avadépovrat oL pebodot
XOPAKTNPLOMOU TIOU XpNoLoTowOnKav
yloL TLG TPWTEG UAEG Kal ta Selyparta,
KOOWG KOlL OL TEXVIKEG LETPNONG TWV
UNXAVIKWV ELOTATWVY TWV TEALKWV
SokLpiwv.

Nepopatik) M€Bodog

Jtnv mopouca epyacia, n ovvBeon Twv SelypdATwv Eylve HEOW TNG MeBOSOU
XUTEUONC alwpNUATog. Ta UALKA TIOU XPNOLUOToROnKav ylol TV TTApAcKEUR TwV
Sokuiwyv Atav vPnAng kaBapodtntag, o popdr okdvng, Kol mepleAdpBavav to
0&eldlo Tou aloupviou TMoOU XPNOLUOTIORONKE yla TNV oUOTOCN TNG CUVEXOUG
ddon (kepapkn UATPA), Kol UETAANKEC OKOVEC XOAKOU kal BoAdpapiou mou
xpnolpomnowtnkav w¢ péco evioxuong (UetalAika eykAeiopota). Emumpdobeta,
XPNOLLOTIOONKE ATILOVICUEVO VEPO, KABWC KAl HULKPK TTOCOTNTA €VOC OpyavLKoU
TapAyovTa ylo Thv otabepomnoinon Tou alwphiUaToG.

H texviki aut kablotd amapaitntn tnv Snuioupyia KatdAAnAou ekpayesiou
pHéca oto omoio Ba yivel n €yyuon Tou QLWPAUATOC Kal n popdomoinon tou
wHoU Seilypatog. MpPoeTOLUACTNKAY, CUVENWCE, KOAoUTla yia va SnuloupynBolv
KUAWVSpLKA Selypata og oxnpa papdou pe Staotdoelg mepimou 5 mm o€ SLapeTpo
kot 50 mm o€ pnRkog. Mo tnv mpogTolpacio Twv KOAOUTILWY XPNOLLOTIOONKE, O
KatdAAnAn avaloyia, vepd kat yuyog Naplool. To piyuo opoyevomolndnke pe
Lot XELPOG aVAULEN, KoL ETTELTO £YIVE £YXUON O TIPWTOTUTIO EKpAYEio. AvtioTolyn
Stadikaocia akoAouBnBnKe yLa TNV mapaywyr] Tou SEUTEPOU TUNUATOC TOU EKUAYELOU.
Ta kadoUTa mapépswvav o Beppokpacio Swuatiov yia 72 h wote va oteyvwoouy
TIANPWG.

META TNV ATTOUAKPUVON TOU SElyHaTOg oo To KAAOUTIL, APXLKA TTpayLOTOTIOLONKE
n €npavon tou oe Bepuokpacio dwpatiov ywo 24h, kal énewrta otadlakd oe
Enpavtipa and touc 40 °C €wg toug 110 °C £wg 6tou mapouoidosl otabepo Bapoc.
H amoudkpuvon Tou opyavikou Tapayovta €YVe o€ atpoodalpa udpoydvou oToug
600 °C pe pubpuod Bgppavong 1 °C/ min kal mapapovr o auth thv Beppokpaocia yia
2 h. Té\og, n mupooucowudTwon €ywve UTO avaywylkn atpoodalpa otoug 1500 °C
ue puBbuod Béppavong 2 °C/ min kat mapapovr otnv Bgpuokpacia éPnong ywa 2 h,
£Vw 0 puBpOS PUENC Ewg TNV Beppokpaocia Swuartiou Atav 5 °C/ min.
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Y10 Kedpalato 4 mapouaialovral ta
XOPOKTNPLOTIKA TWV KOVEWV OTIWG
T(POKUTITOUV WG aMOTEAECHA SLapOpwV
TEXVIKWV XOPAKTNPLOUOU TIOU
niept\apBavouy tnv KpuoTaAAkr ddon
Tou KABe UALKOU pEow TNG epiBAaong
OKTIVWV X, To PEyEBOG TWV cwuaTISLwv
KoL TNV Katavour pueyebwv Sl tng
niepiBAacong pe aktiveg AéLlep, koBwe Kat
TNV YeVIKOTEPN HopdoAoyia Twv
oWHATIS WV PE TNV Xprion omtikol
LLKPOOKOTILOU.

AnoteAéopata

XapaKTNPLOKOG OLPXLKWV UALKWV

OL oKOveG HeAetnOnkav péow TepiBAaoNnG akTivwv X, WLAG N KOTAOTPETIKAG
HeBOS0oU KATAAANANG yla KpuoTAAAKA UAKG o popdn moudpag, os éva elpog
ywviwy amnod 10° £éwg 80°. Ta dacuata avaAlBnkayv Kal oL XapaKTNPLOTIKEC KOPUDEG
Tou KABe UAlkoU TautomolBnkav pe avtiotoweg TWWEG amd Bdaon Sedopévwy,
emPBeBatlwvovtag tnv cvotaon, tnv doun, Kat TNV kabapotnta toug. H aloupwva
TAPOUCLAleL o TANBwpa Kopudpwv, evw 0To UMO e€€taon €UPOG YWVLWV Ol
HETAAALKEG OKOVEC b aVI{OUV TPELG XOPOKTNPLOTIKEG KOPUDEG.

ErunpooBeta, xpnotponotnbnke n meplBAaon aktivwv AELWep yLa TNV KOKKOUETPLKNA
avaAuon KaBwg KoL TOV TPOCGSLOPLOUO TG KATOVOLG TWV UEYEBWV TWV CWHATLO LWV
Twv UAKWv. To amoteAéopata cuvolilovtal wg €€ng: péco uéyebog yla tnv
alovpwa 0.7 um, pe 10 90% Twv cwUaTSiwY va €Xouv PEYEDBOG ULKPOTEPO ATIO
2 um, péoco péyebog yla Ttov XaAKO mepimou 17 um, evw yla to BoAdpduio to
pEoo peyebog elval kATw amd 1 um. ZUVOALKA, OL TILEG OUUPWVOUV TANPWG LE Ta
5£60EVA TWV KATOOKEUOLOTWV.

TéAog, eAdpOBNoOV AVIUTPOOWITEUTIKEC ELKOVEG LIE TNV XPrON OTITLKOU ULKPOCKOTILOU,
TIOU QITOCKOTIOUCOV OTNV EKTIHNON KUPLWG TOU OXAUOTOC TWV CWUOTISIWY Twv
HETAAAIKWY UALKWV. Amd auTtég mapatnpndnke to oxedov odalplkd oxfuo Twv
owpatidiwv tou YoAKOU UE QTIOUOVWHEVO CWHOTIOLO Kal €va €Upog HeEYEBWV,
o€ avtiBeon pe ta akavoviotng popdoloyioag cwpatidia BoAdpapiov ta omoia
TaPOUCLNoAV APKETA CUCCWHOTWOTA.



10 Juvoyn ota EAAnvika

To Keddhalo 5 adopd 6TOV XapaKINPLOUO
TWV SELYUATWY KAl 0TV avaAuon TG
Soung toug. Ta amoteAéopata
TeEPAAUPBAVOUV LOKPOCKOTILKEG

TP OTNPAOELS, KABWE KoL LETPROELG TIOU
adopolv oTov mpoadloplopd tng
o0OTOONG, OTNV TUKVOTNTA, OTO TTOPWOES
KaBwg KaL oTnV MooooTLaia cuppikvwon
Twv paBdopopdpwy KUALVEPLKWY SOKLUIWY.
Eniong peletatal n Staocmopd Twv
OWHATIS WV OTNV KEPAULKA HATPA KABwWE
KOlL TOL LOPPOAOYLKA XOPAKTNPLOTIKA TOUG
META TO PG TNG MUPOCUGOWUATWONG.

AnoteAéopata

XapaKTNPLOKOG SELlyATWY

Apxka ta Selypata e€eTAOTNKOV LAKPOOKOTILKA (Ttapatrpnon &ta yuuvou odBalpou)
omou emiBePawdnke Twg €xel dtatnpnBel to KUAVEpLkO paBdopopdo oxAua
Toug Kal Sev €xel eméNBeL Mapauopdwon AOyw yewUeTpiag Twv SoKIUiwY i GAAn
aTENELQ OTIWG PWYHEG N dUCAALSEG aépa atnv emidavela. Emiong mapatnpnOnke
Slafabuion Tou XpWHOTOG e aUENON TOU TOCOOTOU TNG LETAAALKNG EVIOXUONG, EVW
ta Seiypata mou meplelyav xaAko mapouciacav pla Sour mupAva-emipAveLaS UE
XOPOKTNPLOTLKO TO AEUKO XpwHa TG eMLbAveLag AOyw TieplogeLag aloULVaGg KOl TO
KOKKLVO OTO E0WTEPLKO AOYyw mepiooelag YaAkou.

H nepiBAaon aktivwv X mpayuatonol)onke yla ta wud kat ta Pnuéva deiypata
WOoTE va ylvel TauTtomoinon Twv pacswv Kal va eheyxBel n mBavr) Umtapén ofeldiwv.
Ta Seiypata xapaktnplotnkav we mpog TV TUKVOTNTA KAL TO TIOPpWOECG afLOTOLWVTAG
™V Apxn Tou Apxtundn. H Bewpntiki mukvotnTa TV SELYUATWY UTIOAOYLOTNKE QIO
TO YVWOTA KOT OYKO TTOCOOTA KABwWGE KAl TG TTUKVOTNTEG TNG AAOUHLVAG, TOU XOAKOU,
Kot Tou BoAdpapiou. OL GXETIKEG TTUKVOTNTEG TIPLV KOL LLETA TNV TIUPOCUCOWHLATWON
urtoAoyiloTnKav cuyKpIvOVTaG Ta MELPAUOTIKA SeSopéva HE TIC BEWPNTIKEG TLUEG,
£VW TO AVOLKTO Topwdeg adopd ota Seiypato PLETA TNV MUPOCUCCWHATWON.

Metd tnv oAokARpwon tNG HEAETNG TNG MNXAVIKAG OMOKPLONG Twv SoKlpiwv
e\fdOnoav Bpalopata to omoia epmotioTnKAV O PNTiv KOl TPOETOLUACTNKAV
KataAAnAa péow Asiavong kat oTiABwong wote va MPokKUYouv OTIATVEG TOUEG.
H mapoucia twv ocwpatidiwv e€eTAOTNKE HECW OTTIKOU LKPOOKOTIOU OToU
eruPefalwOdnKe n opoLoyevhG SLACTIOPA TOUG OTNV UNATPA UE odalpLlkd cwHaTidL
XOAKOU KOl CUGCWHATWHEVA cwaTidLa BoAdpapiou.
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Ixnua 4: Oaocpoata nepiBAaong aktivwv X yla OAa Ta Selypata mpwv Kot LETA TNV
Tupocuoowuatwon. Ta ¢daopata Katadekviouv TV mapoucia Hovo kabapwv
dacewv MOV AVTLOTOLOUV 0TNV aAoULVa, To XaAKO Kal To BoAdpapio, epdoov ol
XOPOKTNPLOTIKEG KOPUDEC TOU KAOs UALkOU TautomolnBnkav pe avtiotolxn Baon
6ebopévwy. H mupooucowpdtwon Und avaywylkn atpoodatpa udpoydvou dev
enétpede TV Snuioupyia ofeldiwv ota deiypota, Ta omoia cuxva Suoxepaivouv
TNV UNXAVLKA OIMOKPLON TwV VALKWY. EmumpooBeta mapatnpol e TV avénon tng
£vTaong tng kopudng kKabwe augAaveTal To KAAOU OyKOU TNG LETAAALKAG pAoNG.

IXAMA 5: IXETIKA TTUKVOTNTA TWV SELYUATWY TIPLV KAl LETA TNV TUPOCUCCWHATWON
WG ouvaApTNON TOU KAAOHOTOG OYKOU TNG METOAAKAG ddong. H peyalutepn
TIUKVOTNTA OTO WA Selypota Kataypadnke yia to dokipla tTng alovpvag (mepimou
60%) evw oL TLUEG yLa Ta cUvVBeTa Selypata kupaivovtal oto 53-56% yLa ekeiva ou
TePLEXOUV XaAkoU, 55-60% yLa auTd ou mepLléxouv BoAdpapto, kot 57-63% yla ta
Selypoata pe BoAdpdpio/xarko. OLTIUES oTa TEAKA Selypata mapouctdlouy pueiwon
HE av€non ¢ HeTaAALKAG dAong mou oxeTiletal Ke TNV Kok SlaBpoxn Tou YaAkou
OTNV UATPA TNG AAOULLVAG, KO TOL CUCCWHUATWUOTA Tou BoAdpapiov kabwg Kat Thv
amouotia Ttieong Kata TNV €Pnon Iou SEV ETITPEMEL TNV TTUKVOTIOINON TWV SELYUATWY
UEXPL TNV OEwpNTIKY TUKVOTNTA.

IxAUa 6: AVOLKTO TOPpWAOEG TWV SEYUATWY UETA TNV TIUPOCUCOWHATWAON OMWCE
untohoyioBnke pe tv péBodo tou ApxLundn. Mapatnpolpe Mwe To Mopwdeg eivat
UNSaULVO yla Ta Sokipa ou TeplExouv BoAdpapto (<0.5%) kat aveEdptnTo amno to
KAQOHQ OYKOU, EVW Ol TLUEC auEavovTal UE TNV avénon Tou MooooTol UETAAALKAG
daong yla ta Sokipta mou mepLEYoUV XaAKO, TO OTOL0 OXETI(ETAL UE TO YEYOVOCS TTWC
LLOL ULKPR TTOoOTNTA YAVETAL AOYW TNC TUPOCUCCWHATWONG TTOU TIPAYLOTOTIOLELTOL
o€ Beppokpacia Mavw amnod to onpeio tENG Tou XaAkou. Ta MOCOCTA YLA TO AVOLKTO
TopwA&eC Mapapevouv xapnAa (mepimou 1%) yla ta Selypota mou MEPLEXOUV ULKPA
TOo0OTA XaAKOU, evw auénon (> 2%) eudaviletal yla Seiypata pe peyaAutepa
nooootd (>10 vol.% Cu) dnA. 10Cu, 10Cu-05W, 10Cu-5W, 20Cu-2W.
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AnoteAéopata

Mnxoawvikég 1810tnTEg
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Y10 Kedpalato 6 mapouaialovral ta
TIELPOLATLKA ATTOTEAECUOTA TNG
MNXOVLKAG QIOKPLONG TWV SELYLATWY TTOU
TepAAUPAVOUV LETPIOELG YLO TOV
T(POOSLOPLOUO TOU UETPOU EAAOTIKOTNTAC,
NG MkpookAnpdTnTaG Kata Vickers, Kot
NG avtoxng og kpoluon. Ta dedopéva Tou
T(POKUTITOUV YLa Tat cUVOETA SOKipLa
CcuyKplvovTal e eKelva TNG

LN-EVLOXU LEVNG UNTPOG WOTE vVa YIVEL
ektipnon tng cuvelodopag tng
MeTOAALKAG evioxuong. EmutpocBeta ta
anoteAéopaTa ouykpivovTal e
BiBAloypadika dedopéva yla avtiotoya
ouVOeTa UAKA aAoUpLVAC e HETOAALKA
gykAeiopata, evw mapdAAnAa culnteital
n oxéon avapeoa otnv SoUn Kol TiG
MNXOVIKEG TOUC LOLOTNTEG TWV SOKLULWV.

To HETPO EAAOTIKOTNTAG, N OKANPOTNTA, KAl N avToxn o€ SOKLUA KpoUong anoteAouv
ONUOVTIKEG LNXOVIKEG LBLOTNTEG TWV UALKWY. OL V0 pWTEC LBLOTNTEC amoteAolv
XOPOKTNPLOTIKA YVWPIoUATA TWV KEPOLIKWY UALKWYV UE LoLaitepa UPNAEC TLUEC, EVW
n teAeutaia anoteAsi WBLoTNTA ToU armattei BeAtiwon.

To pé€tpo elaotikotntag neplypadel tnv duokaudia evog UALKOU, CUVEMWE OGO
HeyaAUTepN elval n TLUA Tou, TOCO TiLo SUOKAWUMTO £lval To UALKO. H okAnpotnta
amoteAel éva LETPO avTioTaoNC TOU UALKOU OE IO TIEPLOPLOUEVN, TOTILKH TTapapudpdwan,
EMOUEVWE OO0 TILO HAAKO Elvail TO UALKO TOGO TILO HLKPOG Bal lvail KoL 0 EVEELKTIKOC
aplBuog okAnpotntag. TEAoG, n avtoxr o€ SOKLUN KpoUoNG UETPA TNV LKOVOTNTA
£VOC UALKOU va amoppodd eVEPYELa £wG TNV Bpavon Tou.

Mapoatnpole oTa EMOPEVA OXUOTO WG TA TIELPAUATIKA SeSopéva Tou PETPOU
eA0OTIKOTNTAC KAL TNG OKANPOTNTAS ElvaL 0€ CUPGWVIA HE TIG BEWPNTIKEG TLUEG TIOU
TPOKUTITOUV £dpappoloviag TO0O0 ELOWOELG YL TO TIOPWOEC TNG UATPOG, KaBwC Kal
Kat@AAnAa povtea mou rpoBAEMOUV TV cuVELoPOopa TwV SU0 H TpLWV PACEWY oTNV
pUNxavikn cupnepldopd tou UALKoU. AvtiBeta, n anokplon otnv oKL Kpouong Sev
TIAPOUCLATEL YPOULLKA CUUTTEPLPOPA UE TO KAAGHA OYKOU.
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Ixnua 7: METpo €AAOTIKOTNTAG: TA TELPAUATIKA Sedouéva GuyKpivovTal UE TLIC
Bewpntikeg e€lowoelg oL omoleg SlopOwvouv yla To MopwWSEG Kal TV cuvelodopd
NG LETAAALKN G dAONG. ZUVOALKA TapATNPELTAL LEIWON OTLG TIUEG TWV MELPOUATIKWY
UETPROsWV KaBwg aufavetal To KAAOHO OYyKOU TNC METOAAKAC daAong, Lo
ouunepldbopd avapevopevn Adyw tnG SL00TIOPAC VOGS LAAAKOU LETAAAOU LE TIOAU
XOUNAOTEPO HETPO EAACTIKOTNTAG OO €KELVO TN UNTPOC (Selypata mou mepLléxouv
XOAKO). Zta Sokipia mou TepLEXouv BOADPAULO apxXLlKA TapaTnPEiTal HLo ULIKPN
avénon Twv TLHWV (LETPo eAacTikOTNTOG BoAdpapiov MaparArGLo TG aAoUpvag),
evw ota Selypata tplwv daoewv n eAdttwon odelAeTal 0TI LEYAAEG CUYKEVTPWOELG
XoAkoU.

Ixnua 8: MikpookAnpotnta Vickers: Tta MEPAUATIKA SE6OUEVA TWV UETPHOEWV
ouykpivovtal pe Bewpntikn e€lowaon mou TPOPAEMEL TNV HEIWON TNG OKANPOTNTOC
AOyw tng Slaomopdg tng deltepng daong, kabwg kal Adyw TnG UMapEng mMopwv
ota Sokipta. H oupmepipopd twv Sokipiwv elval mapopola epdoov n okAnpdtnta
TwV oUVOETWY SELYUATWY EAATTWVETOL HE TNV AUEnon Tou KAACGUOTOC OYKOU TNG
HETAAAIKAG ¢daong, Kupiwg ylo ta Selypata TOU TEPLEXOUV HEYAAA TIOCOOTA
evioyuong. e avtiBeon Pe TO UETPO €AACTLKOTNTOC, N EAGTTWON TWV TIHWV Sev
EMNPEAETAL ONUAVTIKA amo TNV HETAAAKN daon, ebdoov, eite autr gival YaAkog
gite BoAdpapLo, N oKANPOTNTA TOUC EivaL TIOAU PILKPOTEPN ATIO EKELVN TNG KEPAULKAC
uATPag.

Ixnuo 9: Avtoyn oe kpouon: e aviibeon He TO HETPO €AOOTIKOTNTAG KAl TV
okAnpoTNTa, N avtoyxn ot Bpavon omoteAel pla pNXovikn SLotnTa mou dev
TAPOUCLAleL akpLBn e€aptnon amd TNV MUKVOTNTA TwV SEYUATWY | To KAAoUO
oykou tn¢ deltepng dAong, yeyovog mou emiPeBatlwvel TNV MOAUTTAOKOTNTA TNG
KaBwg kot TNV €€aptnon NG amod o MAnBwpa MAPAUETPWY. MAPATNPOUUE WG
Ta Selypata mou mePLEXOUV XaAKO epdavilouv BEATIWHEVN UNXAVLKA CUUTepLdOpA
WG TIPOG TNV AVToX N YL XA UNAGQ TTOG00TA XOAKOU, EVW N TTEPALTEPW AUENON EXELC WG
QTOTEAECUA TNV EAATTWON TNG AVTOXNG Twv SoKIUiwy. Ta elypata ou epLEXouV
BoAdpapo gudavifouv povo pla pikpn avénon apxlkd, evw ta Sokipa Tplwv
dAaoewv MapoucLalouv WLa TILo TIOAUTIAOKN UNXAVIKH oUpTEpLdOpA.
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To Kedbdhato 7 oAokAnpwveL TNV
Sudaktopikn Slatplpr) cuvoyilovrtag Ta
QTTOTEAEOATA KOL TOL CUUTIEPACLOTAL.
Julntouvtal oL 6TOXOL oV EMLTELXONKAV
KaOwg kot mbava Bépata Kal TPOTACELS
ylo TIEPALTEPW £PEUVAL.

JuunepAopaT

H mapovoa 6i8aktopikn diatplpry adopolos otnv HEAETN OUVOETWV UALKWV
KEPAULKAG LNTPOG EVIOXUUEVNG HE METOAALKA owpaTidla. H épeuva meplhapBavet
TNV oUVOEGN TWV UALKWY, TOV XAPAKTNPLOMO WG TTPOC TV SOUNA TOUG, TNV amoKpLon
NG UNXAVIKAG TOUG cuuTiepLdopa Aoyw TnG Slafabuiong tou KAAoUOTOG GYKou
NG LETAAALKAG dAoNG, kaBwC Kal TNV LEAETN TWV OXECEWV AVALECO 0TNYV SOUN KoL
T LNXAVLKEG LOLOTNTEC. M evioyupéva Selypata, anotedolpeva anod ofeidlo Tou
aloupLviou, mapackeudotnkay He Tnv ibla pEéBodo, wate va mpokUPeL GUYKPLON Kot
va aflodoynBel n cuvelopopd tng LeTaAALKAG dAonG.

OL ouvBéoelg TTou HEAETABNKAV TIOLKIAAOUV ONUOVTIKA AOYW TWV LSLOTATWY TWV
HLETAAAWV TIOU XpnoLgomolndnkav yla tTnv Sloaomopd Toug we eyKAsiopata otnv
untpa aAolpvag. OLLSLOTNTEG QUTEG Elval LNXAVLKEG (TTUKVOTNTA, EAACTIKOTATA, KOl
avtoxn), kabwg kal BepULKES (onuelo TAENG, KO CUVTEAEDTNG BEPULKAG SLOGTOANG),
Kal ot Sladopég Toug odeilovtal otov PETAANKO Se0UO TOU KABE oTolxeiou: o
aoBevn¢ 6g0UOC TOU XaAKOU EMLTPEMEL TNV TTOPOAUOPpdWOT) TOU, OUWG eTLbEPEL Kal
£€va xaunAo onueio téNg kaBwg kat Evav uPnAo cuvteleotr Bepuikng SLACTOANRG,
£VW 0 LOXUPOC SECUOC TTOU XapaKkTnpilel To BoAdpALO ival auTOg o To Kablotd
OKANPO Kol GKAUMTO evw MopdAAnAa emipépel éva vPnAd onueio tENG Kat éva
XOUNAG cuvteleoth SLAGTOANC.

JTnV mapouoa EpYaoia TapoUCLACaE WG, Ttap' OAeC TIG Stadopec, n uéBodog mou
akoAouBnoaype eMITPEMEL TNV SNULOUPYL0 CUVOETWY UALKWY LE EVIOXUEVN LNXAVLKN
amoOKPLON AVTOXNG Kot Slatipnon Twv AAAWY LNXAVLKWY LOLOTATWY o€ KaAd emineda.
JUvBeta Seiypata petdaAlou/kepapikot amotedolpeva and Al,O3 kol cwuatidia
Cu, W, kat W-Cu TMOpOOKEUAOTNKAV EMITUXWE HEOW TNG UeEBOSou YUTELONG
EVALWPNONG KOL TTUPOCUCOWHATWONG UTIO avaywyLkn atpoodalpa udpoydvou.

Ta belypota mapouciacav opotoyevry Sour, uPnAn TUKVOTNTA KoL XApnAo
MOPWAEG. H UNXoviKr Toug cupmepLdopa LEAETABNKE LECW KOTAAANAWY LETPHOEWY
yla TNV €KTIUNON TNG EAAOTIKOTNTOC, TNG OKANPOTNTAG KOL TNG AVTIOXNG Amo TIG
OTOLEC TPOKUTITEL WG (KUPLWG) TA KIKPA TTOCOOTA UETAAALKAG EVioxuong umopouv
va BeAtiwoouv TNV avtoxn o€ Bpavon aAAd oxL e1¢ Bapoc tNG uPNANG OKANPOTNTAG
KOl EAQOTLKOTNTOG TIOU SLOKATEXOUV TNV KEPAULKH UATPA.
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1 Introduction

Ceramics are materials that are characterized by excellent properties includ-
ing low density, high melting point, high stiffness and hardness, resistance
to corrosion and oxidation, and ability to withstand high temperatures and
harsh environments. Ceramics, however, exhibit limited applicability as
structural engineering materials which stems from their inherent charac-
teristic of brittleness. The synthesis of composite materials consisting of a
ceramic matrix reinforced with metallic second-phase inclusions is an en-
deavor to produce metal/ceramic composites that possess a combination of
properties not possible in monolithic metallic or ceramic materials, mostly
towards an increased resistance of the matrix to crack propagation.

The aim of this research was to fabricate ceramic samples and metal-ceramic
composite samples via a suitable processing route, characterize and study
their macrostructure as well as microstructure, evaluate their mechanical
response, and correlate the structure to the mechanical properties. Alu-
mina, a high quality ceramic material with a unique combination of physical
and mechanical properties, was selected to serve the purpose of the matrix
material. The ductile nature of copper, its high fracture toughness, and
relatively low density, as well as the high melting point of tungsten, high
elastic modulus, and low thermal expansion coefficient were considered a
good motivation for their exploitation as reinforcing materials in this study.
The aqueous slip-casting processing route that was followed was considered
to differentiate from other fabrication methods; i.e. the dry mixing of the
powders usually yields non-uniform microstructures, while other liquid or
semi-liquid shaping methods have higher requirements in organic additives
which would complicate the, already, challenging sintering process. Further,
its superiority was identified with reference to its cost-effective and non-
hazardous aspects as a fabrication method, in addition to the potentially of
fabricating parts without any restrictions concerning their shape and size.

This PhD dissertation presents an investigation on four compositions includ-
ing samples of: (i) pure Al,03, (ii) Al,03 with five concentrations of copper
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(Cu) content ranging from 1 to 10 vol.%, (iii) Al,O3 with four concentra-
tions of tungsten (W) content ranging from 0.5 to 6 vol.%, and (iv) Al,03
with six concentrations of mixed tungsten-copper (W-Cu) content ranging
from 2 vol.% up to 22 vol.% in total. Cu-Al,O3 and W-Al,03 composites are
metal/ceramic systems that have not been widely studied, while W-Cu-Al,O3
is a composite not owing any scientific references as yet, to the best of the
author’s knowledge.

Thesis outline

This introductory chapter has presented the research area of the PhD disser-
tation, and has provided the aims and the structure of the thesis.

Chapter 2 discusses the basic principles and reviews the relevant litera-
ture regarding metal/Al,O; composites. Some vital information of
the structure and properties of the constituent phases are presented,
and the micromechanics of composite materials are discussed. The
fabrication and processing methods that are used to prepare ceramic
and ceramic-based materials are reviewed. The theoretical consider-
ations for ductile-particle reinforced ceramic-matrix composites are
presented by introducing some crack propagation and particle/matrix
interface aspects. Further, actual metal/alumina composites are re-
viewed in terms of processing route, resulting structure and mechanical
properties.

Chapter 3 demonstrates a step-by-step experimental approach by introduc-
ing the raw materials and their characteristics, while also providing
insight on the processing route followed in this work. The steps of the
fabrication and sintering of the parts are discussed thoroughly. The
characterization methods that were used for the raw materials (pow-
ders) and fabricated (green and sintered) samples, and the measure-
ment techniques that were used to evaluate the mechanical behavior of
the samples are given in detail.

Chapter 4 presents the characteristics of the initial powder materials that
have been obtained accordingly, including the phase composition and
crystal structure via X-Ray diffraction analysis, the particle size and
size distribution determined via laser diffraction analysis, as well as
the particle shape and morphology evaluated with the use of optical
microscopy.
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Chapter 5 is concerned with the macro- and micro-structural characteristics

of the green and sintered samples. These include the phase composi-
tion, green and sintered density, open porosity, and linear shrinkage.
Further, an analysis of the microstructure is performed in terms of
particle distribution, particle size and shape via optical microscopy and
analysis of the captured micrographs.

Chapter 6 provides the results of the mechanical testing that has been per-

formed on the sintered specimens. The mechanical properties of the
composites, i.e. modulus of elasticity, Vickers microhardness, and im-
pact strength, are discussed, and the values are compared with those
of the unreinforced Al,03 specimens. The measured data are also com-
pared with cited values of the literature to facilitate a further discussion
in terms of structure/property correlation.

Chapter 7 concludes the research work of the PhD dissertation. The

achievements of the present work are summarized, while possible top-
ics and proposals for further work with respect to metal/alumina com-
posites are suggested.
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Chapter 1. Introduction

But before we delve into this elaborate
subject, let us consider some of the
relevant historical background. The
work ceramic comes from the Greek
adjective kepauikog, derived from
képapog, meaning the art of pottery.
People’s association with ceramics
goes back in time; primitive ceramics
were made of clay by first mixing with
water and then firing to form objects
that were fabricated to serve
immediate needs, or as a form of
artistic expression. Sintering, this
complicated process accompanied by a
number of physical and chemical
changes that occur simultaneously, is
also a craft that has been practiced
since ancient civilizations with the
firing of pottery. Setting aside the
current classification of ceramic
materials, i.e. traditional ceramics
(bricks, tiles, pottery made of clay) or
advanced ceramics (with superior
properties including mechanical,
thermal, optical, electrical), the
interaction between the two sectors is
certainly beneficial.
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2 Basic Principles & Literature
Review

This chapter provides basic information on ceramic and metallic materials,
and presents their properties and characteristics. The attention is drawn
towards the Al,O3 ceramic matrix, and the copper and tungsten metallic
reinforcements. The processing routes that can be followed for the fabri-
cation of ceramic and ceramic-based materials are introduced. Some the-
oretical considerations concerning ductile-particle/ceramic-matrix compos-
ites are discussed. Selected studies on metal-alumina composite materials
are introduced; their processing route, resulting structure, and mechanical
behavior (hardness, toughness, modulus of elasticity) are reviewed.

2.1 Background

Materials can be classified into three distinct categories including metals,
ceramics, and polymers (although six may be more accurate; i.e. metals,
ceramics, polymers, elastomers, glasses, composites (Ashby, 1989)) based on
fundamental properties such as: physical (melting point and density), and
mechanical (ductility, toughness, strength, and hardness). These proper-
ties can be further divided into: (a) structure-sensitive properties describ-
ing those that depend on the microstructure of a material, such as hard-
ness, ductility, fracture toughness, thermal conductivity, and (b) structure-
insensitive properties for those that do not depend on the microstructure,
such as Poisson’s ratio, density, melting point, elastic (Young’s) modulus,
thermal expansion coefficient.
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Young’s modulus is named after the
British scientist Thomas Young, and
the term modulus is the diminutive of
the Latin term modus which means
measure. The concept of the modulus,
however, was developed by Leonhard
Euler in 1727, and the first
experiments that used the concept of
Young’s modulus in its current form
were performed by the Italian scientist
Giordano Riccati in 1782.

Ceramics

Ceramic materials are inorganic compounds between metallic and non-
metallic elements (oxygen, carbon, or nitrogen) with strong covalent and
ionic bonds. Ceramics are very hard materials, with high elastic moduli,
high melting points, and low densities. Albeit their resistance to harsh
environments and high temperatures, they are also characterized by their
extreme brittleness. Surface flaws such as scratches, or internal flaws such as
pores, microcracks, or second-phase inclusions can yield detrimental results
in terms of mechanical response, mainly fracture toughness and strength.

Ceramic materials can be classified into two broad categories: the traditional
ceramics (going back to early civilizations with pottery and clay objects
derived from naturally occurring materials) and the advanced, engineering
ceramics that are developed via synthetic routes for structural applications.
These can be oxide (Al,03, ZrO,, SiO,) or non-oxide ceramics (SiC, TiC).

Alumina | A1,O3

Aluminum oxide is a promising structural ceramic, frequently employed in
engineering applications such as engine parts, and wear components, whilst
its bio-compatibility is exploited in artificial joint prostheses. It is the most
widely used engineering material for the fabrication of ceramics and is char-
acterized by favorable properties such as low density, high hardness, high
elastic modulus, and good corrosion resistance (Munro, 1997). Some selected
mechanical and thermal properties of alumina are listed in Table 2.1.

The chemical bond of alumina is the covalent bonding of the Al-O groups,
and its crystal structure is trigonal with six parallel planes of oxygen ions
(Fig. 2.1).
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Table 2.1: Selected mechanical and thermal properties of aluminum oxide.

Alumina, Al,O;
Density, p [gcm 3] 3.987
Young’s modulus, E [GPa] 390
Poisson ratio, v 0.25
Elongation ratio [%]
Fracture toughness, K;. [MPam!/2] 3-5.3
Melting point, mp [°C] 2054
Thermal conductivity, k [Wm ™1 K] 36
Linear thermal expansion, a; [1070 K] 8

Figure 2.1: Crystal structure of
Al O5.
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Alumina exists in many polymorphs, most of which are metastable, and can
be classified into two categories: the FCC (such as the y-alumina) or the
HCP packing arrangement of oxygen anions. The a-alumina (the mineral
corundum) is thermodynamically stable, and the one with the highest density
(Levin and Brandon, 1998).

Alumina can be prepared in a variety of grades which differ in the size and
shape of crystals, and level of chemical purity. The impurities (MgO, SiO»,
ZrO,) are usually added to reduce the sintering temperature, or to control
the grain size. The percent purity of the alumina ceramic strongly affects its
properties, such as density, Young’s modulus, and fracture toughness. Some
common commercially available grades of alumina are the calcined, reactive,
and tabular alumina (Cardarelli, 2008):

calcined alumina the calcined alumina, or a-alumina, is a polycrystalline
material that consists of x-Al,03 crystallite clusters with a particle size
ranging from 0.5 to 10 um. It is the most dense and stable crystalline
form of alumina, and is used in a wide range of ceramic and refractory
applications. The major impurity of calcined alumina is soda, and,
therefore, calcined aluminas are categorized based on their Na,O con-
tent,

tabular alumina the tabular alumina, or sintered alumina, is produced by
sintering the calcined alumina above 1600 °C. It is of high purity (99.8
wt.% Al,03) due to its low soda content, and consists of large crystals
of corundum,

reactive alumina the reactive alumina is used when exceptional strength,
wear and temperature resistance are required. It has a relatively high
purity and small crystal size (<1um), and sinters to a fully dense com-
pact at a lower sintering temperature than the calcined alumina.

Porosity of ceramics

Porosity is a significant matter for ceramic materials, and efforts are devoted
during manufacturing to minimize, or ideally eliminate, the void formation
through optimization of the processing route. The porosity, P, for a given
material can be determined by the ratio:

Vy
P=_— 2.1
v, 2.1)
where V, is the volume of the void space, and V; is the total volume of the
material. Porosity is a fraction between 0 and 1, and can be classified into
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Figure 2.2: A schematic
cross-section of a porous solid.
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Figure 2.3: Common pore structures in sintered ceramics.

different types. Typical classes of porosity for ceramic and ceramic-based
materials include the effective or open porosity, and the ineffective or closed
porosity.

A schematic of a porous solid is shown in Fig. 2.2. The pores are classified
according to their accessibility to an external fluid. For instance, one category
is that of region (a) that reflects a closed pore which is isolated from other
voids. Open pores, on the other hand, (see regions b, c, d, ¢, f) correspond to
pores that thread through the solid, and communicate with the surface.

Common pore structures in sintered ceramics might include fine pores that
are distributed throughout the body, large pores that may be due to the
organic binder, or pore clusters, Fig. 2.3. Two rather useful terms for the
description of porous solids include the "true" density (the density of the
material excluding the pores and voids), and the "bulk" density (the density
of the material including the pores and voids).
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Figure 2.4: Effect of porosity on the elastic modulus of ceramics (Egs. 2.3 - 2.8).

Effect of porosity on elastic modulus

The residual porosity, after sintering, is a characteristic of the structure that
has an influence on the mechanical behavior of ceramic materials. The work
of Coble and Kingery, 1956 provides a useful insight on the effect of porosity
on the elastic modulus, strength, and thermal expansion coefficient of sin-
tered alumina ceramics with isolated pores and total porosity ranging from
5 to 50%. It was concluded that the presence of pores does not influence the
coefficient of thermal expansion, yet decreases the strength, and the elastic
moduli of the bodies.

Polycrystalline ceramics with residual porosity are characterized by a de-
creased value of elastic modulus, given that a pore has zero stiffness. Some
expressions that relate the porosity volume fraction, ¢, of the material to its
relative elastic modulus, E,, are listed in this section. The relative modulus,
E,, is used to express the ratio of the modulus of the porous material, E, to
the modulus of the solid material, E,, (Fig. 2.4):

E

E, =—.
r Eo

(2.2)
The Voigt upper bound (Paul, 1960) and the Hashin-Shtrikman upper bound
(Hashin and Shtrikman, 1963) are given by the following equations, respec-
tively:
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E,=1-¢, (2.3)
_1-9¢
E,—1+¢, (2.4)

while the linear approximation is valid for low porosities and spherical voids
(Dewey, 1947; Mackenzie, 1950):

y=1-2¢. (2.5)

For higher porosities non-linear equations have to be used, such as the non-
linear Coble-Kingery relation (Coble and Kingery, 1956; Pabst and Gregorova,
2003), which is identical to the Gibson-Ashby power-law relation (Gibson and
Ashby, 1982):

E, =1-2¢+¢*, (2.6)

E = (1-¢), 2.7)

and the Pabst-Gregorova exponential relation (Pabst and Gregorova, 2004):

E, =exp <1_—2(fb> . (2.8)

Effect of porosity on hardness

The hardness of ceramics is also affected by the presence of void spaces
throughout the matrix material. To account for the residual porosity of
the matrix, an empirical exponential equation can be applied to predict the
hardness of porous ceramic materials in the form of (Rice, 1989):

H = H,exp(—bP), (2.9)

where H, is the hardness of the fully dense material, P is the volume fraction
of porosity, and b is a constant that varies between 1 and 9 (Rice, 1996).
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Table 2.2: Selected mechanical and thermal properties of tungsten and copper.

Tungsten, W Copper, Cu

Density, p [gcm 3] 19.293 8.941
Young’s modulus, E [GPa] 411 130
Poisson ratio, v 0.28 0.34
Elongation ratio [%] 2 55
Fracture toughness, K;. [MPam!/?] 16 50
Melting point, mp [°C] 3414 1084
Thermal conductivity, kK [Wm ™1 K] 174 401
Linear thermal expansion, a; [107¢ K] 4.6 17
Metals

Metals are ductile and malleable materials, good conductors of heat and
electricity, and are more dense than ceramic materials. Most metals usually
fail in a ductile manner at room temperature due to plastic deformation
that is related to their metallic bonding, as opposed to ceramics which fail
under a brittle fracture due to their ionic bonding. Ductility is, thus, an
important mechanical property of metals, and is a measure of the degree at
which a structure will be plastically deformed prior fracture. Ductility can be
expressed quantitatively as a percent elongation (%EL) given by:

%EL— L1
Ly

where I¢ is the fracture length, and I, the original length. Common metals
that have a high percent elongation (approx. 40-50%) include copper, iron,
aluminum, and nickel (Callister and Rethwisch, 2009; Cardarelli, 2008). Met-
als are used depending on the exploitation of properties such as high melt-
ing point and low coefficient of thermal expansion (tungsten) and ductility
(copper). Some selected mechanical and thermal properties of the metallic
materials used in the present study can be found in Table 2.2.

x 100, (2.10)
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Figure 2.5: Correlation between Young’s modulus at room temperature and
melting point for various elements.

W | Tungsten

Tungsten was discovered in 1781 by
the Swedish chemist Carl Wilhelm
Scheele.

Tungsten is a hard and usually brittle grayish metal. It has the highest
melting point of all metals in pure form, and the lowest thermal expansion
coefficient (Fig. 2.5). Tungsten is characterized by excellent high tempera-
ture mechanical properties, excellent corrosion resistance, and is among the
heaviest metals. Three modifications of tungsten are known: «, B, and y. The
«-form is the only stable modification, with a BCC metal crystal structure.
The B-W and -W are metastable phases which convert to a-tungsten when
heated above 600 °C - 700 °C (Lassner and Schubert, 1999).

The chemical interaction of tungsten with various elements, compounds,
and/or gases is rather important in terms of fabricating and sintering W-Al, O3
composite materials. Tungsten is stable at room temperature; it is prone,
however, to oxidation in air (N, + O,), which initiates from around 300 °C to
500 °C and leads to the formation of tungsten oxides at higher temperatures.
The intensive oxidation of W at air begins from 850 °C to 900 °C and leads to a
marked loss of material by the vaporization of oxides. There is no interaction
of tungsten with water at the ambient temperature. At higher temperatures,
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however, the oxidation of W in the presence of water vapour is severe and
is accompanied with an intensive vaporization of tungsten oxides (Shabalin,
2014).

Cu | Copper

Copper was discovered around 9,000
BC in the Middle East.

Copper is a soft, reddish metal, with an FCC crystal structure. It is an
extremely ductile metal, and a good conductor of heat and electricity. The
metallic bonds of copper are relatively weak, which reflect its low hardness
and high ductility.

Copper is not particularly reactive, in comparison to most metals. It is resis-
tant to attack by oxygen, and is not corroded by water, or even steam. It is
easily attacked, however, by air and forms a protective patina (a thin surface
layer to protect the metal from further attack) (Beatty, 2001). The oxidation
of copper is a well-known process, and the two copper oxides that are usually
formed are the red cuprous oxide, Cu,0, and the black cupric oxide, CuO,
the reduction of which may be accomplished by sintering under a reducing
hydrogen atmosphere (Davis, 2001).

2.2 Composite materials

The term composite is used to describe a material that consists of two or more
constituent materials with different physical and chemical characteristics.
Composite structures are fabricated for being lighter, or more resistant, or
less stiff, and more tough, and are designed to produce new materials that
meet specific engineering requirements, by exploiting the advantageous in-
dividual characteristics of each component. Typical examples of composite
materials are metal-matrix composites reinforced with ceramic particles to
enhance the thermal properties and improve the corrosion resistance, or
ceramic-matrix composites reinforced with metal particles to augment their
mechanical behavior (Evans and McMeeking, 1986; Evans, 1990; Becher,
1991).

Ceramic-matrix-composites, in particular, have been rather popular due to
their numerous applications and their applicability in mechanical and high-
temperature demanding sectors, such as structural parts of engines, and
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brake discs. The structure of CMC’s may include (see Fig. 2.6): short or
long fibers (a, b), layered composites (c), isometric particle reinforcement (d),
functionally graded materials (e), polycrystalline composites (f, g, h).

Figure 2.6: Different structures of ceramic-matrix composite materials.

2.2.1 Micromechanics of composites

Predicting the overall properties of a composite structure is of major impor-
tance; the density and the elastic modulus of composite materials are two key
properties.

2.2.1.1 Density

Assuming a composite material of mass m. and volume v, that consists of a
filler (my, v¢) and a matrix (11, vi), then the total mass of the composite will
be:

Me = Mg+ My, (2.11)

while the volume of the composite will be:
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Ve =Vf + Um + 0o, (2.12)

where v, is the volume of the voids that might be present in the composite
structure. Further, the theoretical density, p., of the composite material will
be:

pc:Pfo+pm(1_Vf>r (2.13)

where V7 is the volume fraction of the filler, p( is the density of the filler, and
P is the density of the matrix. The relative density, RD%, can be calculated
by:

exp
RD% = ©

Oc

% 100, (2.14)

where p®? is the experimental density. The volume fraction, Vi, and the
weight fraction, Wy, of the filler can be deduced by the following equations,
respectively:

We/
f/Pf
Ve = , 2.15
= Wl om + Wi /07 @15)
\%
fPf
W= ———7—— . 2.16

2.2.1.2 Young’s modulus

The modulus of elasticity (Young’s modulus or elastic modulus) is a key

property that determines a solid material’s stiffness; i.e. its resistance to

being elastically deformed under an applied stress. The elastic modulus can
be calculated by dividing the tensile stress, o, to the tensile strain, e:

o

E=—- 2.17

- (2.17)

For two-phase composite materials, the elastic modulus, E., can be deter-
mined by applying a series of equations which include the properties of
their components: E,, and E; for the modulus of the matrix and the filler,
respectively, and V,,, V; as noted earlier.
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Figure 2.7: (a) Voigt and (b) Reuss formulation for two-phase composite materials.

Theories for the effect of particle loading on the elastic modulus

Various empirical or semi-empirical equations have been proposed to predict
the elastic modulus of two-phase composites. The Voigt and Reuss bounds
(Fig. 2.7) represent the simplest case (Hill, 1952; Hill., 1963).

The Voigt (upper) bound notes that the two phases will suffer the same strain
upon loading, and the stress is the volume-average (parallel arrangement):

E* = Ec = EnVa + Ef Vs, (2.18)

and the Reuss (lower) bound notes that the two phases will carry the same
stress and the strain is the volume average (series arrangement):

_ Vin Vf -
E” =E. = <Em + Ef) . (2.19)

The relationship given by Eq. 2.18 is commonly referred to as rule-of-
mixtures equation. Generally, the modulus of the composite material must
lie in the regime formed by these two bounds; i.e. it should be lower than the
upper bound and higher than the lower bound.

The simple arithmetic mean of the Voigt and Reuss bounds has been proposed
by Hirsch as a "modified mixture rule” estimate of the elastic modulus in the
form of (Hirsch, 1962):

_ ET+E

(2.20)
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Depending on the elastic moduli values of the individual phases, and the
composition of the material, the Voigt and Reuss bounds might be widely
spaced, hence a number of formulations is available in the literature includ-
ing more precise upper and lower bounds that form a regime more narrow
than the Voigt-Reuss bounds, such as those proposed by Hashin and Shtrik-
man, 1963 and Ravichandran, 1994.

Other predictions have also been proposed, such as the Counto model that
assumes a perfect bonding between the particles and the matrix in the form
of (Counto, 1964):

Vy

. (2.21)
Em 5%1 + Vf% — Vf

Another upper bound solution is that proposed by Paul for a cubic inclusion
that is embedded in a matrix (Paul, 1960):

E, 1+ (0 —-1)Vy5

Ev 14 @-1)(V-vy)'

(2.22)

and another lower bound solution is given by Ishai-Cohen in the form of (Ishai
and Cohen, 1967):

E;
=14 —L
5 1

(2.23)

Additional predictive equations include the semi-empirical relationship of
Halpin-Tsai for the modulus of particulate polymers (Halpin, 1969):

E 14+ ABV

Le 07 (2.24)

En 1-BV;
where A and B are constants for a given composite, and the Takayanagi model
that was developed for polymer composites assuming spherical particles
(Takayanagi, Uemura, and Minami, 1964):

E. ¢ -1
Em_<1_¢+1—)x+)\5> / (2:25)

where ¢ and A are functions of the volume fraction, with pA = V.
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Figure 2.8: Dependence of relative elastic modulus (E./E;,) on the volume fraction
of the reinforcement phase.

Fig. 2.8 illustrates some of the aforementioned equations for the prediction of
the elastic modulus of composite materials as a function of the second-phase
content. It can be seen in this graph that despite the possible applicability
of each formulation, all equations fall in the regime formed by simple rule of
mixtures (Egs. 2.18 and 2.19), and, therefore, satisfy the following boundary
conditions: (i) E. = E;, for V¢ =0, and (ii) E. = E; for V¢ = 1.

Effect of particle loading on hardness

In this respect, the theoretical prediction of the rule of mixtures for the
hardness, H, of a two-phase composite material is in the form of:

H = V¢H; + (1~ V¢)Hapo, , (2.26)

where Hy and H 45,0, are the theoretical hardness values of the metallic phase
and the alumina matrix, respectively.

2.3 Fabrication of ceramic materials

The research interest towards ceramic-matrix composite materials, that orig-
inates from their novel and enhanced properties, has resulted in the need for
suitable processing routes and fabrication methods. In this section different



40 Chapter 2. Basic Principles & Literature Review

shaping techniques and densification processes will be presented, followed
by the critical steps of debinding and sintering, while the effect of different
parameters is also discussed.

2.3.1 Raw materials

The selection of the raw materials is one of the major issues that needs to
be addressed for the successful preparation of ceramic and ceramic-based
materials. Some important characteristics of the starting materials relate
to the powder properties and these include the particle size, particle size
distribution, and particle structure or shape.

The particle size can be reduced to meet the requirements of specific appli-
cations through various milling methods, such as ball milling (Carter and
Norton, 2007). The particle shape is an important characteristic that has
an effect on the powder density and, therefore, the sintering process. The
shape depends on the production method of the powder and can be charac-
terized accordingly as illustrated in Fig. 2.9a-2.9i. For instance, the acicular
has needle-shaped characteristics, the dendritic has a branched crystalline
shape, the irregular is due to lacking of any symmetry, and the spheroidal
has roughly spherical dimensions. The images, however, portray ideal shapes
and morphologies, while in reality particle shapes are more complex and
might deviate and/or can exhibit characteristics of more than one type. The
chemical composition of the powder is another important aspect of the initial
materials. For instance metallic powders can be composed of only pure
elements or a mixture of elements. Additional characteristics that relate to
the chemistry of the powder are surface area and bulk density.

A major issue concerning powders is that of the degree of agglomeration
which dominates the densification process and the resulting sintered density
of the fabricated samples. The presence of hard agglomerates can be detri-
mental as they might delay the progress of void-elimination in the matrix.
Fig. 2.10 is a schematic representation of an agglomerated powder, in which
the large inter-agglomerate pores and the smaller intra-agglomerate pores
can be discerned.

2.3.2 Shaping and forming techniques

The shaping process followed to manufacture a compact ceramic material
refers to the transformation of a powder mixture into a consolidated body of
a desired shape. There are several shaping techniques that can be employed
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(g) Irregular (h) Nodular (i) Spheroidal
Figure 2.9: Common particle shapes as depicted in ISO 3252.
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inter-agglomerate
pore

Figure 2.10: Schematic of an
agglomerated powder with
intra-agglomerate pores inside the
agglomerates, and inter-agglomerate
pores between the agglomerates.

for the synthesis of ceramic and ceramic-based materials, and these can be
categorized depending on the water requirement of each processing method:

dry shaping refers to the production of ceramic samples through a simple
compaction of powders. In that case the addition of water is more or less
redundant. The dry (cold) pressing technique is the most widely used
method of this category, and is employed for the production of solid
samples with simple shapes. The process is quite simple and involves
three steps, as shown in Fig. 2.11: the filling of the die with the powder,
the compaction of the powder, and the removal of the formed sample. A
low amount of binder is usually mixed with the raw powders, prior the
filling of the die. However, density variations across the thickness of the
sample, which can cause cracking and distortion during sintering, are a
major disadvantage of the method. An alternative route is that of cold
isostatic pressing (CIP) which allows the synthesis of more complex-
shaped bodies, and usually results in higher green densities and a more
uniform structure of the sample. Hot-pressing is another dry shaping
method, which yields near theoretical densities through the simultane-
ous application of pressure and heat. It is a high-cost processing route,
with limited productivity, and is suitable mostly for the manufacture of
parts with simple shapes.
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Figure 2.11: Dry pressing technique.
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Figure 2.12: Extrusion of (a)
rods and (b) tubes.

Extruded tube

plastic shaping involves the methods which require the addition of a liquid
(usually water, or an organic liquid) to produce a plastic mass under
pressure. The most widely used method is that of extrusion during
which a pliable mass is formed and goes through a die orifice. This
method is usually employed for the production of long-shaped samples,
such as rods and tubes (see Fig. 2.12). This pliable mass, however, is
only properly formed via the addition of complex organic compounds
that are used to facilitate the process. Another plastic-shaping method
which also demands rheological adjustments is that of injection mold-
ing.

semi-liquid shaping describes the shaping methods that require a high
amount of water, and are performed at room temperature conditions.
A characteristic example of this category is that of slip casting where a
suspension/slurry is initially formed, and is then poured into a porous
gypsum mold that contains capillaries and absorbs water from the
slurry, as shown in Fig. 2.15. Tape casting is another semi-liquid
method, used for the formation of ceramic films or sheets, during which
the slip is poured to a moving flat surface, and a doctor blade is used to
spread the slip and form a thin tape, as shown in Fig. 2.14.
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Figure 2.13: Slip-casting process showing the water that is absorbed by the
capillary pressure in the mold.
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Figure 2.14: Tape casting of
slurry using a doctor blade.
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Basics of the slip-casting technique

Plaster of Paris is named after the
French city where it was made and
where there are abundant gypsum
deposits. Following the Great Fire of
London, in 1666, the walls of all
wooden houses in the city of Paris
were covered with plaster to provide
fire protection. The earliest use of
plaster coating dates back 9,000 years
and was found in Anatolia and Syria.
The Egyptians used plaster made from
dehydrated gypsum powder mixed
with water as a joining compound in
the magnificent pyramids (Carter and
Norton, 2007).

The manufacture of parts with the use of the slip-casting process is realized
via the formation of a liquid mixture (slip), i.e. a suspension of particles in a
liquid medium that is usually water. The slurry is poured into a porous and
permeable mold that has been fabricated from mixing appropriate quantities
of water and Plaster of Paris.

The presence of a deflocculant in the slurry is paramount as this neutralizes
the electrical charge of the alumina powder, and enables the preparation of a
stable suspension. The optimum results are obtained when a slurry with high
solid content is prepared, given that a high amount of water results not only
in lower densities, but also longer casting times, and thus, a lower number of
produced samples.

Slip casting can be solid or drain: in solid casting the slurry is constantly
poured into the mold (Fig. 2.15), whereas in drain casting the slurry is poured
into the mold and the excess slip is drained as soon as a wall of appropriate
thickness is formed, Fig. 2.16. This renders the drain casting technique suit-
able for the synthesis of hollow samples such as crucibles or tubes. Alterna-
tive routes for the casting technique include the centrifugal casting (spinning
the mold to achieve better density), gel casting (polymerization and cross-
linking of monomers in the slurry), vacuum casting, pressure casting.

The advantages of the solid slip-casting method include the low cost, the
ability to fabricate samples in many (complex) shapes, and its versatility al-
lowing one to prepare porous ceramic-matrix composites or composites with
a graded structure (Pabst et al., 2011; Zygmuntowicz et al., 2016). The initial
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Figure 2.15: Schematic of the slip-casting system: (a) initial status, and (b) after
the formation of a thin cast.

Figure 2.16: Schematic illustrating the
drain-casting process; (a) the slip is
poured into the mold; (b) the mold
extracts the liquid and a compact is
formed against the mold walls; (c) the
excess slip is drained from the mold; (d)
the casting is removed after some partial

drying.
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Table 2.3: Typical compositions of alumina slurries for different shaping
techniques.

slip casting tape casting extrusion

(vol.%) wt.%) (vol.%)
alumina powder 40-50 69.0 45-50
water 50-60 14.4 40-45
binder 0-0.5 6.9 5
dispersant 0.5-2 0.6 1-2
plasticizer 9.0 1
other additives 0.1 1

particle packing of the green parts is also a major advantage, in comparison to
conventional dry-pressing techniques, see Fig. 2.17. Further, the slip-casting
method has the lowest requirements in organic additives over other liquid
or semi-liquid shaping methods. Typical compositions for Al,O3 slurries
(alumina powder, water, and organics additives) are listed in Table 2.3. The
disadvantages of the method include the long casting times, and the necessity
to produce the molds and allow them to sufficiently dry between subsequent
castings.

Figure 2.17: Initial particle packing for the same number of particles per unit
volume for green bodies; pressing (left) and slip casting (right).



48 Chapter 2. Basic Principles & Literature Review

Drying

Drying describes the process of water removal from a fabricated body. The
water molecules diffuse from the inner part of the sample to its surface and
then evaporate. During this step various defects might appear, and therefore
the rate of evaporation should be lower than the rate of diffusion in order to
avoid cracking due to a fast loss of water, or crazing (network of lines or small
cracks) due to CTE mismatch.

Drying is usually accomplished by thermal means and relates to the moisture
that is removed from the green part due to evaporation. An important param-
eter is the amount of water present in each green part, which depends on the
processing route. In dry pressing, for example, the required amount of water
is rather low or non-existent, while for other methods, such as extrusion or
slip-casting, more attention is required. Other factors that have an effect on
the drying process are the shape and thickness of a sample. For instance long
rod-shaped and large-diameter samples are prone to distortion and/or the
formation of cracks on the surface layer.

2.3.3 Debinding

The binder removal (binder burn-out or debinding) is an important step that
takes place prior the sintering of the green parts. It is a key stage that requires
a thorough control in order to avoid the likely formation of defects such as
bubbles, cracks, or distortion of the samples.

For the case of oxide ceramic materials, the binder burn out process is simply
performed in air atmosphere under heat, and is, in general, completed with-
out any difficulties. The binder is oxidized and forms compounds of H,O, CO
and CO,. For non-oxide ceramics, or composite materials, however, this step
is more demanding as it requires for the debinding to be performed under
inert or reducing atmospheres. For composite materials that contain metal
powders, in particular, debinding is a rather crucial step.

The aim of the debinding cycle is to melt, decompose and/or evaporate the
organic binder, a process which may be more complicated for parts which
include more than one organics, with different melting points, decomposi-
tion rates and temperatures. The burn-out of the binder can be achieved via
a solvent or a thermal removal process (German, 1987; Todd and Sidambe,
2013):
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Figure 2.18: Thermal debinding

binder model due to existence of pores.

solvent debinding is a process which can be realized via the extraction
method, the high pressure solvent method, or a thermally assisted sol-
vent method, and yields a high "brown" strength. Major disadvantages
of the solvent debinding processes include the use of solvents which
renders them not-environmentally friendly, and raises issues of toxicity
and safety. In addition they have a relatively limited applicability; for
instance the extraction method (in which the sample is immersed into
a liquid that dissolves the binder material) cannot by utilized for slip-
casted samples, as the solvent would dissolve the green compact.

thermal debinding is a process which has inexpensive equipment and is
performed under a temperature-controlled environment, but requires
long cycles and results in a poor "brown” strength. The thermal debind-
ing can be described with three mechanisms: diffusion, permeation,
or wickening, which can categorized depending on the state of the ex-
tracted binder. Diffusion and permeation are activated when the binder
is a vapor, whilst wicking when the binder is a liquid. A schematic of
the thermal debinding process due to diffusion or permeation is shown
in Fig. 2.18. The binder decomposes due to the high temperatures,
transforms into other compounds such as water and carbon dioxide,
and is then removed from the sample. During the debinding step, the
organics are free to travel from the inner body to the surface, and escape
from the open pores in the form of vapour.

The choice of binder is very important as it should be easily removed from the
green body and should not form toxic products upon decomposition. Further,
the temperature and heating rates during the burn-out must by carefully
adjusted: a fast heating rate might produce cracks on the surface of the
samples, whilst a slow heating rate may be effective but not cost-efficient.



50 Chapter 2. Basic Principles & Literature Review

100

[7:}
o
1

Hot pressed

Sintered

Density (%)
3
T

~
o
1

Initial Intermediate Final stage
| l |

60
1000 1200 1400 1600 1800
Firing temperature (°C)

Figure 2.19: Density variation with temperature for reactive alumina powder
showing the stages of sintering for hot-pressed and sintered Al,Os.

2.3.4 Sintering

Sintering is a processing technique during which a porous structure (green
body) is fired at high temperatures and is transformed into a consolidated
dense material via changes in the size and shape of pores (Basu and Balani,
2011). It is a rather complex phenomenon during which several processes
take place simultaneously, thereby achieving the theoretical density is diffi-
cult, and ceramics usually contain a 5% residual porosity after sintering, see
Fig. 2.19.

There are various parameters that are related to the sintering process such as
the sintering pressure and atmosphere, the sintering temperature and dwell
time, the heating and cooling rates, the sintering state (German, 2014):

pressure sintering can be performed with the simultaneous application of
heat and pressure, such as the hot pressing technique, or without pres-
sure, namely pressureless sintering,

atmosphere the sintering atmosphere can be hydrogen (reducing but
costly), nitrogen (less expensive, neutral, with no reduction role), argon
(costly, neutral, no oxidation, no reduction), air (oxidizing, no signifi-
cant cost), vacuum (absence of atmosphere, no cost but maintenance),
or combinations of the above such as nitrogen-hydrogen (reactivity,
mixture of costs),

state sintering can be solid state or liquid phase: the solid state sintering
describes the densification of a compact that is in a solid state at the
sintering temperature, whereas the liquid phase sintering occurs when
a liquid phase is present at the sintering temperature. Fig. 2.20 portrays
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Figure 2.20: Schematic phase diagram showing the different types of sintering.

an A-B powder compact, with composition X;. The melting point of the
constituent material B is lower than the melting point of material A. Ata
sintering temperature Ty, the sample undergoes a solid state sintering,
whereas at a sintering temperature T3, liquid phase sintering occurs.

Solid state sintering

The solid state sintering process can occur through different mass transport
mechanisms which can be categorized depending on whether they promote
coarsening or densification (see Fig. 2.21). The increase in the average size
of the particles leads to coarsening, whilst the shrinkage of the compact
leads to densification. Ideally, in order to obtain near-theoretical densi-
ties, the sintering step should only lead to densification, and coarsening
should be suppressed. However it is usual for a competition between the two
mechanisms to occur, and materials will experience both densification and
coarsening simultaneously (Barsoum and Barsoum, 2002).

The mechanisms that promote densification (densifying mechanisms) are
driven through the grain boundary and these are: grain boundary diffu-
sion, volume diffusion, and viscous/plastic flow. The material is removed
from the grain boundary region, and this leads to shrinkage. The mech-
anisms that promote coarsening (non-densifying mechanisms) are driven
from the particle surface, and these are: surface diffusion, volume diffusion,
and evaporation-condensation. Changes in the microstructure might occur,
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Figure 2.21: Schematic representation of two possible mechanisms: (a)
Densification followed by grain growth, and (b) Coarsening.
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without shrinkage. Fig. 2.22 shows the possible transport paths for two
sintering particles.

Three major stages can be identified during the solid state sintering process:
the initial, the intermediate, and the final stage, which can be discerned in
Fig. 2.23. The initial stage is that of neck formation and grain boundary
creation. The relative density increases from about 60 to 65%. The inter-
mediate stage is that of neck growth. The relative density increases from 65
to about 90%. During the final stage the density of the sample reaches that
of theoretical. During this stage grain coarsening occurs, although sintering
should only result in densification.

Typical sintering temperatures for alumina powder are in the range of 1300 °C
- 1600 °C. Fig. 2.24 depicts the variation of relative density with sintering
temperature for a pure 0.3 um alumina powder. The circles stand for alumina
that was initially pressed, and then sintered in air at temperatures from
1350 °C up to 1550°C for 2h, while the triangles stand for alumina after
(additionally) performing hot-pressing. It is evident that the relative density
increases steadily with the sintering temperature from approx. 90 to 98%
for the pressureless sintered samples, while the hot-pressed have attained
a theoretical density at 1400 °C.

The effect of parameters on sintering

The key parameters that need to be controlled in order to optimize the sin-
tering process can be classified into two main categories: the characteristics
of the raw materials, and the processing characteristics (Kang, 2004):
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Figure 2.24: The effect of sintering temperature on the relative density of pure
alumina powder before hot isostatic pressing (circles) and after hot isostatic
pressing (triangles).

characteristics of raw materials these mainly include the powder charac-
teristics such as particle size and size distribution, particle shape, and
degree of agglomeration. The particle packing in the green body can be
influenced by the particle shape: i.e. spherical particles require higher
energy due to their shape owing the least surface area, whereas irregu-
larly shaped particles enhance mass diffusion. In addition, the presence
of agglomerated powder particles is not favoured as it might result in
low green densities, and thereby low sintered densities.

The size of the particles also affects the degree of space, and the size
distribution can influence the amount of porosity: small particles can
fill the voids that are formed between the bigger particles. It can be
deduced from Fig. 2.25 that in the case of sintering a bimodal mixture of
powders, a maximum packing density can be achieved for a composition
that involves both fine and coarse particles; the small particles are
packed in the space between the large particles and the pores are filled
(case iii). For 100% small particles (case i) or 100% large particles (case
v), the packing density is the lowest.

processing characteristics these include the sintering temperature and
time, sintering pressure and atmosphere, heating and cooling rates. For
example, oxide ceramics are simply sintered in air, non-oxide ceramics
are sintered under vacuum, whereas metallic samples require sinter-
ing in nitrogen (inert gas), or hydrogen (reducing agent) or a mixture
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Figure 2.25: Packing density versus composition for a bimodal mixture of powders.

of gases such as Ar/H,. Further, high sintering temperatures tend to
enhance the mechanisms that promote densification.

2.4 Metal-particle/ceramic-matrix composites

2.4.1 Theoretical Considerations
2.4.1.1 Crack Propagation during fracture

The fracture toughness of ceramic-based composite materials has shown a
significant improvement over the pure ceramic matrix material in several
systems that have been studied over the past few years (Donald and McMillan,
1976). This section will provide the theoretical background for the toughen-
ing mechanisms that are activated due to the dispersion of the second-phase
inclusions in the brittle ceramic matrix. Two different approaches can be
followed to describe the effect of the distributed particles on the augmented
toughness response: (a) the changing of the crack path (mechanisms of crack
deflection, crack bowing, crack branching), or (b) the bridging of the tip of the
crack. The different toughening mechanisms might be activated separately
or in conjunction (Rodel, 1992).
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PROCESS ZONE

Figure 2.26: Ductile particles in a brittle matrix; note how they stretch as the crack
opens.

The incorporation of ductile inclusions into brittle solids has been suggested
to contribute to the toughness response of the material and is based on the
assumption that the inclusions can be plastically deformed in order to bridge
the propagating crack, and stretch until they fracture of decohere (Krstic,
1983, Sigl et al., 1988). The stress, o,, carried by the stretching particle is
a function of the force, F, and the radius of the particle, a,, (Ashby, Blunt,
and Bannister, 1989):

F(u)
ma

Oy = (2.27)
The function o(u) is directly related to the toughness increase of the com-
posite:

AGc = Vf/ o(u)du , (2.28)
0

where V is the area fraction of the ductile material intercepted by the crack
and u* is the crack opening when the ductile particle fails (Fig. 2.26). A
requirement for the bridging of the crack by the ductile inclusions is the
partially debonded interface between the particles and the matrix, termed
as "satisfactory" bonding. The ideal bonding between the two phases has
been extensively studied from that perspective: a weak bonding between
the particles and the matrix usually results in a weak contribution to the
toughening, whereas a strong bonding imposes constraints on the particles.
Neither of these extreme cases appear to exploit the full toughening potential
of the ductile inclusions.
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Figure 2.27: Crack-particle interaction in a particulate system showing three
possible fracture mechanisms, namely particle fracture, crack deflection and
interface debonding.

Other possible toughening mechanisms include the branching of the crack
throughout the matrix material (Gao and Wang, 1990), the bowing of the
crack between the dispersed particles (Green, 1983), the propagation of the
crack along the interface, the deflection of the crack around the second-
phase inclusions (Faber and Evans, 1983a; Faber and Evans, 1983b) which are
considered as inhomogeneities in the structure, see Fig. 2.27. Although these
mechanisms are reported to be less effective in comparison to the plastic
deformation of the ductile particles, they rely on the increased tortuosity of
the crack path and enhance the fracture resistance of the composite material.

2.4.1.2 Particle/Matrix Property Mismatch

The elastic moduli and thermal expansion coefficient mismatch between the
second-phase inclusions and the matrix, and their effect on the propagation
of the crack, have been extensively studied due to the major differences
between the metallic and the ceramic phases (Khaund, Krstic, and Nicholson,
1977). Internal residual stresses might be developed in the matrix during
cooling, after the sintering process, and these are attributed to differences in
CTE (see Fig. 2.28 for some common ceramic matrix materials such as Al,0s,
and common metallic reinforcement such as Cu and W). The solution for
this stress, o, can be calculated by employing the following relation (Selsing,
1961):
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(2.29)

1—2v,\ !
a:AaAT<1+V’” n Vf) )

2E, E

where Aa is the CTE difference, AT is the temperature difference, E,,, Ef are
the Young’s moduli, and vy, v are the Poisson’s ratio of the matrix and filler,
respectively.

Early studies on the propagation of a crack through a matrix material with
dispersed particles included that of Davidge and Green, 1968 who stud-
ied two-phase glass-matrix materials with different CTE and E values. It
was concluded that the thermal and elastic mismatch between constituent
phases should be avoided. A major contribution was also that of Tirosh and
Tetelman, 1976 who used a commercial rubber sheet and demonstrated the
propagation of a crack in the vicinity of a disturbance (cavity or second-
phase inclusion) that is weakly or strongly bonded to the matrix. Fig. 2.29
illustrates the crack arrest by a hole (case a), or the crack that bypasses the
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Figure 2.29: Fracture of a pre-notched rubber sheet with (a) a hole, (b) a perfect
bonding of rigid inclusion and (c) weakly bonded inclusion.

inclusion due to perfect bonding (case b), or the crack propagation along a
weak inclusion/matrix interface (case c).

Similar observations have been reported in different studies, by highlighting
the importance of the metal/ceramic interface that determines the path of
the propagating crack: either via the interface (weak bonding, negligible
contribution to toughening), or through the particle, or by avoiding the
particles and propagating only through the matrix (strong bonding, limited
deformation of inclusions) (Bao and Chung-Yuen, 1990). Two glass-matrix
composites with partly oxidized nickel or aluminum particles were used in
the work of Krstic, Nicholson, and Hoagland, 1981 who studied the effect of
thermoelastic properties mismatch on the interfacial bonding and the tough-
ening of the brittle ceramic matrix by metallic inclusions. It was concluded
that for metal/ceramic systems with a large thermal and elastic mismatch a
poor interfacial bonding is usually formed (Krstic, 1983).

2.4.1.3 Metal/ceramic interface

As discussed earlier, in addition to the mismatch of the thermal and elastic
properties, the interface of metal/ceramic composites is of great importance.
The term interface is used to describe the surface between the reinforcement
and the matrix material. It is a parameter that reflects the cohesion between
the constituent phases, and controls the load transfer from the matrix to the
second-phase inclusions. Hence, the overall mechanical properties of the
fabricated composites may be affected by the interface.

The bonding between the two phases and the wettability of the particles by
the matrix are two distinct factors closely related to term of the interface
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Figure 2.30: Wetting behavior for a liquid material on a horizontal plane of a solid
material showing a low contact angle that supports wetting, in contrast to a high
contact angle that resists wetting.

of metal/ceramic materials. The bonding between the matrix and the re-
inforcement can be mechanical, physical, chemical (Chawla, 2013b). The
mechanical bonding can be correlated to the CTE differences and the con-
traction of phases. When the expansion of the matrix is higher than the
inclusions, a mechanical bonding is formed, whilst when the expansion of
the matrix is lower a mechanical bonding is not possible (Xia and Terence,
1994). The physical bonding might include weak forces, secondary or van der
Waals forces, or hydrogen bonding, while the chemical bonding can include
all types of bonding, i.e. covalent, ionic, metallic.

The wettability of liquids on a solid surface (i.e. the ability of liquids to
spread on a solid surface) is rather important for the interface, and can be
determined via the sessile drop technique:

YsL = Ysv — YLv cost, (2.30)

where s is the interfacial energy of the solid-liquid, sy and -y are the
surface energies of the solid and the liquid phase, and 6 is the contact angle.
Two different cases are demonstrated in Fig. 2.30, depending on the value of
the contact angle 6. A low contact angle (good wetting) induces the liquid
material to spread over the grains of the solid material, while a high contact
angle indicates a poor wetting.

It is well known that liquid metals usually do not wet the alumina ceramic
(contact angle > 90°), and therefore the wettability is not sufficient for high
densification of these composites during LPS (Nikolopoulos and Agathopou-
los, 1992). The contact angle formed by some common liquid metals and
polycrystalline alumina as a function of temperature is shown in Fig. 2.51. It
can be observed that values above 100° are reported for silver, copper, nickel,
and iron. The composite structure of Cu-Al,O3 in particular, has a contact
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Figure 2.31: Effect of temperature on the contact angles formed by some liquid
metals on polycrystalline alumina.

angle of 143° for a temperature that is just above the melting point of copper
(1370 K), and a contact angle of 116° for a temperature of 1720 K (approx.
1447 °C) which is just below the sintering temperature for this study (Table
2.4).

2.4.1.4 Porosity in metal/ceramic composites

Porosity is a major issue not only in pure ceramic materials, but also in
ceramic-based composites. The evolution of porosity for particle-reinforced
metal/ceramic composites fabricated via pressureless sintering was studied in
the work of Pines and Bruck, 2006 who selected nickel and alumina powders
to prepare and study various compositions ranging from 0 vol.% Ni up to 100
vol.% Ni. They proposed two models in that work: the first model assumed
that the residual porosity is associated only with the matrix material, see Fig.
2.32a, while the second model suggested that a fraction of the porosity is
associated with the presence of the second-phase inclusions in the matrix
and their degree of agglomeration, see Fig. 2.32b.

2.5 Metal/Al,0; composites in practice

The fabrication of composite materials consisting of an alumina matrix rein-
forced with metallic particles is a research field that has drawn an enormous
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Table 2.4: Contact angles in Al,03/liquid-copper systems for different
temperatures.

Temperature (K) Contact angle (degree)

1370 143.87 £+ 2.82
1450 131.86 + 2.66
1575 123.97 £ 2.30
1695 118.42 + 1.42
1720 116.10 £ 1.19
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Figure 2.32: Porosity models: (I) All porosity is associated with the matrix. (II) An
amount of porosity is associated to the matrix, and all remaining porosity is
associated with the particles.
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attention over the past few years (Moya, Lopez-Esteban, and Pecharromén,
2007).

It is well known that the increase in the volume fraction of the second-phase
reinforcement has an impact on the sinterability of the matrix material. The
inclusions hinder the densification process and contribute to the residual
porosity of the matrix after sintering. This can take place either near the
inclusions surrounding them, or within the bulk of the matrix. In addition,
agglomerated particle regions might be formed with the further increase in
particle volume fraction. The poor wetting of the ceramic matrix by the
metallic phase is also an issue and usually results in low density.

The majority of metal-alumina composites have been fabricated via dry
pressing followed by pressureless sintering, or hot-pressing with simultane-
ous application of pressure and heat. Spark plasma sintering and infiltration
of Al,O5 preforms are alternative processing routes, less frequently employed
for the synthesis of metal-Al,O3; composites. Some studies also report the
use of (modified) slip-casting techniques for the synthesis of functionally
graded materials. This section will discuss the fabrication methods cited in
the literature towards the preparation of metal/alumina composites in terms
of densification and mechanical properties.

2.5.1 Processing methods
Dry-pressing followed by pressureless sintering

The most frequently employed fabrication method for the synthesis of metal-
alumina composites is that of dry pressing at room temperature and sub-
sequent pressureless sintering. Several studies have employed this method
to prepare ceramic-based composites with a dispersion of different metallic
inclusions such as nickel (Tuan and Brook, 1992), molybdenum (Konopka,
Maj, and Kurzydowski, 2003), silver (Dutta, Chattopadhyaya, and Ray, 2006;
Tuan and Chen, 2002), iron (Konopka and Oziebo, 2001), niobium (Lane,
Biner, and Buck, 1998). However, a typical disadvantage of this processing
route is the low density of the sintered parts, which usually decreases with a
further increase in the metal volume fraction.

Typical examples are the studies of (Tuan and Brook, 1990) and (Chou and
Tuan, 1995) for the preparation of Ni-alumina and Ag-alumina composites,
respectively. The specimens were formed by cold pressing which resulted in
green relative densities of 55%, followed by sintering at different tempera-
tures. Relative densities around 91% have been achieved for the highest metal
content, and a relative density of <98% has been reported for pure alumina
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Figure 2.33: Relative density of Ag/alumina composites as a function of silver
content sintered at two different temperatures.

after sintering at 1600 °C (see Fig. 2.33). The sintering temperature was found
to have a mild effect on the densification process, with sintered densities
at 1700 °C being slightly improved than those obtained after sintering at
1600 °C. Relative low densities of around 96% have also been reported for
5 vol.% nickel-alumina composites, after sintering at 1400 °C for 2h (Chen
and Tuan, 1999).

The effect of the sintering temperature on the density of the metal-alumina
samples has been frequently cited in the literature. Indeed, low tempera-
tures usually yield low densities for both the pure and the metal-reinforced
alumina samples. A relative density of only 91% has been reported for pure
alumina after sintering at 1450 °C, in contrast to densities >99% for sintering
at 1550 °C. A low densification (85%) has also been achieved for 5 vol.% nickel
particles and sintering at 1450 °C, in contrast to relative densities of 95% for
sintering at 1500 °C, or higher (97%) for sintering at 1550 °C (Kafkaslolu and
Tiir, 2016).

Hot-pressing with simultaneous application of pressure and heat

Many studies have favoured hot-pressing as an alternative fabrication tech-
nique for the synthesis of alumina-matrix composites reinforced with metal
particles of: chromium (Ji and Yeomans, 2002a), iron (Trusty and Yeomans,
1997), nickel (Lu et al., 2000; Fahrenholtz, Ellerby, and Loehman, 2000;
Sekino, Nakajima, and Niihara, 1996; Sun and Yeomans, 1996; Breval and
Pantano, 1992), molybdenum (Sbaizero and Pezzotti, 2000). The results of
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Figure 2.34: Relative density of sintered Mo/Al,03 composites with various Mo
contents and different processing routes.

these studies suggest that HP promotes the densification process and results
in higher densities than those obtained via pressureless sintering.

Relative densities above 97% have been obtained for chromium-alumina
composites, with Cr loading as high as 36 vol.%. The processing route in-
volved sintering at 1400 °C, under a constant pressure of 30 MPa with a hold
time of 30 min (Guichard, Tillement, and Mocellin, 1998).

A comparative study for the preparation of Mo/alumina composites with
three different processing methods (sintering with or without hot-pressing)
can be found in the work of Wei, Wang, and Cheng, 1998. It is evident from
Fig. 2.34 that die-pressing followed by a hot-pressing route (HP) results in
the highest values of relative density, in comparison to cold isostatic press-
ing and sintering (CIP) or die-pressing and sintering (PL). The hot-pressed
composites can fully densify at temperatures of 1350 °C or above.

Differences in the sintered density of 20 vol.% chromium particles dispersed
in Al,O3; matrix have also been reported in the study of Ji and Yeomans, 2002a
for composites that were prepared either via conventional sintering at 1500 °C
or via hot-pressing at 1400 °C. The study concluded that a better densification
has been achieved via HP for both the pure Al,03 matrix and the composites.
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Figure 2.35: Relative density variation for Ni/A1203 composites with hot-pressing
temperature.

Despite the followed processing route, performing the sintering cycle at dif-
ferent temperatures is usually attempted in order to decide the optimum
temperature for the densification of the samples. A minor increase of only
50 °C (from 1400 °C to 1450 °C) has been reported to increase the fired density
of Cr/alumina composites from 92% to approx. 97% (Ji and Yeomans, 2002b).
Similarly, a sintering temperature of 1300 °C might result in only 70% RD,
even for pure alumina hot-pressed specimens (Fig. 2.35), while densities
of around 95% are only achieved for sintering temperatures above 1450 °C
(Li, Huang, and Guo, 2003). Further, densities as low as 75-85% have been
reached for Al,03 samples at relatively low sintering temperatures (1300 °C),
while near-theoretical densities have only been achieved for the lowest load-
ing of metal phase (3 vol.%) at sintering temperatures above 1450 °C (Fig.
2.36) (Lu et al., 2000).

SPS and infiltration of alumina preforms

Despite the advantageous, near-theoretical densities derived via the hot-
pressing method, its high cost and processing difficulties, as well as the
limitation in the shape and complexity of the parts are major drawbacks.
These have led to the exploration of alternative routes such as spark plasma
sintering, and infiltration of metals into alumina preforms, in more recent
years.

The spark plasma sintering is a novel technique that allows extremely high
sintering rates, lower sintering temperatures and a minimum sintering time.
Near theoretical densities have been achieved for nickel-alumina samples by
employing the SPS method and sintering at only 1170 °C for hold time of
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Figure 2.36: Relative density variation of nickel-alumina composites with
sintering temperature.

10min, and a fast heating rate of 200 °C/ min (Yao et al., 2005). However,
this method is prone to the formation of carbides due to the sintering of the
compacts in a graphite die, and the diffusion of carbon into the sample that
is promoted by the applied pressure (Rodriguez-Suarez et al., 2009).

An alternative method is that of infiltration of ceramic preforms. The study
of Lieberthal and Kaplan, 2001 reports the preparation of alumina slips and
conventional slip-casting to produce alumina preforms, which are infiltrated
with liquid salts. These are further reduced via pressureless sintering to form
nickel metal particles. However, relatively poor densities were achieved (90%)
due to the presence of closed pores in the matrix.

Slip-casting for the synthesis of FGMs

The slip-casting technique is a relatively new method used for the synthesis
of metal/alumina composites. The alumina and the metallic powders are
mixed, and a slurry is prepared with the addition of distilled water. The
traditional slip-casting method has been widely used for the preparation
of dense or porous ceramic composites (), however modified routes have
emerged for the synthesis of metal/ceramic composite materials due to their
major differences in terms of density. This variation can be exploited for the
fabrication of functionally graded materials with a gradient concentration of
metal particles. The composition of some slip-casting slurries and a brief
description of the characteristics and processing routes are provided in this
section.
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A homogeneous structure with no gradient has been reported for a 5 vol.%
Fe/alumina composite prepared via slip-casting of a slurry with 82.5wt% total
solids content. A burn-out process was initially performed at 400 °C for 1 h in
N, atmosphere, followed by vacuum sintering at 1470 °C for 1 h. Differences
in the metal concentration between the top and bottom parts of the samples
were only observed with the use of a magnetic field (Oziebto et al., 2004;
Ozieblo et al., 2005).

W/alumina composites have also been prepared via slip-casting by forming
a slurry of tungsten powder (1 um) and alumina powder (0.1 um) with to-
tal solids content of 68 wt%, and vacuum sintering at 1600 °C. Differences
between as-received and oxidized tungsten powder were observed at the in-
terface of the alumina and the tungsten phase (clear interface for as-received
and gradual distribution of the heavy tungsten particles for oxidized powder)
(Katayama et al., 2011).

Relevant structures have been studied for nickel-alumina composites with
total solids content varying from 37-55 vol.% (Sanchez-Herencia, Hernandez,
and Moreno, 2006; Gizowska, Konopka, and Szafran, 2011).

Copper-alumina composites fabricated via different processing routes

Cu-Al,03 composites with 5 vol.% copper have been prepared by mixing Cu
powder (99.8% purity, 2 um) and Al,03 powder (CT3000SG, 0.6 um) via two
processing routes. The samples were either pressed uniaxially under 70 MPa
followed by pressureless sintering at 1600 °C for 2 h, or hot-pressed to 1600 °C
for 30 min. For pressureless sintering the maximum density that was obtained
was 91.2%, in contrast to hot-pressing and 97.4% RD (Aldrich and Edirisinghe,
1998).

High relative densities that varied around 98-99% have been reported in
the study of Oh, Sekino, and Niihara, 1998; Oh et al., 2001 for 5 vol.% Cu
dispersed in the Al,O; matrix. Fine powders were used (Cu powder 1 um,
Al,0O3 powder 0.2 um) to form samples that were hot-pressed at 1400 °C -
1600 °C for 1 h under 30 MPa in Ar atmosphere.

Hot-pressing of coarse powders (Cu 30 um, Al,O3 2.5 um) that were packed
in a graphite die at 1550 °C and 1650 °C for 1h under 12 MPa pressure, in a
flowing N, atmosphere also produced relative densities > 99% and a homoge-
neous distribution of copper particles (5 vol.%) with an irregular shape within
a dense alumina matrix (Wang et al., 2001).
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Figure 2.37: A silver-free-alumina sintered surface formed in Ag/Al,03 specimens.

Pressure-assisted infiltration of molten copper into alumina preforms has
also been cited in the literature, with copper phase solidifying during cooling
(Travitzky, 1998).

Tungsten-alumina composites fabricated via different processing routes

High density tungsten-alumina composites have been fabricated via the hot-
pressing route. The study of Sekino and Niihara, 1995 reported the prepa-
ration of W-alumina composites, with the use of tungsten-oxide powder, via
hot-pressing at 1450 °C for 1 h under 30 MPa in Ar atmosphere, and relative
densities over 98% for all specimens. Later, Sekino and Niihara, 1997 cited the
synthesis of dense tungsten-alumina composites via hot-pressing at 1400 °C
- 1600°C under an applied pressure of 30 MPa for 1h in Ar atmosphere
by mixing fine tungsten (<0.4 um) and alumina (<0.3 um) powders. The
spark plasma sintering has also been reported for the production of alumina-
matrix composites reinforced with tungsten particles (Rodriguez-Suarez et
al., 2009).

Metal-free alumina-surface

An interesting finding in the study of metal/Al,03 composites relates to re-
ports on the fabrication of silver-Al,03; composite samples and the formation
of a metal-free alumina surface layer after the completion of the sintering cy-
cle (Wang, Ponton, and Marquis, 199%a; Wang, Ponton, and Marquis, 1993b;
Chou and Tuan, 1995). The silver-free alumina-surface (see Fig. 2.37) formed
in Ag/Al,O3 specimens was assigned to an increased loss in silver content
due to evaporation, resulting from the high vapour pressure of molten silver
at the sintering temperature.
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Figure 2.38: A typical rim-and-core macrostructure of an alumina/silver
composite pellet.

Similar observations have been reported in the work of (Dutta et al., 2001)
who stated that the evaporation of Ag after pressureless sintering at 1550 °C
occurred primarily from the surface of the pellets resulting in an almost silver
depleted surface layer and a silver-rich central region, as shown in Fig. 2.38,
the thickness of which varied from 472 m for 1.6 vol.% Ag and decreased as the
vol.% Ag increased (Dutta, Chattopadhyaya, and Ray, 2006). More recently,
Chakraborty et al., 2009 studied both regions (core and skin) and cited the
formation of a grade structure; i.e. that the core was more tough that the
skin, and the skin was more hard than the core.

2.5.2 Mechanical properties

The fracture toughness of ceramic-based composite materials can be success-
fully enhanced due to the dispersion of the metallic second-phase inclusions
which are usually characterized by high ductility and toughness. The disper-
sion of particles, however, can also decrease the stiffness of the composites
given that metals usually have a much lower stiffness than ceramics. Further,
the hardness of the composites also decreases due to the dispersion of the
metallic phase that is softer than the hard ceramic matrix.

Fracture toughness

The majority of the studies on metal-particle reinforced alumina-matrix
composites have reported an increase in the fracture toughness of the sam-
ples in comparison to the pure Al,O3 matrix values (Ighodaro and Okoli, 2008;
Yeomans, 2008). The augmented fracture response is usually attributed to
the plastic deformation of the metal particles and the activation of the crack
bridging mechanism. However, the crack deflection, the crack bowing, and
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the crack branching have also been found to enhance the toughness of the
specimens due to the increased tortuosity of the crack path.

The presence of plastically deformed and stretched metal particles point to-
wards the activation of the crack bridging mechanism in alumina composites
reinforced with Mo particles (Sbaizero, Pezzotti, and Nishida, 1998; Simpson
and Wasylyshyn, 1971). The deflection and the bridging of the advancing
crack by dispersed nickel particles have been stated to improve the fracture
toughness of hot-pressed alumina-matrix composites, albeit their low rela-
tive density that ranges from 97% for Al,O3 down to 74% for 50 wt% nickel
content (Breval et al., 1992; Breval and Pantano, 1992).

Multiple types of interaction might occur simultaneously between the prop-
agating crack and the dispersed particles in metal/ceramic composites. The
deflection of the crack, the surrounding of the particle by the crack, the pass-
ing though a particle and the plastic deformation of the inclusions have been
cited for Mo-alumina composites (Konopka, Maj, and Kurzydowski, 2003).
The toughness enhancement has been a result of several types of interaction
between the crack and the metal particles including crack deflection, crack
branching, crack bridging and pull-out of the particles for hot-pressed Ni-
alumina composites (Li, Huang, and Guo, 2003). Crack propagation along the
metal/ceramic interface has been observed in several metal-Al,O3 systems,
including tungsten-alumina (Sekino and Niihara, 1997), and iron-alumina
composites (Konopka and Oziebo, 2001).

The weak interfaces between the molybdenum reinforcement and the alu-
mina matrix have been reported to deteriorate the fracture toughness of the
samples. It can be seen from Fig. 2.59 that small amounts of Mo particles lead
to improvements in the fracture toughness, whereas higher amounts result
to values that are lower than pure alumina (Diaz et al., 2003). It can also
be observed from this graph that a previous study reported a different trend
in the fracture toughness of the composites which verifies the viewpoint
that the mechanical response of metal/ceramic composites is the result of
multiple parameters and factors, and highlights the diversity of data available
in the scientific literature.

Based on the previous observation, it has to be noted that many studies on
similar metal-particle reinforced Al,O3-matrix systems have concluded that
despite the initial enhancement of the fracture toughness of the samples for
low metal volume fractions, a further increase in metal content deteriorates
the mechanical behavior of the specimens. This can be attributed to the
presence of agglomerated particles and/or a decrease in sintered density
which might be accompanied with the metal content increase (Lu et al., 2000).
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Figure 2.39: Variation of fracture toughness as a function of molybdenum content.

Fig. 2.40 portrays the fracture toughness of a Ni-alumina system (Tuan, Wu,
and Yang, 1995). The toughness of alumina initially increases due to the
addition of the nickel inclusions and the activation of the crack bridging and
the crack deflection mechanisms. However, at 20 vol.% the inclusions are
large and the density is low, leading, thus, to a deterioration of the fracture
toughness response.

Modulus of elasticity

The distribution of ductile particles into the brittle alumina matrix is ex-
pected to decrease the modulus of the composite, given that the reinforce-
ment has a lower elastic modulus than the ceramic matrix.

The published results usually concur with the theoretical predictions by ap-
plying simple rule of mixtures for alumina-matrix composites with: cop-
per (Oh, Sekino, and Niihara, 1998; Wang et al., 2001), and molybdenum
(Sbaizero and Pezzotti, 2003; Lucchini, Casto, and Sbaizero, 2003; Bro-
niszewski et al., 2013). Similar observations have been reported for Al,O3
matrix reinforced with: nickel (Breval et al., 1992; Tuan, Chen, and Yang,
2007), and niobium particles (Portu et al., 2007). The Halpin-Tsai model was
found to describe the results of the elastic modulus for the study of 25 vol.%
Nb-Al, O3 (Chakraborty et al., 2000).

In other studies the elastic modulus was found to decrease further than the
simple predictive formulations, and diverge from the predictions with an in-
crease in the metal volume fraction. Lower values than anticipated have been
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Figure 2.40: Fracture toughness of the Ni/Al,03 composites as a function of nickel
content.

noted in the study of Tuan and Chen, 2002 for nickel-alumina composites
sintered at 1600 °C, as shown in Fig. 2.4 1. The lower values were attributed to
the possible presence of microcracks in the composites due to CTE mismatch
between the nickel particles and the alumina matrix.

The effect of both metal content and sintering conditions on the mechanical
properties of the fabricated composites has been studied for hot-pressed W-
alumina samples (Sekino and Niihara, 1997). For high temperature sinter-
ing at 1600 °C, degradation of properties due to grain growth and chemical
reaction of tungsten were reported. The modulus values were lower than
anticipated and did not obey the rule of mixtures equation, see Fig. 2.42.
Despite the absence of a porosity-correction for the modulus of the matrix,
the amount of total porosity was low and could, therefore, only account for
a fraction of the deviation. The presence of residual stresses caused by CTE
mismatch were also discussed.

A representative example of the effect of the processing route on the final
structure of the composites can be found in the study of Aldridge and Yeo-
mans, 1999. Two types of composites have been fabricated by reinforcing the
Al,03 matrix with 20 vol.% iron particles: one prepared via hot-pressing at
1600 °C for 30 min under 25 MPa, and one via pressureless sintering at 1700 °C
for 1Th. The results showed a homogeneous distribution of iron particles
within a dense Al,O3; matrix for the hot-pressed samples, in contrast to the
conventionally sintered samples which showed increased levels of porosity.
The values for the Young’s modulus of the hot-pressed samples were 341 GPa,
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Figure 2.41: Elastic modulus as a function of metal content for Ni-alumina and
Ag-alumina composites.
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Figure 2.42: Young’s modulus dependence on tungsten content for W-Al,0O3
composites hot-pressed at three temperatures.
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and in excellent agreement with the theoretical prediction of 344 GPa. On
the contrary, the elastic modulus for the sintered samples was only 258 GPa,
indicating a major declination of data from predictions. Despite the porosity
correction (6 %) of the modulus of the matrix, the values were still lower than
predictions, and were attributed to a poor interfacial bonding between the
particles and the matrix. A more detailed analysis on the reasons for such
behavior is given at the Appendix D of the present work.

Hardness

The hardness of the metal-Al,O3 composites usually decreases due to the
dispersion of the ductile inclusions. The Vickers hardness of Mo-alumina
composites hot-pressed at different temperatures is shown in Fig. 2.43. The
data approximately obey the rule of mixtures (dotted line in graph). The
hardness decrease is anticipated with the addition of the molybdenum phase
of hardness lower than that of alumina. A decrease with increasing hot-
pressing temperature for both Al,O3 and Mo/Al,O5; samples can also be dis-
cerned (Nawa, Sekino, and Niihara, 1994). Similar results have been reported
for other metal/alumina composite systems, with an expected decrease in the
overall hardness and data that approximately obey the rule of mixtures (Wang
and Wei, 1998).

A degradation of hardness has been cited for tungsten-reinforced alumina
composites in the study of Sekino and Niihara, 1997. Fig. 2.44 portrays the
behavior of hardness with tungsten content, after sintering at three different
sintering temperatures. For 1400 °C and 1500 °C the data can be roughly pre-
dicted by rule-of-mixtures, in contrast to the experimental results obtained
after sintering at 1600 °C with an increased deviation from predictions.

2.6 Summary

This chapter initially presented a theoretical background concerning ceramic
(Al,03) and metallic (Cu, W) materials and noted important physical, me-
chanical and thermal properties. A brief description of composite materials,
including micromechanics, was given and the importance of predicting their
properties was highlighted.

The methodology for the synthesis of ceramics and ceramic-based composite
materials was analyzed and the major steps including raw material selection,
shaping techniques, debinding and sintering were investigated.



76 Chapter 2. Basic Principles & Literature Review

22

20

feras

®
rQAM
e (e

Vickers hardness (GPa)
>

1 Il 1 L

0 5 10 15 20
Ma content (vol. %)

Figure 2.43: Variation of Vickers hardness with molybdenum content for
Mo/alumina composites hot-pressed at different temperatures.

22— T 7 T T T 7 T T T

Vickers hardness (GPa)

12} :

1011|
0 5 10 15 20 25

W content (vol %)

Figure 2.44: Variation of Vickers hardness with tungsten content and hot-pressing
temperature for W/Al,O3 composites.
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A theoretical background was given for metal-ceramic composites includ-
ing the propagation of the crack and its interaction with the second-phase
inclusions, the activation of different toughening mechanisms, and the im-
portance of property mismatch and metal/ceramic interface. A review of the
scientific literature concerning metal reinforced alumina-matrix composites
was presented through the introduction of selected reports and studies. The
processing methods that were employed, the resulting microstructure and
mechanical properties were also cited.

It can be concluded that different processing routes can be employed for the
fabrication of metal-Al,O3 composites. The optimization of each technique
is of vital importance in order to obtain fully dense samples with augmented
mechanical response. The resulting microstructure is the cumulative effect
of a number of parameters that include both the powder characteristics and
the processing characteristics.
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3 Experimental Approach

3.1 Introduction

This chapter presents the experimental methods that have been followed for
the synthesis of the different compositions (Al,03, Cu-Al,03, W-Al,03, Cu-
W-Al,03), the characterization techniques, and the methods for the deter-
mination of the mechanical response. The first section outlines the fabri-
cation process and discusses the steps: the materials that have been used,
the slurry preparation, the casting, demolding and drying steps to produce
green specimens, followed by debinding and sintering cycles to form sintered
parts. The next section discusses the characterization of the initial raw
powder materials, and the green and sintered samples in terms of density and
microstructure. The experiments that have been conducted to determine the
mechanical behavior of the composites, including elastic modulus, impact
strength, hardness are also presented in the last section of this chapter.

3.2 Preparation of composites

3.2.1 Materials

The powder materials that have been used for the metal/Al,03; composites
were aluminum oxide, used as the ceramic matrix, and tungsten and copper
powder, used as a reinforcement:

alumina A fully ground thermally reactive alumina with a mono-modal dis-
tribution, CT 3000 SG Almatis, was used in the present study. Almatis
reactive aluminas have a number of advantages: high fired densities,
good green machining properties, low sintering temperatures, con-
trolled shrinkage, uniform microstructure, good corrosion and thermal
shock resistance, excellent mechanical wear resistance and strength.
These characteristics help to meet the demanding requirements of
different sectors; technical and engineering ceramics, such as engine
and pump parts, cutting tools, electronic ceramics, ceramic insulators.
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Table 3.1: Characteristics of ceramic powder: x-alumina Almatis CT3000SG (as
provided by the manufacturer).

Properties / method Typical Values
Specific Surface Area /BET [m? g~ 1] 7.5
Particle Size / D50 [um] 0.5
Particle Size / D90 [um] 2.0
Press Density / 90 MPa [gcm 3] 2.23
Fired Density [gcm 3] 3.91
Firing Temperature / 1 h [°C] 1540
Shrinkage [%] 171

According to the manufacturers data, the alumina powder is of high
purity (99.8%), with a typical particle size of 0.5 um (Table 3.1).

tungsten The tungsten metal powder (WMP-D), supplied by H.C. Starck, is a
soft, agglomerated powder with excellent cold pressing behavior and, in
connection with additional components, improved mixing properties.
The powder is of high purity (99.68%) owing a Fisher number of 0.7-0.9
um.

copper The copper metal powder, supplied by Sandvik Osprey, is an oxygen-
free high-conductivity powder with Cu > 99.99% and O < 0.15%, and a
particle size distribution of O - 53 um for most particles (98-100%) and
53 - 500 um for the rest (0-2%).

A commercially available deflocculant was used to modify the electrical
charge of alumina, so that the Al,O3 particles repel each other. Dolapix CE
64 (Zschimmer & Schwarz) is an organic water-miscible deflocculating agent
(its chemical structure is shown in Fig. 3.1), free from alkali, that does not
foam and is frequently employed for that purpose in slip-casting slurries. Its
residue upon ignition is low (max. 0.1%), and suggested amount is in the
order of 0.1-0.5% of the solids content.
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Figure 3.1: Chemical
structure of the Dolapix
CE64 deflocculant used in
the slip-casting slurries.

Figure 3.2: Images of the alumina slurries with (a) 72 wt.%, (b) 75wt.%, and (c) 80
wt.% solids content.

3.2.2 Compositions and preparation of slurries

Four different types of slurries which differ in metal volume fraction have
been fabricated: pure alumina, copper-alumina, tungsten-alumina, and
tungsten-copper-alumina composites, see Table 3.2. The theoretical density
of each composite material was calculated using Eq. 2.13. The proportions of
the powder materials were calculated by employing Eqgs. 2.15 and 2.16, and
by taking the theoretical densities as (Cardarelli, 2008):

alumina powder 3.987gcm ™3
copper powder 8.941gcm™3
tungsten powder 19.293gcm 3

Typical compositions of alumina slip-casting slurries that can be found in
the scientific literature suggest 40-50 vol.% alumina powder, and 60-50 vol.%
water (Table 2.3). Based on this suggestion, three different slurries were
initially prepared, as listed in Table 3.3. The first slurry was composed of
approximately 40 vol.% alumina and 60 vol.% water, in order to cover the
lower suggested limit. The prepared slip had a good flow, but was considered
liquid enough to allow the increase in the amount of the Al,O3; powder. The
second slurry consisted of approx. 44 vol.% alumina, and was also satisfactory
in terms of fluidity. In order to cover the upper suggested limit, a third slurry
was also prepared, which consisted of approx. 51 vol.% alumina and 49 vol.%
water. However, it was too thick and had no flow. Therefore the intermediate
“recipe” was chosen in order to proceed with the experiments (Fig. 3.2).
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Table 3.2: Composition in volume fraction and weight fraction, and theoretical
density for the Cu/Al, 03, W-Al,03, and W-Cu-Al,03 composite samples.

metal metal
Composite volume weight ptheor
type fraction fraction (gcm~3)
(%) (%)

AL,O5 0 0 3.987
1Cu 1.0 2.22 4.037
3Cu 3.0 6.49 4.136
5Cu 5.0 10.56 4.235
8Cu 8.0 16.32 4.383
10Cu 10.0 19.95 4,482
05W 0.5 2.37 4.064
2W 2.0 8.99 4.293
AW 4.0 16.78 4.599
6W 6.0 23.60 4.905

1Cu - 1IW 1.0-1.0 2.13 - 4.60 4.189
3Cu-01W 3.0-0.1 6.46 - 0.46 4.151
5Cu - 1W 50-1.0 10.19-4.40 4.388
10Cu-05W 10.0-0.5 19.61-2.12 4.559
10Cu-5W 10.0-5.0 17.04-18.38  5.248
20Cu-2W 20.0-2.0 33.84-7.30 5.284
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Table 3.3: Different compositions of alumina slurries for the slip-casting
technique.

Concentration

Trials Material wt.% vol.%

1 Alumina/Water 72/28 39.9/60.1
2 Alumina /Water 75/25 43.6/56.4

3 Alumina /Water 80/20 50.8/49.2

Another important step involved in the preparation of the slurries concerned
the amount of the organic deflocculant, which was determined by preparing
a test batch of pure alumina slurry and adding the organic drop-by-drop. It is
known that the amount of organic additives should be kept as low as possible,
and the producer’s suggestion is 0.1 - 0.5 %, which translates toaslowas 0.1 g
for 20 g of alumina powder. Indeed, this amount was considered adequate
as depicted in Fig. 3.3 which shows the appearance of the alumina slurries
with different amounts of the deflocculant. The behavior of the slurry, as a
function of the amount of the deflocculant, was:

no drop (0 gr) flocculated slurry and sticky behavior

1 drop (0.035 gr) flocculated slurry

2 drops (0.070 gr) deflocculated slurry but thick

3 drops (0.105 gr) deflocculated slurry with satisfactory flow

Based on these calculations and trials, different compositions were prepared
by taking the appropriate amounts of powders, water and deflocculant. The
slurries were homogenized in polyethylene bottles, with alumina balls, by
utilising a laboratory flat horizontal shaker (HS 260 Basic, IKA), see Fig.
3.4. They were, then, sonicated (UP200S, Hielscher Ultrasonics) and cast
into Plaster-of-Paris moulds to fabricate rod-shaped cylindrical samples with
dimensions of around 5mm in diameter and 50 mm in length. The required
time for the mixing process was decided based on macroscopic observations
and sedimentation rates, as well as in terms of a time-effective processing
route.
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Figure 3.3: Images of the 75 wt.% alumina suspension with no deflocculant, 1
drop, 2 drops, and 3 drops (from top to bottom).

3.2.3 Mold preparation

The molds were prepared with distilled water and Plaster of Paris gypsum in
appropriate proportions to form a slurry that was mixed for 3 min by hand.
During this time, the consistency of the slurry changed from liquid to a thick
solution. The solution was poured into a shaped prototype, and rubber bands
were used to seal the pieces during the thickening of the mold.

The drying of the mold required approximately 20 min, during which the
plaster become warmer. The formed piece was removed from the model, was
placed for 2min in water bath, and it was then left to dry on a filter paper.
A similar process was followed for the production of the second half of the
mold. The two-piece fabricated gypsum molds were left to dry for 72 h under
ambient conditions. A top-view of a mold that was prepared to produce the
rod-shaped cylindrical samples is shown in (Fig. 3.4).

3.2.4 Casting and drying

The next step of the experimental procedure is that of casting. The two-
piece-molds should be clean and dry, and both surfaces should be slightly
moistened with water to enhance the water absorbency from the slurry, and
enable the capillary process. It is also is important for the pinholes of the
mold to be aligned in order to ensure that it is properly sealed. For that
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Figure 3.4: Laboratory shaker for homogenization of slurry in PE bottle, W/Al,03
slurry, Plexiglas prototype used to make the molds, and top-view image of PoP
mold.

purpose rubber bands are used to avoid any leakage of the slurry from the
mold.

The slurry is slowly poured into the mold, to avoid the formation of any
bubbles that might be created in the case of a fast casting. The mold is
constantly filled, however, the level of the slip changes with time. The water
of the slurry is absorbed instantaneously by the mold due to capillary forces,
and attention is required in order to constantly add more slip in order to avoid
the formation of a hollow (tube) sample.

After the casting step has been completed, a solid body begins to form against
the mold walls. A sequence of images at various time intervals, after the slip
was poured into the mold, is illustrated in Fig. 3.5. The absorbance of water
with time is evident, and distinct rings can be easily observed due to color
changes. The inner region represents the liquid slip, while the outer is a dried
solid that has expelled the excess amount of water.
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Figure 3.5: Sequence of time-dependent images of the slip-casting process. A
dense layer begins to form next to the mold surface, the layer continues to thicken
and the interior remains liquid, until total drying.

The demolding of the specimens can take place several minutes after the
casting of the slip has been completed. The time depends on the slurry
consistency and the mold characteristics. The green sample should be easily
removed from the mold at that point. The drying of the sample into the mold
is a rather critical step of the fabrication process, and the correct demolding
time translates to an easy removal of the green sample due to shrinkage. A
fast demolding might result in a sample that has not been properly dried, and
therefore is not easy to handle.

The drying of the molds between the castings is of paramount importance.
The molds are usually let to dry in room temperature for 24 h, but drying
can also be hastened by placing them into a drying oven for a hew hours in
order to accelerate the production process. It is critical to maintain the drying
temperature below 40 °C to prevent any damage of the molds by the possible
decomposition of the calcium sulfate dihydrate; the main constituent of
Plaster of Paris.

Drying is another important step in the process of fabricating ceramic and
ceramic-based materials. During this step a significant amount of water is
removed from the sample, and this has to be a gradual process. A fast water
removal could result in surface cracks or distortion of the samples.
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The sequence that was realized included natural air drying of the green sam-
ples for 24 h at RT. The samples were then placed into a drying oven at 40 °C
for several hours, followed by a gradual increase of temperature to 60 °C and
then 80 °C. The temperature was maintained at 110 °C and the samples were
only removed from oven when their weight was constant.

A fine sand paper was used to polish the surface of samples (top and bottom
parts of the rod-shaped cylindrical specimens) and remove any possible con-
tamination from the gypsum mold. The dimensions (length and diameter),
as well as the mass of the green samples were noted, to allow the further
calculation of the green densities and linear shrinkage of the specimens.

Experimental observations

Should we distinguish some important matters that relate to the slurry for-
mation and the casting process, then these could be summarized as following:

slip characteristics Firstly, the density of the slips (solids content) should
be rather high, and the amount of water should be as low as possible.
Further, the fluidity of the slip should be adjusted accordingly; the
slurry should be fluid enough to be properly poured into the mold, but
not too fluid, while the successful preparation of deflocculated slurry is
also a requirement.

casting samples The amount of slurry that is cast into the molds should
be constant over time; a fast removal (absorbance) of water and/or not
enough slurry in the mold will result in a hollow (tube) sample. Also,
air bubbles might be formed during a fast casting.

green samples Attention is required to demold the green samples at a
proper time, and avoid cracking inside the mold; this might happen in
case the samples are left for an excess amount of time inside the molds.

3.2.5 Debinding and sintering

Prior to sintering of the green bodies, a cycle of debinding was performed
under a pure dry hydrogen flow. The heating rate was adjusted to 1°C/ min
from room temperature up to a temperature of 600 °C, and the samples were
maintained at this for 2h. They were then cooled to RT with a cooling rate
of 5°C/ min. The efficiency of the heat treatment cycle and its effect on
the organics that were present in the formed slurries was determined with
analyzing the samples via CHNS analysis to determine any residual carbon
content.
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The sintering of the parts was performed under a reducing (H,) atmosphere
with a heating rate of 2°C/ min up to a sintering temperature of 1500 °C,
dwell time for 2h, and cooling rate of 5°C/ min. Sintering under hydrogen
was realized to avoid the oxidation of the metallic reinforcement, since both
metal powders are susceptible to oxidation and react with air, prohibiting,
thus, a conventional sintering cycle. In addition, hydrogen sintering allows
the reduction of any possible oxides that might have been formed on the
surface of the green samples.

3.3 Characterization of materials and composites

Archimedes’s principle; when an
object is immersed in a fluid, the fluid
exerts an upward force on the object
that is equal to the weight of the fluid
displaced by the object.

The characterization techniques that have been employed include the den-
sity measurement of the samples via mass/volume calculations and via the
Archimedes’ immersion technique. X-ray diffraction (XRD) has been per-
formed for the powders, and both the green and sintered samples, as a com-
mon spectroscopy technique that reveals the chemical composition and the
crystalline phases of materials.

Laser diffraction has been performed to determine the particle size and size
distribution of the powders, and optical microscopy (OM) analysis to reveal
the particle morphology of the powders and the structure of the sintered
samples. Specific measurements were realized to determine any residual
carbon content prior sintering of the samples.

The macroscopic testing methods involved the impulse excitation technique
(IET) for the determination of the elastic modulus of the composites, and
mechanical testing measurements via Vickers microhardness and impact
strength apparatus. Prior to any analysis of the sintered parts, their visual
inspection as a non-destructive evaluation technique was realized (Loehman,
2010).
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3.3.1 Density measurement

The bulk volume of a material is the summation of its true volume and its
total porosity which represents the volume fraction of both open and closed
pores. The open porosity can be determined via the Archimedes immersion
technique, and the closed porosity can be determined as an indirect assess-
ment of the measurement.

The density of the green and sintered bodies was calculated from the weight
and the dimensions of each sample. The sample mass was measured using
a digital balance, and the sample volume was determined by measuring the
external dimensions of the samples. The length and diameter of the rods were
measured at various locations across the sample, and an average value was
used.

Density by dimension and mass

For simple geometrical shapes such as rectangular bars and cylindrical rods,
the bulk density, py, of a material can be determined via the mass-to-volume
ratio, simply by weighing the dry material (mass) and determining the (bulk)
volume via its dimensions:

mass

~ bulk volume ° (3.1)

Pb

Density by Buoyancy method; Archimedes’ method

For a more accurate calculation, or in the case of more complex-shaped
structures, the density of the samples can be determined by employing
Archimedes’ immersion principle, i.e. the buoyancy method'. The bulk den-

sity, pp, iS:

m

1
Op = m X Pfl , (32)

where m; is the mass of the (dried) sample weighted in air, m; is the mass of
the saturated sample immersed in the fluid medium (water) after evacuation
for 1h, and (vacuum) saturation in water for 24h, ms is the mass of the
saturated sample in air (after being immersed in distilled water, and quickly
surface-dried to avoid loss due to evaporation), and py; is the density of the

IDIN EN 993-1; Methods of test for dense shaped refractory products: Performing Density
Determination using the Buoyancy Method.



90 Chapter 3. Experimental Approach

Table 3.4: Temperature dependence of water density.

Temperature (°C) Density of water (gcm2)

21 0.997992
22 0.997770
23 0.997538
24 0.997296
25 0.997044

medium (water) at a specific temperature (Table 3.4). The open/apparent
porosity, expressed in % can be calculated via the equation:

Popen = 271 5100 (3.3)
ms — myp

Linear shrinkage

The shrinkage of the specimens, during the sintering process, is an important
factor of ceramic materials and can be determined empirically by:

AL

5_71
L,

(3.4)

where L, is the initial length, and AL = L — L,, where L is the length at a
given time or temperature. The resulting ratio is negative, suggesting the
decrease in length. Shrinkage is correlated to the density of the samples and
is usually expressed simply by: %LS =6 x 100.

3.3.2 X-ray diffraction

X-ray diffraction is a non-destructive analytical technique used for the char-
acterization and phase identification of crystalline materials. It provides in-
formation on the structure, phase and other structural parameters, and every
XRD pattern is unique and is the fingerprint of a given material. Amorphous
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materials, such as glass, do not produce sharp peaks, in contrast to other
compounds that give distinct peaks. For mixtures or composite materials, the
diffraction pattern is the summation of the individual diffraction patterns. It
is important for a diffraction graph to contain all major peaks that are listed
in areference pattern. Further, the major peaks provided in a database should
be observed in the constructed graph to verify that it is a good match.

Fundamental principles

The data from the XRD pattern can be exploited to calculate the lattice
parameters of a material. Braggs law relates the wavelength, A, to the diffrac-
tion angle, 6, and the lattice spacing, d, in a crystalline sample by:

ny, = 2dsin6. (3.5)

The Miller indices (hkl) can then be determined by using the calculated value
of spacing, d, via the equation:

4
Ay = ————,
hkl IR

where « is the lattice constant.

(3.6)

Sample Preparation

The XRD analysis was performed with the use of a D8 Advance Bruker, with
a Cu anode, and a detector with a LynxEye Ni filter. The scanning angle was
between 4° < 26 < 80°, the recording step was 0.02°, and the time step 0.2 sec.
The analysis was performed for the raw powders, as well as the fabricated
green and sintered samples. The preparation required crushing a small piece
of the sample, and then manual milling in agate mortar to produce a powder
form of the material. The corresponding diffraction peaks were compared
with the American Mineralogist Crystal Structure Database.

3.3.3 Determination of carbon content

Prior the sintering cycle, the possibility of any residual carbon content in
the samples had to be clarified. This was accomplished by using the CHNS
analysis (Vario EL Cube, Elementar GmbH) that is based on the simultaneous
determination of four elements in a sample: carbon, hydrogen, nitrogen, and
sulfur. The sample undergoes a high-temperature (1200 °C) burning in
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oxygen atmosphere which converts the elements into gaseous products. This
method allows the detection of carbon in any inorganic form (CO2™, HCOy),
making sure that any residue will be identified.

Sample requirements

The samples should be homogenized, and the mass should vary between 5mg
to 50 mg depending on the sample origin and composition. The detection
limits of the method are < 40 ppm.

3.3.4 Laser diffraction analysis

Laser diffraction analysis, or laser diffraction spectroscopy, is an effective
technique that determines the geometrical dimensions of a particle, and
applies to materials ranging from hundreds of nm up to several mm in size.
The analyzer measures the angle and intensity of light scattered from the
particles of the sample, records the data and passes them to an algorithm.
These data are then transformed into information about the particle size.
Large particles scatter light at small angles, whereas small particles scatter
light at large angles.

Wet and dry dispersion

The powder can either be dispersed in a liquid (wet laser diffraction), or a
gas (dry laser diffraction). In the present work the wet laser diffraction was
employed: a small amount of powder was dispersed in distilled water followed
by ultrasonic treatment for a few minutes. The particle size distribution of the
raw powders was calculated by determining all D values.

Data interpretation

There are three values that are typically used to characterize a size distri-
bution derived via laser diffraction: the mean value that corresponds to the
average value, the median value which stands for the value at which half of
the population resides above this point, and half resides below this point, and
the mode value which is the peak of the distribution.

The size distribution can be symmetric, in that all values are equal, and
the mean, the median, and the mode values coincide (Fig. 3.6a). For non-
symmetric distributions, the mean, the median, and the mode are three
different values (Fig. 3.6b). In that case the non-symmetric distribution can
be termed as left-skewed (the mean value is lower than the median value), or
right-skewed (the mean value is greater than the median).
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RODE

Figure 3.6: Symmetric and non-symmetric particle size distributions.

The particle size volume distribution is commonly defined by using three D-
values: the Dy, the D5y, and the Dyy. The Dy value, for example, is the
diameter at which 10% of the particles have diameter less than this value,
and the rest have a diameter higher than this value. Another common value of
laser diffraction is that of span, used to express the width of the distribution,
which is derived by applying the following equation:

Dgy — D1

span =
P Ds

(3.7)

3.3.5 Optical microscopy

Optical microscopy is a useful tool that magnifies images of small samples
and allows one to directly count and determine the size of particles ranging
from less than 1 um up to 1 mm (Fig. 3.7).

Transmitted OM for powders

There are two major types of mounting that can be followed to prepare a
microscopy slide: the dry and the wet mounting. In the present study the wet
mounting method was realized by placing a drop of an agitated suspension
on the microscopy slide. Approximately 30 images were captured for the raw
copper and tungsten powders by proper movement of the slide (Nikon Eclipse
E400 POL).
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Figure 3.7: Range of microscopy.

Mounting and polishing of sintered samples

Fractions of the sintered samples were mounted in a resin to facilitate both
the microstructure analysis via the optical microscope, as well as the Vickers
microhardness test, see Fig. 5.1. An epoxy system composed of a resin and
a hardener was used, suitable for casting and encapsulation to produce a
water clear and high transparency finish. The resin system hardens at room
temperature and exhibits very slow reactivity that allows the production of
thick samples.

The process that was followed included the sectioning of the sintered rod-
shaped cylindrical samples, followed by mounting into the resin medium.
After complete curing of the resin, the cross-sections were prepared by coarse
and fine grinding, followed by coarse and fine polishing of the surfaces to
produce a smooth finish (DP-Paste Struers). This was performed by using a
Struers Planopol V Grinder/Polisher machine, and water as a cooling media.
The images that were obtained via the optical microscopy analysis were ana-
lyzed via an open source image processing program by converting them into
an 8-bit type (more information on the process can be found in Appendix B).

3.4 Evaluation of Mechanical Properties

3.4.1 Elastic Modulus

IET is a non-destructive characterization technique that is employed to deter-
mine the elastic behavior of a material. It is a fast and reliable method, with a
large temperature range (up to 1700 °C). The technique applies to porous and
brittle specimens, and provides information about the structure and behavior
of a material.
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Figure 3.8: Sample shapes (rectangular bar, cylindrical rod, disc) for impulse
excitation technique.

By using the resonant frequencies, the dimensions, and the mass of a sample,
important parameters such as the Young’s modulus, the shear modulus, Pois-
son’s ratio and the damping coefficient can be determined. Accuracy of up to
1% can be achieved; the only parameters that introduce the uncertainty in the
measurement are the ones related to the sample characteristics and these are
its mass and dimensions.

The Young’s modulus for a cylinder is given by:

L3
E= 1.6067<d4)mf?T, (3.8)

where E is the Young’s modulus, m is the mass, f; is the flexural resonance
frequency, L is the length, d is the diameter, and T is a correction factor.

Sample geometries and size requirements

The impulse excitation technique can be applied to a variety of specimen
shapes such as rectangular bars, cylindrical rods, and discs (Fig. 3.8). For
cylindrical rods in particular, only the Young’s modulus values can be ob-
tained. Table 3.5 provides some guidelines and suggested sample dimensions
for IET room temperature measurements.

Measurement process

The measurement is performed by gently tapping the sample with a small
hammer, as shown in Fig. 3.9. The vibration is recorded with the use of
a microphone, and is then transformed into a frequency by a fast Fourier
transformation (see Appendix C). An RFDA 23 IMCE (Resonant Frequency
and Damping Analysis) software is used to calculate the elastic properties.

The setup that has been used in the present study is shown in Fig. 3.10. The
IET measurements have been performed on all fabricated sintered samples
according to ASTM E1259 (E 1876-15, 2015) (see Appendix A).
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Table 3.5: Guidelines of sample dimensions for room temperature IET
measurements.

Sample Measured Advised Minimum ASTM
shape property length length ratio
Rectangular E 1 >50mm 1>20mm It>5
Rectangular E, G, v 1>50mm 1>30mm 1/At>5wit>5
Cylindrical E 1>30mm 1>20mm Ilyd>5
Disc E,G,v d>30mm d>20mm d/t>4

Figure 3.9: Impulse excitation
technique.
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Figure 3.10: Impulse excitation
technique apparatus for Young’s
modulus evaluation.

3.4.2 Vickers MicroHardness

Hardness is an important engineering property of materials, especially ce-
ramics, and is suitable for the evaluation of materials in terms of quality
control. Hardness can also be an indicator of toughness and ductility of a
structure.

Hardness tests are non-destructive, and the two types of indenters that are
usually used include the Vickers and the Knoop. The loads can be low, ranging
from a few g up to a few kg (micro-hardness), or higher up to 50 kg (macro-
hardness) depending on the specimen dimensions. Micro-hardness is mostly
suitable for microstructure gradients and macro-hardness for good average
estimates.

Vickers microhardness

The Vickers hardness test was
developed by Robert L. Smith and
George E. Sandland in 1921.

The indentation test utilizes a square-based pyramidal-shaped diamond in-
denter as shown in Fig. 3.11. The hardness can be determined via the equa-
tion:

_ 2000F sin(a/2) _ 1.85445 (3.9)

HV 7 7
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Figure 3.11: Vickers hardness test: (a) indentation, (b) impression diagonals.
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Figure 3.12: Minimum distance for the Vickers microhardness testing.

where F is the load in kgf, a is the face angle (136°), and d is the mean diagonal
length (in mm).

It is important for the Vickers microhardness measurement test to maintain
the minimum distance between two indentations at least 3 x the indenta-
tion’s diameter. Further, the minimum distance from the indentation to the
edge of the specimen should also be 3 x the indentation’s diameter (see Fig.
3.12). Further, according to ASTM E384 (E 384-17, 2017), the operator should
try to keep indents larger than 20 um in length (see Appendix A).

Sample preparation & measurement

Each specimen was embedded in a resin block, as previously discussed in
the optical microscopy analysis section. The indents were performed along
the diameter of the cross-sections of the samples, and the distance between
each subsequent measurement was such to abide by the aforementioned
suggestions.
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3.4.3 Impact Strength

The Izod impact test was named for
English engineer Edwin Gilbert Izod,
who first described the test method in
1903.

The impact test measurement can be used to determine the impact resistance
of a structure, and calculate its toughness which represents the ability of the
material to absorb energy and deform plastically prior its fracture (Callister
and Rethwisch, 2009). Two methods are the Charpy and the Izod impact tests,
which are commonly used for the fracture evaluation of polymeric materials.

In the present study, impact test measurements were performed on the un-
notched, sintered cylindrical specimens by utilizing an Izod setup similar to
that of Fig. 3.13. The apparatus is comprised of a swinging pendulum that is
released from a fixed position in order to strike through the specimen that
is clamped into the test fixture. The kinetic energy required to initiate the
fracture and to continue until the specimen is fractured is the impact energy.
The amount of energy absorbed by each specimen is divided by its cross-
section dimensions to yield the impact strength, expressed in k] m—2 (Low,
2018).
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3.5 Summary

This chapter has presented the raw powder materials that have been used for
the fabrication of the Al,O3, Cu-Al,03, W-Al,O3, and W-Cu-Al,03 samples.
The preparation of the different slurries and the overall processing route
that has been followed for the synthesis of the samples were discussed. The
characterization techniques that have been used throughout this study for
both the powders and the samples (green and sintered) have been analyzed.
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4 Characterization of Raw
Powders

4.1 Introduction

The properties of the initial raw powder materials are of high importance as
they have an effect on the densification process and overall sintering mecha-
nism and resulting microstructure. For instance, a powder with a fine particle
size may require a lower sintering temperature and/or a lower sintering dwell
time or be sintered more efficiently, in comparison to a more coarse powder
of the same material.

The characterization of a powder material might include the determination
of various characteristics such as particle size and size distribution, particle
morphology, and state/degree of agglomeration. The effect of these param-
eters has been discussed in previous sections: agglomerated powders, for
example, are usually not desired as they might yield non-uniform microstruc-
tures and result in reduced sintered densities driven by various pore-rich
regions (Fig. 2.10). Further, powders with a size distribution might result in
the formation of sintered parts with high densities due to the presence of the
smaller particles that fit in the void spaces formed by the larger particles (Fig.
2.25).

This chapter provides the results that have been obtained from the character-
ization of the initial (as-received) raw powder materials including the Al,O3
ceramic powder, and the copper and tungsten metallic powders.

4.2 X-ray diffraction analysis

The X-Ray diffraction pattern of the raw alumina powder is shown in Fig. 5.2.
It can be seen that corundum has multiple peaks in the scanning angle range
of 10° - 80°. These have been indexed with the theoretical angle values that
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have been obtained from a database (Table 4.1), and are noted in the graph
with open squares.

The XRD profiles of the copper and tungsten metallic powders are also shown
in Fig. 5.2. The three characteristic peaks (up to 80°) of each metallic powder
have also been matched with the database values (Table 4.1), and the illus-
trated squares represent the XRD pattern peaks of the reference materials.

It can be observed from these diffraction patterns that the data of the analysis
of the as-received powder materials are in excellent agreement with the
reference values according to the (American Mineralogist Crystal Structure
Database), verifying, thus, the purity and crystallinity of each material.

4.3 Particle size distribution of the powders

4.3.1 Laser diffraction analysis

The particle size distribution of the as-received powders was measured using
the laser particle sizer Analysette 22 Nanotec (Fritsch), a fully-automated
instrument designed to measure both wet and dry samples. The preparation
of the sample included making a dilute suspension of the powders that were
dispersed in water, and then ultrasonicated for a few minutes to break any
agglomerates.

Fig. 4.2 displays the results obtained for the powders showing the relative
and cumulative volume distributions. The average size (median or Dsj) of
the Al,O3 particles was measured as 0.734 um, while Dgy was less than 2 um.
These results agree well with the data provided by the producer (Table 3.1).

The results for the copper and tungsten powders are also shown in Fig. 4.2.
The copper powder has a size distribution with a median particle size of
approx. 17 um, and Dgy around 35 um. The suspension of the tungsten
powder in distilled water produced some artifact peaks, due to the very high
density of W, which was overcome by measuring a dilute W/Al,Os slurry. The
results showed an average particle size of 0.7 um.

The size distribution was non-symmetric for all three powders, with different
mode and median values, all of which are listed in Table 4.2. In total, the cal-
culated values are in good agreement with the data provided by the producer
of each raw material.
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Table 4.1: Data obtained from the AMCSD to index the peaks of the XRD patterns
(scanning angle up to 80°): Diffraction angle (26), lattice spacing (D), and Miller
indices (HKL).

2-60[°] D-spacing [nm] HKL

Corundum, «-Al,03

25.59 0.348 012
35.17 0.255 104
37.80 0.238 110
43.38 0.209 113
46.21 0.196 202
52.58 0.174 024
57.54 0.160 116
59.78 0.155 211
61.17 0.152 122
61.35 0.151 018
66.56 0.140 214
68.25 0.137 300
70.46 0.134 125
74.36 0.128 208
76.94 0.124 1010
77.30 0.123 119
Copper, Cu
43.35 0.209 111
50.49 0.181 200
74.20 0.128 220
Tungsten, W
40.30 0.224 110
58.31 0.158 200

73.26 0.129 211
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Figure 4.1: XRD patterns of the powders: alumina, tungsten, and copper.
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Table 4.2: Characteristic sizes obtained via laser diffraction analysis of the starting
materials.

Characteristic Al,03 Cu W/AlL, 03
sizes powder powder slurry

Median (um) 0.734 17.376 0.692

Dy (um) 0362  6.964  0.304
Dso (um) 0.734  17.376  0.692
Do (Lm) 1.720  34.850  2.040

Span 1.853  1.605  2.508

4.3.2 Optical microscopy

The optical microscopy examination was conducted to gain information re-
garding the morphology of the metal powders in terms of particle shape,
rather than particle size, since the size distribution was already determined
via laser diffraction analysis and the results were in agreement with the
producers data.

A minimum amount of each metallic powder was mixed with distilled water to
form an agitated suspension, a drop of which was placed on a microscopy slide
to facilitate the wet mounting method. A total of 30 images were captured
for each metal powder with the use of an optical microscope (Nikon Eclipse
E400 POL). An image processing and analysis program with a freely available
source code was used to convert the captured optical micrographs into images
that can be processed.

Some representative optical micrographs of the copper and the tungsten
powders are provided in Fig. 4.3. The distribution of sizes of the copper
particles can be observed, while it is also clear that the particles are roughly
spherical according to the ISO classification for common shapes. As for the
tungsten powder, agglomerated regions can be discerned, while the shape of
the particles is rather irregular.
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Figure 4.3: Optical microscope images of the metallic powders: copper (top) and
tungsten (bottom).

4.4 Summary

The X-ray diffraction analysis of the as-received powders confirmed the pu-
rity of each material, and did not detect any additional peaks other than the
characteristic ones for each phase. Their crystal structure was also verified
by comparing and indexing every peak with relevant database values. The
laser diffraction analysis that was performed to determine the size and size
distribution of the raw powders showed a fine size for both alumina and
tungsten powders with a median size below 1 um, and a more coarse copper
powder with bigger particles and sizes that ranged from a few up to several
um. The optical microscopy examination of the slides provided information
regarding the shape of the powder particles: copper is nearly spherical with
isolated particles, whilst tungsten is irregular with agglomerated regions.
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5 Structure of the Composites

5.1 Introduction

This chapter presents the observations that have been made and the results
that have been obtained concerning the characterization of the green and
sintered samples including pure Al,O3, copper-Al,03, tungsten-Al,03, and
tungsten-copper-Al,O3 composite materials. The phase composition, the
green and sintered density, the open porosity, and the linear shrinkage of
the composite samples are evaluated. The dispersion of metal particles
throughout the Al,03 matrix, as well as the particles’ characteristics are also
examined. The results are discussed and are correlated in terms of process-
ing/microstructure.

5.2 Macroscopic examination

A significant physical characteristic of ceramic bodies relates to their aes-
thetic quality after fabrication and sintering, i.e. the formation and presence
of any surface flaws or imperfections, such as cracks or blisters. Besides the
sintering cycle, the pre-sinter thermal cycle performed for the binder burn-
out process is usually another step during which defects are formed on the
surface of the samples, and these defects have the potential to affect the
overall properties of the parts including their mechanical response.

The external characteristics of the specimens can be detected via visual in-
spection. The green parts were initially examined, and were found to have
a good overall appearance and a satisfactory green strength that allowed
handling of the samples without any concern such as possible disintegration
or fracture.

It is important to note that the samples have preserved their original cylin-
drical shape after sintering, without any indication of distortion, which is
not unusual for samples of such geometry. A core-skin macrostructure was
discerned for the Cu-Al,03 samples with a distinct color variation; a red
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Figure 5.1: Images showing some specimens after sintering: (a) pure Al,0O3, (b)
core-skin macro-structure for Cu-Al,03, (c) W-Al,03.

copper-core and a white alumina-surface. A homogeneous macro-structure
was observed for the W-Al,0O3 samples, and some color differences among
the different compositions depending on the content of tungsten. Similarly,
there were not any surface flaws observed macroscopically for the three-
phase W-Cu-Al,03 composites, with only exception some specimens with a
high total metal loading (20Cu-2W composite type) which developed surface
cracks. Fig. 5.1 is a macro-photograph of the sintered cylindrical specimens
reflecting the above observations.

5.3 X-ray diffraction analysis

The X-ray diffraction analysis has been performed for both the green and
sintered parts to clarify the formation and/or presence of any additional
phases, such as metal oxides. Despite the aqueous processing route that
has been followed, there were not any oxides formed in the green samples.
Similarly, only pure phases of Cu, W, and Al,O3; were detected in the patterns
of the sintered parts. Fig. 5.2 portrays the XRD patterns of the Cu-Al,0s,
W-Al,03, and W-Cu-Al, 03 composites. All corresponding peaks that can be
discerned in the patterns have been indexed according to the AMCSD. The
dots that appear on the graphs correspond to the characteristic peaks of the
copper and the tungsten metallic phases (Table 4.1).
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Figure 5.2: X-Ray diffraction patterns of green and sintered samples for alumina
matrix reinforced with Cu, W, and W-Cu particles. Note the increased intensity of
the characteristic peaks for higher contents of metallic phase.



112 Chapter 5. Structure of the Composites

5.4 Residual Carbon Content

The CHNS elemental analysis was performed on selected Al,03 and metal-
Al,O3 samples after the completion of the binder burn-out process (pre-sinter
thermal cycle) in order to determine the presence of any residual carbon
content. The quantitative method did not detect any amount of carbon
(any amount would be below the detection limit of the instrument) and this
enabled the continuation of the fabrication process with the sintering cycle.

5.5 Density and Shrinkage

5.5.1 Relative Green and Sintered Density

The density of all green and sintered samples was determined using the
dimensions and the mass of the cylindrical specimens, given their geometric
shape which enabled the mass/volume measurement. The mass was recorded
with a high precision balance and the dimensions (length and diameter) were
measured at different locations across each sample to assure a good average
value. Archimedes’ volume displacement method was utilized to estimate
the density of the sintered parts, as the green bodies would disintegrate in
water. The values are listed consecutively in Table 5.1 for the Al,O3-matrix
composite samples reinforced with Cu, W, and W/Cu particles.

Green bodies | Alumina samples

The relative green density that has been attained for the pure alumina speci-
mens is reasonably high and reaches approx. 60%. This value agrees with the
results that have been reported from similar studies. A relative green density
of 61% has been reported for slip-casting a 0.2 um Al,03 powder (Pabst et
al., 2012) and a value of 62% has been attained for slip-casting a 0.35 um
Al,03 powder with 50 vol.% solids content (Sanchez-Herencia, Hernandez,
and Moreno, 2006). Therefore, the value is rather satisfactory given that the
alumina powder employed in this work had a median particle size of 0.7 um,
and the solids content were lower.

Green bodies | Metal-Alumina samples

It can be observed from the data provided in Table 5.1 that the green density
of the pure Al,03 samples is higher than most of the metal-alumina compos-
ite samples. The relative densities of the green parts varied around 53-56%
for copper-alumina, 55-60% for tungsten-alumina, and 57-63% for tungsten-
copper-alumina composite samples.
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Table 5.1: Relative green density via mass/volume measurements, and sintered
density via the Archimedes immersion technique and mass/volume measurements.

Relative Relative Relative
Composite green sintered sintered
type density (%) density (%) density (%)
-A -m/v

Al 05 59.74+19 974 +0.1 97.7 + 1.6
1Cu 540+06 964+19 959+ 1.0
3Cu 53.5+ 1.2 94.9 + 0.5 94.6 + 0.7
5Cu 536 14 94.6+0.3 94.0+ 1.2
8Cu 55.3+0.8 93.8+0.2 93.8 £ 0.6
10Cu 54.7 + 1.1 91.1 £ 04 91.4 4+ 0.7
05w 59.8 + 0.8 974+ 1.8 97.7 £ 1.7
2W 56.8 + 2.1 96.5+1.6 958+ 1.6
4W 56.2 +£3.4 95.1+1.0 94.2+1.9
6W 550+ 13 925+0.7 932+ 1.3
1Cu- 1W 58.1+09 944+09 954+0.8
3Cu-01W 59.1+0.7 959+0.7 96.1+0.9
5Cu-1W 58.34+0.8 93.3+0.3 94.0+0.8
10Cu - 05W 61.7 £ 1.2 91.3+ 1.5 90.2 + 1.5
10Cu-5W 57.7+ 04 91.3+ 1.0 90.0 +£ 0.2
20Cu-2W  63.3+0.5 83.3+2.0 80.3+1.3
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The W-alumina slurries resulted in higher green densities in comparison to
those of Cu-Al,0j3 slurries. This may be related to the initial powder char-
acteristics, i.e. the size of powder particles. The Cu powder had an average
particle size of 17 um, whereas the W powder had an average size of less than
1 um. It should also be noted that the highest green density was obtained
for the lowest metal loading; that of 0.5 vol.% W-Al,O3 composite, and the
value was approx. 60%, i.e. same value as that of pure alumina. It can also be
observed from the data, that high green densities were achieved for the W-Cu-
Al, O3 samples with relative densities above 57% for all compositions despite
the high metal loading. This should be related to the presence of powders
with dissimilar sizes which have presumably favored the packing density (Fig.
2.25).

The relative green densities of metal-alumina composite samples are seldom
reported in the relevant studies. Green compacts with a relative density
of 55% were reported for nickel-alumina after cold isostatic pressing in the
study of Tuan and Brook, 1990, and relative densities of approx. 60% have
been cited in the work of Tuan, Chen, and Yang, 2007 for nickel-alumina
samples with nano-sized nickel particles of low content (< 0.25vol.%). There-
fore, the results of this work are in accordance with literature data and similar
studies on metal/Al, O3 samples with reported values in the range of 55-60%.
This validates the suitability of the aqueous slip-casting technique for the
synthesis of metal-dispersed alumina-matrix composites. Optimization of
the process is certainly welcome, however even if the green densities are rea-
sonably high, this does not necessarily guarantee near theoretical densities
after firing, as an amount of porosity still exists in the green compact.

Sintered bodies | Alumina samples

The sintering cycle was maintained the same for all fabricated samples, in-
cluding the pure alumina specimens. The processing steps were intentionally
performed under identical conditions, to facilitate the scope of the study and
compare structures that have emerged by following identical routes.

The sintering temperature (T = 1500 °C) was chosen based on a number of
parameters. At first, the producer’s information suggested that sintering the
Al,0O3 powder for 1 h at 1540 °C would result in a compact with 98% RD (Table
3.1). Further, it was the low melting point of copper (T, = 1084 °C), in contrast
to the extremely high melting point of tungsten (T,, = 3414 °C), that had to
be taken into consideration. This factor did pose some limitation in terms of
sintering, given that the higher the sintering temperature the more risk to
lose a fraction of the copper content. Nonetheless, the processing character-
istics, as have been discussed in previous sections, require fine adjustment
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in order to satisfy a number of requirements; i.e. high sintering tempera-
tures are required to obtain near-theoretical densities due to the activation
of mechanisms that promote densification of the green parts, while these
high temperatures are time-consuming and might also result in particle size
enlargement which is not beneficial. In conclusion, the sintering temperature
of 1500 °C was considered the lowest required temperature for the successful
densification of the Al,0O3 matrix, and at the same time it was not that high to
cause for concern regarding copper that was used as a second-phase inclusion
in most of the fabricated compositions.

The sintered density of alumina was measured to be 3.88 - 3.90 gcm 3 via
the immersion technique and the mass/volume calculations. The values ade-
quately compare to the theoretical value of 3.987 g cm 2 that can be found in
the scientific literature for a-alumina (corundum). Taking into consideration
the followed processing route and the absence of any applied pressure during
the sintering cycle, the results are consistent with published data that have
been derived from similar studies.

A fired density of 3.88 gcm 2 has been cited in the work of Ji and Yeomans,
2002a obtained after pressureless sintering at 1500 °C for 1 h and heating rate
of 5°C/ min, while pressureless sintering under vacuum at 1700 °C for 1.5h
has resulted in values of 3.89 g cm 3 for pure Al,0; compacts in the study of
Konopka and Oziebo, 2001. The same value (3.88 g cm~2) has also been cited
for hot-pressed Al,0O3 samples at 1400 °C for 30 min (Guichard, Tillement,
and Mocellin, 1998), while relative densities just below 98% have also been
obtained in the studies of Tuan and Brook, 1990 and Chou and Tuan, 1995
for alumina samples prepared via cold-pressing and pressureless sintering at
1600 °C.

Sintered bodies | Metal-Alumina samples

The relative densities of the samples in the green state and after sintering
are shown in Fig. 5.3 as a function of the metal volume fraction for copper,
tungsten, and tungsten/copper reinforcement.

Copper-Alumina

The relative densities of the copper-alumina samples are shown in Fig. 5.3a.
The sintered density decreases with an increase in copper content and this is
related to the poor wetting of liquid copper on alumina. The contact angle
between the liquid Cu and the Al,03 substrate is 144° at the temperature of
1097 °C (just above the melting point of copper), and 116° at T = 1447 °C (just
below the sintering temperature) (Nikolopoulos and Agathopoulos, 1992).
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Figure 5.3: Relative green and sintered density of the (a) Cu-Al,O3, (b) W-Al,O3,
(c) W-Cu-Al, 03 composites.
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Therefore the contact angle remains > 90° for the entire sintering schedule
(Table 2.4) and this hinders the densification of the samples.

Further, the effect of the differences in CTE between the two phases can not
be ruled out: copper has a higher thermal expansion coefficient than that
of alumina, and this translates to copper particles that will contract more
than the matrix material during cooling from the sintering temperature. This
might result in some residual porosity around the inclusions. Nickel-alumina
is another metal/ceramic system with ar > an. The volume shrinkage of the
nickel particles is larger than that of the alumina matrix during cooling and
this results in the formation of pores and void spaces at the interface where
the particles are located (Li, Huang, and Guo, 2003; Lu et al., 2000).

In total, the sintered densities of the Cu-Al,O3 samples are reasonably high
given the pressureless sintering that has been preformed in this study. Lower
values have been attained in the work of Aldrich and Edirisinghe, 1998 for
the same Al,O3; matrix material and a much finer (2 um) copper powder: a
relative density of 97.9% was obtained for pure Al,O3 at 1700 °C, and 91.2%
for 5vol.% Cu, in contrast to the value of 97.4% obtained for the same samples
prepared via hot-pressing.

Tungsten-Alumina

Fig. 5.3b portrays the relative densities for the W-Al,03 composite samples.
It can be seen that the sintered relative density decreased with increasing
tungsten volume fraction. However, the highest attained value was that
for the 0.5 vol.% W content, with the same sintered density value as for
pure alumina, which was anticipated based on similar observations for the
density of the green parts (Table 5.1). This suggests that high densities can
be achieved for low contents of second-phase inclusions.

In terms of expansion coefficients, in the case of the W-Al,03 samples,
tungsten has a lower CTE than pure alumina, which means that the matrix
exerts a force on the particles during cooling. This might have contributed
to the increased density values (> 95%) that have been achieved for most
compositions. Similar metal/ceramic systems with af < am include Mo/alu-
mina (Nawa, Sekino, and Niihara, 1994), and Cr/alumina composites (Ji and
Yeomans, 2002a).

In contrast to the copper-Al,O3 composites, there are no relevant litera-
ture data (to the best of the author’s knowledge) for the preparation of W-
Al, O3 samples via pressureless sintering. Density results have been reported
for tungsten-reinforced alumina-matrix composites prepared only via hot-
pressing (Sekino and Niihara, 1995; Sekino and Niihara, 1997) or spark
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plasma sintering (Rodriguez-Suarez et al., 2009) which usually result in near-
theoretical densities.

Tungsten-Copper-Alumina

The relative densities of the W/Cu/Al, O3 composites are depicted in Fig. 5.3c
as a function of the total metal content. Despite the enhanced density values
of the green parts, some compositions exhibited a relatively low density after
firing. This is clearly attributed to the presence of the three phases and
the fact that W and Cu are completely immiscible (Kim and Moon, 1998;
Johnson, Brezovsky, and German, 2005), and termed as non-interacting (Ger-
man, 2014). The negligible solubility of W in molten Cu (Shabalin, 2014),
in addition to the low affinity of each metal for alumina, have hindered the
densification of the parts.

Further, the major mismatch in thermal expansion coefficient between the
three constituent phases has caused the formation of cracks that were vis-
ible macroscopically for compositions with a high metal loading. This also
accounts for the poor densification of the 20Cu-2W composite type (Table
5.1), and explains the minor variation of the sintered values obtained via
the mass/volume calculations and immersion technique; the cracks that have
been formed on the body have contributed to a higher calculated volume and,
therefore, a lower calculated mass/volume density.

5.5.2 Open Porosity and Linear Shrinkage

The open porosity of the sintered bodies was determined via the immersion
technique (Eq. 3.3), while the linear shrinkage was calculated by comparing
the length of the cylindrical specimens before and after sintering (Eq. 3.4).
These characteristics are listed in Table 5.2 for all compositions.

Copper-Alumina Fig. 5.4a depicts the variation of open porosity with metal
volume fraction for the copper-reinforced Al,Os-matrix composites.
It is evident from this graph that the values increase with increasing
copper content. Low values (max. around 1%) have been calculated for
copper content up to 8 vol.%, whereas a relatively high value was noted
for the samples with the highest copper loading, that of 10 vol.% (Table
5.2).

Tungsten-Alumina The open porosity of the samples is shown in Fig. 5.4b
as a function of tungsten content. The samples had almost no open
porosity and all values remained below 0.5%. The amount of tungsten
in each composition had no effect on this microstructural characteris-
tic.
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Table 5.2: Open porosity of the sintered samples, and linear shrinkage after

sintering.

Composite Open porosity Linear shrinkage
type (%) (%)
Al,O3 0.41 13.8 +0.3
1Cu 0.53 15.8 £ 0.1
3Cu 0.77 16.3 £ 0.2
5Cu 1.19 15.9 +0.2
8Cu 1.44 15.8 £ 0.3
10Cu 3.91 15.34+0.3
05W 0.35 15.1 +0.3
2W 0.31 14.7 £ 0.2
4W 0.28 15.5 4+ 0.3
6W 0.46 15.5 4+ 0.2
1Cu- 1W 0.43 15.1 0.2
3Cu - 01W 0.44 14.9 +£0.2
5Cu- 1W 1.09 14.6 0.2
10Cu - O5W 4.48 12.7 £ 0.3
10Cu - 5W 5.44 14.4 + 0.1
20Cu - 2W 12.27 10.1 £0.2

119
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Figure 5.4: Open porosity of the (a) Cu-Al,03, (b) W-Al,03, (¢) W-Cu-Al,O3
composites.
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Tungsten-Copper-Alumina Fig. 5.4c shows the results for the W-Cu-Al,03
samples as a function of the total metal content. It can be observed
that the values increase with the further addition of metallic particles.
The open porosity remains low (maximally around 1%) up to total
metal contents of 6 vol.% (composite type 5Cu-1W), but increases up to
around 4-5% for contents above 10 vol.%. Further, the open porosity of
the 20Cu-2W composite type is rather high, but corresponds to samples
with macroscopic defects and extensive surface cracks.

The calculated open porosity values of most of the metal-alumina composites
have remained close to the value of pure alumina, while higher amounts have
been recorded only for copper contents > 10 vol.%. Further discussion will
take place in the following sections.

The linear shrinkage of the parts after sintering is another important charac-
teristic of ceramic-based materials. The lowest value was calculated for the
pure Al,O3 samples (approx. 14%), while most of the metal-alumina samples
exhibited slightly higher values. The linear shrinkage of the copper-alumina
samples varied around 15-16%, for the tungsten-alumina samples the values
varied around 15%, while the shrinkage of the W-Cu-Al,03 samples was
around 14-15%, see Fig. 5.5.

5.5.3 Comparison and Discussion

It has been shown in the earlier sections that the green density of ceramic
materials is a valuable parameter which provides important information for
the sintered composites. Usually some correlation between the green and the
sintered density of the parts can be noticed, i.e. the higher the green density,
the less the pore volume that has to be eliminated during sintering (Barsoum
and Barsoum, 2002). This implies that a high green density is usually accom-
panied by a low shrinkage due to the reduced pore volume. Fig. 5.6 depicts the
linear shrinkage vs the relative green density of all compositions, and comes
to verify this assumption. Indeed the higher the relative density of the green
parts, the lower the linear shrinkage.

Further, the fired density might also be affected by the green density; i.e.
the former is often observed to decrease with decreasing green density, but
this usually applies for green densities below 55-60% (Somiya et al., 2003).
Thus, the relative green densities of the pure Al,03 samples and metal-Al,03
composites samples achieved in this study were within acceptable limits, and
high enough to yield good sintered densities.
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Figure 5.6: Linear shrinkage vs green density for all samples.

W-Cu-Al,03; samples

The fabrication of the various W-Cu-Al, 03 compositions enables the compar-
ison between these and the Cu-Al,03; and/or W-Al, O3 compositions in terms

of various parameters including the following:

Relative density: Fig. 5.7 depicts the relative green and sintered density

of the Cu-Al,O3 and the W-Cu-Al,O3 samples, as a function of either
copper or tungsten content. It can be seen (first graph) that the addition
of small amounts of tungsten powder in the aqueous copper-alumina
slurry increased the green relative density. Unfavorably, this did not
apply for the sintered density as well, presumably due to the consid-
erable CTE differences Additionally, it can be deduced (second graph)
that the addition of copper did not alter the green density, while it may
have lowered the sintered density of the parts.

Open porosity: Fig. 5.8 is a comparison between the different compositions

in terms of open porosity. The first graph shows the open porosity
values of the Cu-Al,O3 and W-Cu-Al,O3 samples as a function of cop-
per content, while the second graph shows the values of the W-Al,03
and W-Cu-Al,03 samples as a function of tungsten content. It can be
deduced that it is the presence of copper that has an effect on the open
porosity values, possibly related to some diffusion and evaporation of
Cu particles from the surface of the specimens due to the sintering
above its melting point. The first graph shows similar values of open
porosity for the same content of copper regardless the addition of some
W, whereas the second graph shows large differences mostly for the
samples containing tungsten content of 0.5 vol.% and 5 vol.%, which
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correspond to an addition of 10 vol.% copper.

Weight loss: Fig. 5.9 portrays the weight loss of the specimens recorded
after sintering; the data have been normalized to exclude the weight
loss due to the organic additive and any residual water or vapor. It can
be seen from the first graph that the tungsten content has no effect
on the weight loss, and that similar values are recorded for the same
amounts of copper content. Further, the second graph suggests that the
W-Al,03 samples exhibited zero weight loss and that any differences
are solely attributed to the presence of copper. For instance, the weight
loss of approx. 1-2% for 0.5 vol.% and 5 vol.% tungsten corresponds to
composites with copper content of 10 vol.% in both cases. However, the
weight loss in total is only minimal: it remains around 0.5% for most of
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the Cu-Al,03 compositions, and is only higher for the highest copper
loading, but still maintains below 2%.

5.6 Spatial distribution of particles

The examination of the polished sections was performed to evaluate the de-
gree of distribution of second-phase particles in the matrix, i.e. if a homoge-
neous dispersion of the metallic inclusions throughout the Al,03; material has
been achieved. In addition, the analysis of the optical micrographs facilitates
the evaluation of the morphology of the particles; their shape, size and/or
size distribution, as well as the identification of any fluctuations in view of
the metal volume fraction increase.

A microstructural characteristic exhibited by the copper-alumina samples
was the core-skin structure that was initially discerned via the macroscopic
observations of the sintered samples (Fig. 5.1). The skin had virtually zero
copper content and its thickness varied slightly with composition, while it
remained below 100 um for all samples (95 um for 1Cu, around 80 um for 3Cu
& 5Cu, and around 70 um for 8Cu & 10Cu). A representative image captured
with the use of an optical microscope is provided in Fig. 5.10c.

A similar core-skin structure has been reported for Ag/alumina composites,
however it was solely attributed to the sintering above the melting point of
silver and the increased weight loss of the metallic phase due to evaporation
(see section 2.5.1). In this study though, the copper-free skin of the cylin-
drical samples can be, only partially, attributed to copper evaporation during
the sintering process. Given the minimal weight loss after sintering it can be
argued that the core-skin structure might have been formed in the green parts
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while water was being absorbed by the PoP moulds during the slip-casting
process. It seems, thus, that the escaping liquid water might have dragged
some particles with it. Given the smaller and lighter alumina particles over
the larger and heavier copper particles, it is possible that the former were
carried away faster than the latter.

The copper-alumina samples exhibited a homogeneous distribution of copper
particles (in the core), while the increase in copper volume fraction did not
result in an increase in particle size. Likewise the Cu powder, the copper
particles remained near-spherical after sintering and exhibited a size distri-
bution with average particle size of approx. 12 um =+ 9 um for all compositions
(see Fig. 5.10b and Appendix B for the number-weighted distribution derived
via the image analysis of the optical micrographs).

A homogeneous dispersion of tungsten particles in the Al,O3 matrix has been
achieved in all prepared W-Al, O3 composites. It is interesting to note that for
the lowest content of 0.5 vol.%, the tungsten particles were faintly visible via
the optical microscope, while the samples with a higher loading exhibited
an increase in particle size. This is attributed to the characteristics of the
raw tungsten powder in terms of agglomeration. Unlike the copper particles,
tungsten was not spherical but rather irregular in shape, see Fig. 5.10d. The
average size of the particles varied around 30-35 um for the short diameter
and around 50-55 pum for the long diameter.

The analysis of the micrographs of the three phase composite samples sug-
gest that both metal particles were evenly distributed in the alumina matrix.
Fig. 5.10e portrays the 10Cu-05W composite type with a copper-rich surface
and Fig. 5.10f shows the 20Cu-2W composite type in which several cracks can
be discerned.

5.7 Discussion

A series of different metal-reinforced alumina-matrix composites have been
successfully fabricated using the aqueous slip casting technique followed by
pressureless sintering in a reducing hydrogen atmosphere.

Compositions

The total metal loading of the composites was chosen with primary scope
not to increase significantly the density of the samples in comparison to the
density of the pure Al,03 matrix material. The theoretical values for the max-
imum densities are around 4.5gcm 2 for Cu-alumina, less than 5.0gcm ™3
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Figure 5.10: Selected optical micrographs of the microstructure of the samples: (a)
pure alumina matrix, (b) dispersed spherical copper particles in the alumina
matrix, (c) alumina-rich surface and copper-rich core in Cu-Al,O3 samples, (d)
dispersed tungsten particles in the alumina matrix, (e) copper-rich surface for the
10Cu-05W composite type, (f) spherical copper particles and cracks that spread
throughout the bulk of the alumina matrix for the 20Cu-2W composite type.

for W-alumina, and below 5.0 gcm~3 for most of the W-Cu-alumina compo-
sitions.

Processing Route

A series of different metal/alumina composites were prepared and charac-
terized towards their green and sintered density, open porosity and linear
shrinkage, as well as in terms of particle dispersion and distribution through-
out the matrix. The results suggest that the aqueous slip-casting technique is
a suitable processing route for the synthesis of composite samples consisting
of an alumina matrix and metallic copper and tungsten as second-phase
inclusions.

After a thorough literature survey it can be argued that this particular pro-
cessing method is seldom used/reported for the synthesis of metal-ceramic
composites. Its advantages, though, render it an interesting route and these
include: the minimum amount of organic additives that are required over
other liquid or semi-liquid methods, the use of water as a suspension medium
which renders slip-casting non-hazardous, the ability to form parts with a
desired shape, in addition to the better packing capacity compared to con-
ventional dry-pressing routes which posses several drawbacks. Further, the



128 Chapter 5. Structure of the Composites

shaping/sintering process that has been followed in this study is more cost-
efficient than the hot-pressing method that is often used for the fabrication
of metal/ceramic composite materials.

The optimization of the slurries was made on the basis of: (a) water content,
and (b) content of organics. Both had to be minimized to avoid residual
porosity and residual carbon content and possible contamination of the sam-
ples. Although suitable, the disadvantages of slip-casting include the slow
production and demand of preparation of the PoP molds. In addition, long
times are required for casting and drying of the samples, as well as drying
of the molds between subsequent castings. Lastly, the PoP molds can be
damaged after several castings which brings about the need for preparation
of new ones.

Pre-sinter and Sintering Cycle

The firing schedule was optimized based on relevant studies from the liter-
ature, the producers data for the Al,O3 powder, the physical characteristics
of the metallic powders, and personal considerations for the most advanta-
geous schedule. The sintered samples exhibited reasonably high densities,
although they did not reach near theoretical values, as anticipated for the
pressureless sintering.

The samples have maintained their geometric shape after firing, without
any visible flaws such as distortion or cracks and blisters. The binder burn-
out cycle successfully removed all organics and allowed the continuation
towards the sintering cycle. The hydrogen sintering enabled the preparation
of composites consisting of pure phases, free from oxides or other additional
phases that might deteriorate the mechanical behavior of the specimens. The
slow heating and cooling rates assured the relief of stresses during firing and
cooling.

The structure of the composites

A total of 16 different compositions were prepared to reveal any differences
and facilitate the comparison among them. These include pure Al,O3 sam-
ples, copper-alumina composites with Cu content of 1-10 vol.%, tungsten-
alumina composites with W content of 0.5-6 vol.%, and W-Cu-alumina com-
posites with total metal content ranging from 2 vol.% up to 22 vol.%.

The copper-reinforced composites exhibited a core-skin structure with an
alumina-rich surface, while the Cu particles were uniformly distributed
throughout the matrix material (in the core). Further, the increase in copper
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content did not result in an increase in the size of the spherical Cu parti-
cles. The tungsten-reinforced composites, on the contrary, did not exhibit a
core/skin structure, while the W particles were homogeneously dispersed in
the matrix material and increased in size with the further increase in volume
fraction. As for the W-Cu-alumina composites, both copper and tungsten
particles were evenly distributed in the alumina matrix.

The principal characteristics of the materials have been examined through-
out this chapter, paving the way for the evaluation of their mechanical re-
sponse that will be discussed in the following chapter.
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6 Mechanical Properties

6.1 Introduction

This chapter presents the results of the mechanical testing of the sintered
alumina samples and metal-alumina composite samples. The measured data
correspond to the average value (and standard deviation) that was calculated
for each composition. The results are discussed and compared, and are
further correlated to the microstructure of each composition.

Toughness is an important mechanical property of solids that describes a
material’s resistance to fracture, i.e. its ability to absorb energy and deform
plastically prior its fracture. Accordingly, the amount of absorbed energy,
per unit volume, can be an indication of the toughness response for a given
material.

In this study, the determination of the fracture energy of the Al,03 samples
and the metal-Al,03 composite samples was realized by using an Izod impact
test apparatus, commonly used for polymeric materials. The measurement
involves the release of a pendulum that strikes through the specimen, and
records the initial height (at which the pendulum is released) and the final
height (at which the pendulum swings after striking the specimen). The
height difference, multiplied by the pendulum weight, is recorded (scale
indication in kg cm), and when multiplied by the gravitational force it yields
the energy required to fracture a specimen. This, in turn, divided by the cross-
sectional area of each cylindrical specimen, results in the impact strength
expressed in k] m 2.

We should note here that the specimens were cylindrical and unnotched,
and therefore, the evaluation of the fracture energy and the impact strength
via this testing apparatus is used as a quality control method to assess the
toughness response of the reinforced samples over the pure Al,O3 upon the
addition of the metallic inclusions. Further, the data should be used for
comparison reasons, rather than as absolute values. Yet, the Izod test is
rather useful for the determination of the dynamic toughness of a material
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under high loading rates as it simulates an impact event, such as a bird strike,
i.e. a collision between an airborne animal and an aircraft (Mouritz, 2012).

The elastic modulus was determined via the impulse excitation technique,
which was performed on all fabricated samples to evaluate their elastic re-
sponse. Young’s modulus is a well-defined mechanical property of primary
importance and is of great interest in order to assess the potential of a new
composite material (Ashby, 1993). During the IET measurement, the sample
was mechanically excited with the use of a small hammer, and a vibration
was induced which was detected with a microphone. The software calculated
the frequency and, in combination with the mass and the dimensions of the
specimen, determined the elastic properties of the sample. An image of the
IET measurement is displayed in Appendix C showing the vibrational signal,
the fast Fourier transformation, and the calculated elastic modulus value for
a particular, under-examination, metal/alumina composite specimen.

Another significant feature that characterizes ceramic materials and ceramic-
composites is their high hardness; an important mechanical and engineering
property that measures their resistance to indentation, i.e. their ability to
withstand surface penetration via an indenter. In this study, the Vickers
microhardnes of the pure Al,03 samples and the metal/Al,03 composite
samples was evaluated under an applied load of 9.81N (1kg) for a loading
time of 10 sec. The indent traces were observed via the optical microscope of
the apparatus and the values of the mean diagonal lengths were recorded
to yield the hardness in kgmm 2. The hardness values were determined
accordingly by multiplying the results with the gravitational force to derive
results expressed in GPa.

We should note at this point that the Vickers microhardness testing method
exerts a much lower load than the macrohardness method (loads up to 50 kg)
and it, therefore, produces higher hardness values. However, this apparatus
was ideal in this study, given the dimensions of the prepared specimens.

6.2 Results

6.2.1 Pure Alumina

The pure Al,O3-matrix specimens exhibited an average Young’s modulus of
374 GPa, which is in excellent agreement with relevant literature data. The
modulus values that can be found in similar studies for Al,O3 samples are
373 GPa for hot-pressed samples at 1550 °C and residual porosity of less than
1% (Wang et al., 2001), and 390 GPa for hot-pressed samples at 1550 °C-
1650 °C with porosity < 2% (Chakraborty et al., 2000; Sekino and Niihara,
1995). Lower modulus values (339 GPa) have also been cited for pressureless
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Figure 6.1: Young’s modulus of the sintered alumina samples as a function of their
relative density.

sintered Al,O; samples at 1700 °C and a fired density of 3.89 g cm 3 (Konopka
and Oziebo, 2001).

Fig. 6.1 portrays the experimental modulus values as a function of relative
density for all sintered alumina samples that have been measured via IET.
The highest modulus is attained for the most dense specimen and reaches
the value of 390 GPa, while most data reside around 375 GPa for samples
with a relative sintered density of approx. 97%.

Taking into consideration the average relative density of the sintered Al,03
specimens (97.4%) and the formulations that have been discussed in a previ-
ous section for the porosity-correction of the modulus, it can be concluded
that the linear approximation in the form of Eq. 2.5, as well as the exponential
relation in the form of Eq. 2.8, can be used to successfully fit the measured
values, as these suggest a reduced modulus of 379 GPa for ¢=0.026.

The average impact strength of the pure Al,O3; samples was evaluated via
the impact test method and was calculated to be 4.9 + 0.8 k] m~2. Despite
some variation in the densification of the different specimens, no correlation
among the sintered density and the impact strength of the samples could be
detected (unlike elastic modulus), indicating that the amount of energy re-
quired to fracture a specimen is dependent upon various parameters; residual
porosity being only one of them.

Fig. 6.2 portrays the hardness variation as a function of porosity according to
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Figure 6.2: Variation of hardness with residual porosity according to Eq. 2.9 by
assigning different values to the constant b. The measured hardness of pure Al,03
is also shown (solid square).

the prediction of Eq. 2.9. Different values have been assigned to the correc-
tion parameter, b, that varies among 1 and 9. The average hardness value of
the pure alumina specimen that was measured in this study is also shown in
this graph. It can be seen that, for b=5, the theoretical calculation coincides
with the measured value of Al,O3. Lower values (b<5) appear to overestimate
the hardness, whereas higher values (b>5) seem to underestimate it.

6.2.2 Metal-Alumina composites

The experimental data of the mechanical response of the metal-reinforced
Al,O3-matrix composites are listed in Table 6.1. The results of the Cu-
alumina, W-alumina, and W-Cu-alumina composites are discussed in this
section consecutively.

The elastic modulus data are initially compared with the theoretical predic-
tions that are estimated by employing the formulations of Voigt and Reuss
(Egs. 2.18 and 2.19, see section 2.2.1.2). When these bounds are widely-
spaced, their arithmetic mean in the form of Eq. 2.20 is also used to de-
scribe the measured data. The values that have been used for the theoretical
modulus of each phase correspond to: E,;;=400 GPa for polycrystalline Al,03
(Pabst, Tichd, and Gregorova, 2004; Green, 1998), E¢;=130 GPa for copper,
and Ef,=411 GPa for tungsten (Cardarelli, 2008).
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Table 6.1: Mechanical response of the composites with listed data of impact
strength, elastic modulus and Vickers microhardness.

Composite Impact Elastic Vickers
type Strength  Modulus  MicroHardness
(KJm2) (GPa) (GPa)

Al,O3 49+0.8 3744+ 10.8 25.9 £ 2.6
1Cu 7.6 +1.8 353.9+54 23.5+4.5
3Cu 71+14 332.7+4.0 214+ 4.6
5Cu 294+04 3348+ 17.7 194+ 3.0
8Cu 2.34+0.2 323.7+14.2 20.6 + 2.1
10Cu 3.1+£1.1 293.1+15.6 20.3+4.4
05W 54+03 384.0+4.6 23.0 + 2.6
2W 5.7+ 1.3 379.0 £ 13.8 23.7 £ 3.1
AW 3.8+0.7 3474+ 21.5 20.0 + 2.8
6W 47+ 1.0 338.4+ 34.6 21.2+4.3

1Cu - 1W 6.8+ 1.0 367.5+12.3 23.4 £ 3.7
3Cu-01W  354+0.5 363.6+7.0 21.3+3.9
5Cu - 1W 3.8t1.6 323.6+13.9 17.8 £ 2.2
10Cu-05W 74+1.0 222.1+14.7 -
10Cu-5W 2.0+0.5 267.6+8.38 1544+ 4.0
20Cu - 2W - 96.1 £ 12.7 -
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Taking into consideration the residual porosity of the Al,O; matrix material
of each composition, the value of the elastic modulus has to be adjusted
accordingly. To account for this effect, Eq. 2.8 (section 2.1) was used as it
best described the experimental data.

In the case of the W-Cu-alumina composites, Egs. 2.18 and 2.19 had to be
adjusted to describe three-phase composite materials. Therefore, the upper
and lower bounds can be calculated as following:

Et=E.=E,Vu+ Eflvfl + Ef2vf2 , (6.1)

— Vin Vfl Vf2>1
E-=E = ("4 2 )2 . 6.2
= (i 62)

The Vickers microhardness data are also compared to the theoretical pre-
dictions. To facilitate this comparison, the rule of mixture approach (Eq.
2.26) is utilized to take into account the contribution of both phases, in
combination to the porosity-correction formulation (Eq. 2.9). These yield the
following equations for two-phase (Cu-Al,03, W-Al,03), and three-phase (W-
Cu-Al,03) composites, respectively, that are used to estimate the theoretical
hardness values of each composition given its metal content and void frac-
tion:

HV = V;HVf + (1 — V) HV ap0, exp(—bP) , (6.3)

HV = VleVfl + szHsz + (1 - Vfl - sz)HVA1203 exp(—bP) . (64)

The parameters HV; and HV 4,0, are substituted by 0.37 GPa for copper,
3.53 GPa for tungsten, and 29.4 GPa for alumina (Cardarelli, 2008).

Cu-Al, O3 composites

The impact test data for the copper-reinforced alumina composites are de-
picted in Fig. 6.3a as a function of the content of copper. It can be seen that
the impact strength initially increases (composite types 1Cu and 3Cu), but
reduces considerably for higher copper loading (above 5 vol.%). The average
values for the low compositions exceed 7.0 k] m 2 suggesting a toughness ra-
tio (over the pure alumina) of around 1.5. However, the specimens with higher
copper content exhibited an average impact strength of around 3.0k] m~2,
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Figure 6.3: Mechanical response (Impact Strength, Young’s Modulus, and Vickers
MicroHardness) of the Cu-Al,03 composites.
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which is a notably reduced value in comparison to the impact strength of pure
Al,Os.

The enhancement in the toughness response of the composites may be at-
tributed to the activation of different mechanisms that relate to the inter-
action of the propagating crack with the dispersed copper particles. Crack
bridging may be the most possible mechanism given the ductility and high
elongation ratio of copper, however, the contribution of other mechanisms
should not be ruled out. Reports on copper-reinforced alumina-matrix com-
posites have attributed the augmented fracture toughness to the deflection
of the cracks by the particles (Wang et al., 2001) and the debonding along
the particle/matrix interface (Aldrich and Edirisinghe, 1998), the effect of
residual stresses in the matrix along with crack bridging (Oh, Sekino, and
Niihara, 1998), as well as the concurrent effect of bridging and deflection of
the crack by the particles, with the former being considered as the dominant
mechanism, and the latter having only a small toughening potential (Trav-
itzky, 1998).

A decrease in the modulus of the samples can be observed in Fig. 6.3b, from
the average value of 374 GPa measured for pure alumina to approx. 300 GPa
for 10 vol.% copper loading. These results are compared to the porosity-
corrected upper and lower bound predictions, among which the VRH line can
be discerned. The compositions with the lower copper content (i.e. 1 and
3 vol.%) are close to (and below) the lower bound, while the ones with the
higher copper content coincide with the VRH theoretical line. This behavior
is related to the overall mechanical response of the composites, which will be
discussed later in this chapter. The modulus values that have been attained
in this work can adequately compare with values that have been measured for
similar metal-alumina systems. (Wang et al., 2001) measured the modulus of
Cu-Al,03 composites to be 351 GPa for 5 vol.% copper content, with copper
particle size around 21 um, and residual porosity of less than 1%.

The Vickers microhardness test performed on the copper-alumina samples
included approximately 15 indentations per composition. Fig. 6.5c depicts
the measured data as a function of the copper volume fraction. The solid
line represents the theoretical calculation that takes into account both the
copper loading and the porosity of the alumina matrix. It is evident that the
values are reduced as the copper content increases, and this is attributed to
the addition of the soft copper phase, as well as the formation of voids upon
the dispersion of the metallic particles in the matrix material. An overall
good agreement between the theoretical values and the measured hardness
data can be discerned in this graph.
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W-Al,03 composites

Fig. 6.4a shows the results of the impact strength of the tungsten-alumina
composites as a function of W volume fraction. The impact strength initially
exhibits a mild increase for low W contents (composite types 05W and 2W),
while the values are slightly reduced for higher contents (4W and 6W compos-
ites). Unlike the noticeable variation of the Cu-Al,O3 samples, the tungsten-
alumina composites exhibited a rather restricted trend. The enhanced values
are in such range that result in a toughness ratio of approx. 1.1. This points
towards the deflection and/or the branching of the crack and its propagation
through the matrix by avoiding the dispersed tungsten particles. Although
tungsten has a substantially higher fracture toughness than alumina, its duc-
tility is low (having an elongation ratio of only 2%) which strongly suggests
that the bridging of the crack by the tungsten particles is rather unlikely to
be realized. In addition, the fact that its elastic modulus is proportional to
that of the alumina matrix does not favor the attraction of the crack to the
particles.

Comparable results have been reported in similar studies regarding tungsten-
alumina nanocomposites prepared via SPS (Rodriguez-Suarez et al., 2009). In
their work, (Sekino and Niihara, 1995) measured only a slight increase in the
toughness of hot-pressed W-Al,03; nanocomposites and reported a toughness
ratio of approx. 1.1 for 2.5 vol.% W, and 1.2 for 5 and 7.5 vol.%. Later, (Sekino
and Niihara, 1997) showed a small increase for hot-pressed samples with
tungsten content of more than 7.5 vol.% and observed the bridging and/or
the pulling out of tungsten particles.

Fig. 6.4b depicts the Young’s modulus data of the tungsten-alumina compos-
ites in comparison to the theoretical predictions of the rule of mixtures, as
a function of tungsten content. It can be observed that the modulus values
initially increase with the addition of tungsten particles for content of 0.5
vol.% and 2 vol.%. This is attributed to the dispersion of a second-phase
that is relatively stiffer than the matrix material, and the fact that the total
residual porosity is quite low for these two compositions. For the 0.5 vol.%, in
particular, the relative density was as high as that of plain Al,03. The further
addition of tungsten particles (content of 4% and 6%) reduces slightly the
modulus and this is related to the higher amount of residual porosity in these
samples. In total, the measured data are in accordance with the theoretical
lines (upper and lower bounds) which coincide and overlap in the case of the
W-Al,03 system due to contiguous modulus values between the two phases.
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Figure 6.4: Mechanical response (Impact Strength, Young’s Modulus, and Vickers

MicroHardness) of the W-Al,O3 composites.
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Literature data for tungsten-reinforced Al,Os-matrix composites display rel-
atively higher values for the elastic modulus of the samples than those ob-
tained in this study, but these correspond to the presence of tungsten par-
ticles with average sizes that lie in the nm range (Sekino and Niihara, 1995;
Sekino and Niihara, 1997). In addition, the porosity in these studies was low
(less than 2%) and therefore, did not have an effect on the elastic response of
the specimens. Nevertheless, both reports discussed the mismatch between
measured values and predictions, with either higher or lower values than
expected, and these were related to internal residual stresses deriving from
the thermal expansion mismatch between W and Al,O3 phases.

The Vickers microhardness of the sintered tungsten-alumina samples was
determined by recording an average of 18 indentations per each composition.
Fig. 6.4c shows the comparison of the data with the theoretical values as
a function of tungsten loading. Similarly to the copper-reinforced alumina
composites, the W-Al, 03 samples exhibit a reduction in the hardness values,
which can be fitted by the predictive rule-of-mixtures line.

W-Cu-Al,0; composites

The impact test data of the three-phase W-Cu-Al,03 composites are shown
in Fig. 6.5a as a function of the total metal loading. It can be seen in this
graph that the 1Cu-1W and 10Cu-05W composites exhibited a higher impact
strength than that of the unreinforced Al,03; matrix. The measured values,
around 7.0kJ m~2, are reminiscent of the values obtained for the copper-
alumina composites with a low Cu content, suggesting a high possibility of
copper particles contributing to the toughness via the bridging of the crack.

We have mentioned that the addition of two different metallic inclusions
in the brittle Al,O; matrix has not been widely studied (yet), and, as a
consequence, three-phase composites remain a rather unexplored complex
structure in terms of fracture and resistance to crack propagation. In a
similar study, (Ji and Yeomans, 2002a) reported a toughness increase for
Al,O3-matrix composites with dispersed chromium/nickel inclusions which
was attributed to the deflection of the advancing crack by the particles. The
Cr/Ni/Al,03 composite is a comparable system to our W-Cu-Al, O3 given the
CTE differences among the three constituent phases, i.e. Cr has a lower and
Ni has a higher CTE than alumina. Nonetheless, in view of the fact that
all metal/alumina composites exhibited a higher toughness than the neat
alumina, the residual stresses around the particles were considered to have
only small effect on the fracture toughness behavior of the samples in their
work.
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The measured elastic modulus data of the mixed W-Cu-alumina composites
are shown in Fig. 6.5b. The results are in good agreement with the theo-
retical calculations after taking into consideration the residual porosity of
the matrix for the composites with relatively low contents of metal phase.
However, a deviation can be observed for the composites with the highest
metal loading, which maximizes for the 20Cu-2W composite type and is
related to the presence of cracks that have been formed on the samples.

The Vickers microhardness of the W-Cu-Al,O3 samples was estimated by
taking an average of 17 indentations per composition. However, due to the
presence of some cracks and increased amount of porosity for the composites
with the highest metal loading (20Cu-2W) no definite measurements could be
realized and the results are not included. It can be seen in Fig. 6.5¢ that the
trend resembles that of the other metal-alumina composite samples studied
in this work; i.e. a reduction in the hardness of the composites is exhib-
ited due to the presence of the less hard second-phase inclusions and the
consequential presence of pores and voids, while the theoretical estimation
concurs with the measured data.

6.3 Toughness

The results of the impact strength of the two-phase metal-alumina compos-
ites correlate well with published data: i.e. initial increase for samples that
contain a relatively low amount of second-phase inclusions, followed by a re-
duction exhibited for composites with a relatively higher metal loading. This
implies that toughness does not conform to a linear response, but follows
a rather non-linear trend. This urges us to forward the discussion on two
levels: (i) the factors that contribute to the toughness enhancement, and (ii)
the factors that bring about the reduction of toughness.

Recapping from earlier sections, we should note that toughness is a structure-
sensitive mechanical property that depends on multiple microstructural fea-
tures of the material. Unlike the rather structure-insensitive modulus of
elasticity, dependent mostly on composition (i.e. metal loading), toughness
might also depend on particle size, particle/matrix interface, and/or other
parameters as well (Ahmed and Jones, 1990; Fu et al., 2008). This renders the
exploitation of the full potential of the second-phase particles a particularly
demanding and difficult task in the preparation of metal/alumina composites
with enhanced resistance upon fracture, and not so simple as the rule of
mixture.
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We have discussed that the introduction and dispersion of a metallic second-
phase throughout a brittle ceramic matrix intends to form an interaction
between the particles and the propagating crack in order to "postpone” the
sudden catastrophic failure of the material. This is usually accomplished
either via the bridging of the tip of the crack by ductile inclusions, or via the
change of its path through the deflection by the particles, the bowing or the
branching of the crack, its propagation along the particle/matrix interface,
the pull-out of the particles, or other possible processes.

A well-developed formulation, suggested by (Ashby, Blunt, and Bannister,
1989), can be used to calculate the fracture toughness of metal/ceramic com-
posites assuming that the metallic particles can stretch during fracture and
that the mechanism of crack bridging is activated. According to the following
relation:

AK;, = (CVsooE)''?, (6.5)
the fracture toughness increase (AK = Keomp - Ki) is equal to the product of
the parameters: C; a constant that depends on the degree of constraint of the
particle, V; the area fraction of the metallic particles that are intersected by
the crack, o,; the yield strength of the particle, «,; the particle radius, and E;
the elastic modulus of the particle.

Accordingly, a higher contribution to toughening is derived from the disper-
sion of metallic particles with a high yield strength, a high elastic modulus,
a large diameter, and a high content. For instance, one can simply calculate
that the dispersion of 5 vol.% tungsten particles with 10 um diameter and a
maximum constraint will contribute to as high as 13.4 MPa+/m (lets remind
here that the toughness of Al,O3 is only around 3 - 5MPay/m). Yet, the
same amount of copper particles with same size and degree of constraint
will only contribute as high as 2.7 MPa+/m, while nickel and iron around 4.5
- 49MPa/m. This calculation is, of course, only valid in case the crack is
attracted to the particles and does not by-pass them.

The study of actual metal/alumina systems, though, implies that toughness
improvement is not as simple and, certainly, not linear. For instance, albeit
tungsten has a higher yield strength than copper, its elongation ratio is
negligible compared to that of copper, and this should drastically affect the
overall response of the particles. It is clear at this point, that this formulation
triggers the introduction and discussion of several parameters and their effect
on the toughness response of a composite material:
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6.3.1 Particle Loading

In theory, the higher the particle loading the higher the toughening effect,
provided that we have a highly ductile inclusion and a notable possibility
for crack bridging to occur. Nonetheless, it appears that there is usually a
threshold (critical metal volume fraction) beyond which the contribution of
the particles is not beneficial, but diminishes the mechanical behavior of the
composites. The reduction in the fracture toughness exhibited by various
metal/Al,O3; composites at a relatively high metal loading is dependent upon
the effect of various factors and parameters such as: enlargement of particles
or formation of agglomerated regions, decrease in sintered density, weak
particle/matrix interfaces (Lu et al., 2000; Tuan, Wu, and Yang, 1995; Diaz
et al., 2003). Therefore, it is not the actual presence of more particles in the
matrix that is detrimental for fracture toughness, but the latter can be the
result of their presence. In addition, it should be noted that not all particles
interact with the propagating crack, as there is the possibility for the crack
to propagate around some inclusions, resulting in a fraction of them that will
remain relatively undisturbed by the fracture process (Tuan and Brook, 1990).
This, of course, does not apply solely to the crack bridging mechanism, but
all possible toughening mechanisms.

6.3.2 Particle Size

Based on the suggestion of Eq. 6.5, the dispersion of bigger particles in a
brittle ceramic matrix should yield a higher toughening increment than that
of smaller ones. Indeed, by keeping fixed the rest of the parameters and only
changing the value of the particle size, one can easily estimate the major
difference that is derived even among small differences in size. However,
based on published data, one can deduct that the dependence of toughness
on particle size is not always linear. There are studies that report a higher
fracture toughness accompanied by: a reduced particle size (Konopka and
Oziebo, 2001), a fixed particle size (Tuan, Chen, and Yang, 2007), as well as an
increased particle size (Tuan and Chen, 2002). In addition, the particles are
usually getting more coarse with an increase in metal volume fraction, while
usually increasing the volume fraction yields a higher toughness response.
Therefore, the effect of each parameter (particle loading and particle size)
can not be veritably isolated.
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6.3.3 Particle/Matrix Interface

The interface, i.e. the surface that is formed between the particle and the
matrix, includes the cohesion and bonding strength between the two phases.
According to the work of (Ashby, Blunt, and Bannister, 1989), the constant
C (Eq. 6.5) varies from 1.6 for maximum constraint, up to 6 for minimum
constraint, although other values have also been ascribed to the parameter
(Tuan and Brook, 1990). This implies that a moderately bonded particle-
matrix (high C) allows for interface debonding and exploitation of the second-
phase, while a perfect bonding (low C) poses limitations and does not allow
the full exploitation of the toughening effect of the particles. The benefit
of an appropriately bonded particle/matrix interface for toughness enhance-
ment has been thoroughly discussed in the work of (Li and Zhou, 2013a; Li
and Zhou, 2013b).

We have previously argued that, in the case of the copper-Al,03 compos-
ites, the bridging of the cracks by the copper inclusions must have mainly
contributed to the enhanced impact strength (1Cu and 3Cu composites) in
view of the high fracture toughness and high elongation ratio of copper.
Further, the fact that the Cu modulus is substantially lower than the Al,O3
modulus promotes the attraction of the crack by the particles and facilitates
the effectiveness of the mechanism (Budiansky, Amazigo, and Evans, 1988).
An additional observation relates to the elastic moduli data of the particular
compositions that are in agreement with the lower bound prediction, in con-
trast to higher compositions fitted by the VRH model, suggesting some degree
of freedom for the copper particles to stretch. This relates to the requirement
for an appropriate bonding between the metal and ceramic phases in order for
the crack bridging mechanism to operate, as well as the debonding along the
particle/matrix interface.

The larger volume contraction of the particles than the matrix, during cool-
ing, results in the formation of voids around them. Fig. 6.6 verifies the for-
mation of an empty space between the smooth surface of a spherical copper
inclusion and the grains of the alumina matrix. This apparently comes from
the larger contraction of the copper particle during cooling from the sintering
temperature. While the density of solid copper is 8.941 gcm ™3, the density
of liquid copper at its melting point (1083 °C) is 7.992 gcm 3 and near the
sintering temperature (1527 °C) it is 7.636 gcm > (Cahill and Kirshenbaum,
1962). As aresult, a droplet of liquid copper shrinks around 12% when cooled
from the sintering temperature to its solid state. Therefore, the difference in
shrinkage between the surrounding alumina and a liquid copper droplet of
40 um in diameter would be around 1,5 um (Fig. 6.6 suggests an interfacial
void of the same order of magnitude for such a particle), whereas for a smaller
particle of around 5 um the interfacial gap would only be 0.2 pm.
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Figure 6.6: A spherical copper particle between the alumina matrix grains.

Comparable systems to Cu/Al,O3 (in terms of af>am) are those of Ni/Al,O3,
Ag/Al,03, and Fe/Al,O3 (Li, Huang, and Guo, 2003). A weak interface is
induced among the two phases, and in combination with the ductile nature
of the metallic inclusion, is believed to contribute to the toughening of met-
al/alumina composites via a void-induced crack-tip blunting mechanism (Lu
et al., 2000).

6.3.4 Porosity

The discussion, so far, was an attempt to elucidate the effect of a summa-
tion of parameters on the toughness response of metal-reinforced alumina-
matrix composites. Albeit these were closely related to the proposed formu-
lation of Eq. 6.5, an additional and rather associated factor that should also
be examined is that of porosity.

It is well known that both modulus of elasticity and hardness are mechanical
properties affected by porosity and exhibit a reduction upon the increase of
void spaces in a material. An analogous approach may be used for the tough-
ness of monolithic ceramic materials by employing exponential formulations
to correct for the residual porosity (Rice, 1996). Yet, these may be considered
simplistic in the case of metal-reinforced ceramic-matrix composites consid-
ering a plethora of studies with published results of: (i) augmented toughness
behavior despite some porosity in the matrix, and (ii) minimal porosity but
not any substantial toughness increase. Therefore, the preparation of fully-
dense samples does not ensure an effective interaction of the propagating
crack with the second-phase particles, while some porosity should not be
directly considered detrimental for the fracture toughness response of the
composites.
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Tuan and Brook, 1990 measured a toughness that was twice that of pure
alumina for 13 vol.% Ni/Al,O3 composites prepared via pressureless sintering
and a relative density around 95%. Similarly, a toughness increase of 20%
was measured for 5 vol.% Ni/alumina composites with RD of approx. 96%
(Chen and Tuan, 1999). Comparable results can be found in the study of
Chou and Tuan, 1995 for Ag/Al,O3 composites and sintered densities that
varied in the range of 91-98%, as well as in the work of Breval et al., 1992;
Breval and Pantano, 1992 who measured a toughness of 8.3 MPa+/m for 50
wt.% nickel content in Al,O3, albeit the reported relative density of only 74%.
The increase was attributed to the deflection and the bridging of the crack by
the Ni particles, which were considered to be the predominant toughening
mechanisms, in conjunction with crack bowing and microcracking.

These studies are an indication that, although achieving a near theoretical
density after sintering is of paramount importance, given that the flaw might
be pinpointed under a fracture toughness test, yet the toughness response of
a composite material may be improved via the addition of a second-phase de-
spite some porosity that has remained in the compact after sintering. Besides,
porosity is only one defect among several possible flaw types present in ce-
ramics that are induced during: (i) processing (inclusions, pores), (ii) design
(sharp corners), (iii) service (thermal stresses, environmental degradation)
(Chawla, 2013a). Further, it is important to discern the type of pores, i.e. open
or closed pores, fine, large or clusters of pores, as well as their association
with the matrix and/or the dispersed particles (pores located throughout the
matrix material, around or within the inclusions).

At this point, we should also introduce the possibility of fracture enhance-
ment via a crack-tip blunting mechanism (Deng et al., 2004). Crack blunting
describes the interaction of the cracks with the pores that are present in the
specimen, i.e. the crack might move towards a pore during its propagation
and cause blunting which enhances the fracture resistance.

In this study, the increase in particle loading brought about an increase in the
amount of porosity, as the dispersion of the second-phase particles hindered
the densification process of the matrix material. In addition, the absence of
an applied pressure during sintering did not assist the elimination of voids.
Nonetheless, the evenly distributed particles throughout the matrix served
their purpose by prolonging the crack path and by forming a more tortuous
route during which any of the aforementioned mechanisms, or the concur-
rent operation of more than one was activated (Xia and Terence, 1994). For
higher contents of metallic particles, though, a summation of factors might
have acted as stress raisers and facilitated an effortless propagation of the
crack through the Al,O3; matrix.
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6.3.5 The metal inclusions

Regarding the reduced impact of the Cu-Al,0O3; composites, albeit the size
distribution of the copper particles, their size was approximately fixed and did
not change significantly with particle content. This is a strong indication that
other parameters must have an effect upon the reduction of the fracture re-
sistance. These relate to the surface characteristics that have been discussed
in earlier sections, i.e. the increase of open porosity with copper content, and
the formation of a core-skin structure (see Fig. 5.10) which has not assisted
the beneficial contribution of the dispersed ductile particles in the bulk of
the specimens. Further, the alumina-rich surface (i.e. copper-depleted) in
combination with some open pores must have expedited the initiation of the
crack.

Concerning the tungsten-alumina composites, two factors that need to be
taken into consideration relate to: (i) the mechanical response of tungsten,
and (ii) the bonding of tungsten with alumina. The first parameter suggests
that, although the fracture toughness of W is higher than the fracture tough-
ness of Al,O3, its elongation ratio is rather low and, therefore, the bridging
of the crack by the tungsten particles is unlikely. Further, the modulus of
tungsten is comparable to the modulus of alumina discouraging the attrac-
tion of the crack by the particles. The second parameter relates to the CTE
differences of the two phases, i.e. the mechanical bonding that must have
been formed between the tungsten particles and the Al,O; matrix, as the
matrix contracted relatively faster than the inclusions (a,>as) and must have
gripped the particles during cooling. This also suggests that debonding along
the interface is not highly possible, and that the mild increase in fracture
resistance may be related to the deflection or the branching of the crack
caused by the presence of the particles. Further, the presence of agglomer-
ated particles as well as the reduced density measured for higher W contents
may be considered responsible for the lower impact strength of the particular
samples.

As for the three-phase W-Cu-Al,O3; composites, the impact response of the
10Cu-05W is rather interesting and comes to verify the previously discussed
studies relating to samples that exhibit an enhanced toughness despite some
porosity that has remained in the sintered body. For this particular compo-
sition both the open and total porosity were around 4%, while the measured
modulus of elasticity fell far from predictions. A highly possible toughening
mechanism in that case is that of microcracking, which renders the ceramic
matrix more compliant around the inclusions by reducing the modulus of
elasticity locally. This may cause the shielding of the crack from the applied
load and enhance the fracture resistance of the matrix (Evans and Faber,
1981; Hutchinson, 1987; Giannakopoulos and Breder, 1991). Further, the
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core-skin structure of the copper-alumina samples was not present in the W-
Cu-alumina specimens (see Fig. 5.10), and the absence of a copper-depleted
surface has assisted an effective contribution of the copper inclusions i.e. the
crack initiation demanded additional energy and contributed, thus, to the
toughness.

6.4 Elasticity

As discussed in previous sections, the dispersion of the (usually) softer parti-
cles in the stiff Al,O3 matrix results in reduced Young’s modulus values. Most
of the relevant studies on metal/Al,03; composites have found a relatively
good or an excellent agreement between the measured data and the theo-
retical calculations, usually be employing simple mixtures rules. A number
of studies, though, has discussed the effect of possible parameters on the
modulus of elasticity, in an effort to interpret the deviation that has been
observed (see Appendix D for further discussion concerning the modulus of
elasticity).

Tuan and Chen, 2002 reported an elastic modulus value of 396 GPa for pure
Al,O3, that reduced to as low as 285 and 274 GPa for 8.7 vol.% and 12.9 vol.%
nickel content, respectively. Although the predictions were not porosity-
corrected, the low amount of porosity (<3%) could only account for a frac-
tion of the deviation which exceeded 20% for these particular compositions.
Accordingly, in the work of Aldridge and Yeomans, 1999 a major mismatch
was reported among measured modulus data and theoretical calculations
for iron/alumina composites, which did not change significantly after the
corresponding porosity correction, and was attributed to a poor interfacial
bonding between the particles and the matrix. The lower (than anticipated)
values have also been correlated to the possible presence of microcracks
and/or residual stresses attributed to CTE mismatch for various metal rein-
forcements dispersed in the Al,O3; matrix, such as nickel (Tuan and Chen,
2002) and tungsten (Sekino and Niihara, 1995; Sekino and Niihara, 1997).
Some thoughts on possible causes for this discrepancy are given in Appendix
D.

In the present study, the experimental modulus data of most of the fabricated
composites lie within the theoretical predictions of Voigt and Reuss bounds.
This suggests a satisfactory load transfer from the matrix material to the
reinforcement phase. The homogeneous dispersion of the metallic particles
in alumina must have contributed to an even distribution of stress through-
out the matrix material and the second-phase inclusions. However, the
compositions that have exhibited an augmented toughness behavior (mostly
composite samples reinforced with copper particles) have also lower modulus
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values than the theoretical predictions. This observation relates to the 1Cu
and 3Cu composite samples, which show some minor difference between the
measurements and the predictions, as well as to the 10Cu-05W composite
type. The latter is related to some degree of freedom for the particles to
stretch during fracture.

The results concur with published data of similar composite systems, where
these are applicable. For instance, the values of the copper-alumina samples
(5Cu) can be sufficiently compared to the study of alumina samples reinforced
with copper particles of similar size. On the contrary, relevant studies on
metal/alumina nanocomposites, with finer metallic particles (average sizes
in the nm range), reported higher modulus values and can not be directly
compared to the composites prepared in this work. The elastic modulus is
mostly dependent on the volume fraction of the particles, rather than the
particle size, yet, when the particles are in the nanometer range, the surface
area increases and may affect the composite modulus (Lewis and Nielsen,
1970).

Although, in theory, the elastic and thermal mismatch among the constituent
phases is considered a limitation, given that it produces residual stresses
in the matrix, it has been found that it can have an advantageous effect
on toughness and contribute to its enhancement via the activation of the
microcracking mechanism (Evans and Fu, 1985) or a crack blunting mech-
anism (Wang et al., 2001; Yao et al., 2005). Low residual stresses appear,
thus, to be essential in the toughening of brittle ceramic materials by ductile
inclusions (Krstic, Nicholson, and Hoagland, 1981). Oh, Sekino, and Niihara,
1998 applied in their study a formulation proposed by Taya et al., 1990 and
reported the contribution of the residual stresses in the augmented tough-
ness response of copper/alumina composites. This must have been the case
for the 10Cu-05W composite type, in view of the high content of the ductile
copper particles. Further, the residual stresses in the three-phase composites
are expected to be particularly high bearing in mind the notable contrast in
values for both elastic and thermal properties.

The effect of internal residual stresses caused by the thermal and elastic
mismatch is an issue that has frequently preoccupied authors. Microcracks
are frequently formed in the matrix during the manufacturing process, and
these can either enhance the fracture response of the composite material or
diminish it. This depends on their location and distribution in the matrix
material, as the various microcracks are free to nucleate away from the main
crack (Faber and Evans, 1983b). If the microcracks are only situated around
the inclusions and reduce the elastic modulus locally, then they induce the
attraction of the crack to the particle. On the contrary, if the microcracks are
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present throughout the bulk of the matrix, then the global modulus is reduced
and the fracture response is diminished (Roesler, Harders, and Baeker, 2007).

6.5 Hardness

Clearly, the dispersion of metallic particles throughout a hard alumina matrix
will also reduce its hardness values. The Vickers microhardness measure-
ment suggests that the hardness of all sintered samples is reasonably high,
although one should keep in mind that the values tend to appear slightly
higher on account of the low load that has been applied during the measure-
ment. The metal-reinforced composite samples are (as expected) less hard
than the pure alumina matrix. However, the combination of low content
of metallic particles and low porosity values has maintained the hardness
at relatively high values, and has not drastically reduced it. Contrariwise,
the higher contents of metallic phase have produced a more pronounced
reduction with values around or below 20 GPa. In total, the measured data
are compatible with the predictions by setting b=5 in Egs. 6.3 and 6.4 for two-
phase and three-phase composites, respectively, as this value best describes
the hardness of the pure alumina specimens.

It should be noted that even though the microhardness measurement was
performed on alumina-rich regions by avoiding the metallic particles, the
result is affected by the overall structure of the composite, including both
second-phase inclusions and residual pores. Therefore, although the indent
is applied to a specific (visible) area, the result is influenced by its underlying
structure: matrix material, "hidden" particles and "hidden" voids under the
examined surface.

We have demonstrated through the hardness evaluation of the different com-
positions that the reduction is more or less independent of the reinforcing
metal; i.e. copper or tungsten or both. All metals that are frequently used to
prepare metal-Al,O3; composites have a much lower hardness than alumina.
For instance, tungsten is considered a hard metal (among other metals)
yet its Vickers hardness is only around 3.5 GPa. Similarly, the hardness of
molybdenum is around 1.5 GPa, while for softer metals HV is < 1 GPa, such as
nickel with 0.64 GPa, copper with 0.37 GPa, and silver with 0.25 GPa (Vickers
Hardness of the Elements). This is also reflected in the calculated theoretical
lines among the different compositions, that do not vary significantly for
similar low metal contents and low porosity values.

Although hardness is a property of vital importance with regard to ceramic
materials, it has not been extensively studied in relevant studies of met-
al/ceramic composites. Nawa, Sekino, and Niihara, 1994 and Wang and Wei,
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1998 measured the Vickers hardness of Mo/Al,O3 composites and found that
the values approximately obey the rule of mixtures, opposed to the work of
Sekino and Niihara, 1995 and Sekino and Niihara, 1997 who reported that
the hardness variation of the tungsten-alumina composites did not obey a
linear relationship. A reduction in the Vickers hardness, measured under a
load of 100 N for 15 sec, has been reported for Fe/Al,03 composites (Konopka
and Oziebo, 2001), as well as for Cr/Al,O3; composites measured under a load
of 196N applied for 10sec (Ji and Yeomans, 2002a). Nonetheless, we have
discussed that hardness is dependent upon a summation of factors including
the applied load and loading duration, the geometry of the indenter, the
properties of the material, the sample preparation, and, therefore, a com-
parison between measured and cited values is not advisable.

6.6 Summary

This chapter has presented the results that have been obtained from the
evaluation of the mechanical response of the sintered Al,03 and metal/Al,O3
samples including the elastic modulus determined via the impulse excitation
technique, the microhardness according to Vickers, and the strength under
an impact load.

It has been found that the experimental data of the modulus correlate well
with the upper and lower bound predictions, and that the observed de-
crease is consistent (for most of the types) with porosity-corrected theoreti-
cal calculations for two-phase (Cu-Al,03, W-Al,03) and three-phase (W-Cu-
Al,O3) composites. The homogeneous distribution of metallic particles in the
alumina matrix has assisted an even load transfer between the constituent
phases.

The microhardness of the composites decreased with metal loading, as an-
ticipated, while the reduction was mild and indicated the fabrication of hard
composite materials. The experimental data were in good agreement with
the porosity-corrected calculations.

The impact strength of the metal/alumina composites was augmented for
different compositions, while it followed a rather non-linear dependence on
the amount of metallic particles, in contrast to stiffness and hardness.

The copper-reinforced alumina-matrix composites exhibited an enhanced
impact strength for low Cu contents which was attributed to the low elastic
modulus of copper that enabled the attraction of the crack by the particles,
and its high CTE that resulted in some void space around the particles, dur-
ing cooling. These have induced the propagation of the crack towards the
particles, as well as its propagation via the particle/matrix interface and its
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possible debonding. The void space around the inclusions, and the relatively
weak bonding between the phases allows the deformation of the particles
during fracture and the bridging of the crack by the ductile inclusions.

The tungsten-reinforced alumina-matrix composites have exhibited a mild
increase in the impact strength for low W contents, possibly due to the
deflection of the propagating crack and its further branching throughout the
alumina matrix. The high elastic modulus of tungsten does not facilitate the
attraction of the crack by the particles, while its low CTE results in a com-
posite with a strong mechanical bonding, i.e. the matrix must have gripped
the particles upon cooling given the higher expansion coefficient of alumina,
and therefore, its larger contraction after sintering.

The W-Cu-reinforced alumina-matrix composites have demonstrated a more
complex impact behavior than those of the Cu-Al,O3 and W-Al,O3 com-
posites. The augmented toughness response is related to crack bridging,
and the activation of the microcracking mechanism, in view of the major
differences in expansion coefficients among the three constituent materials,
in combination to the crack-tip blunting mechanism given the presence of
residual pores in the samples. Further, the presence of copper particles close
to the outer surface of the specimens (unlike the Cu-alumina samples with
a copper-free surface) has highlighted the demand for additional energy in
order to initiate the crack, and not only propagate through the matrix.

In conclusion, a substantial increase in the impact resistance of the metal-
reinforced alumina-matrix composites has been attained in this study for
relatively low contents of second-phase inclusions in the case of Cu-Al,03
and W-Al, O3 composites, as well as for relatively higher contents in the case
of W-Cu-Al,03 composites. Although a direct comparison of the theoretical
estimates with the experimental observations was not feasible, it can be
concluded that, in spite of the toughening mechanism, the dispersion of the
metallic particles in the brittle alumina matrix has indeed formed a longer
and more tortuous path for the advancing crack and has elongated, thus,
its course through the matrix material. The homogeneous distribution of
particles has maximized the possibility of the crack to interact with a fraction
of them, and dissipate energy either to fracture them, or to by-pass them and
form alternative diverged routes (Krstic, 1983; Basista and Wglewski, 2006).

Toughness is an intricate mechanical property and this relates to the cumu-
lative effect of various aspects. Besides its dependence upon the material
characteristics, and not so straightforward porosity-correction of the values
as it is for the elastic modulus and the hardness, the results are also affected
by the measurement technique. For instance the measurement in this study
was performed on unnotched cylindrical specimens which has perplexed, to



6.6. Summary 155

some degree, the evaluation of energy consumption arising from: (a) the
initiation of the crack (from the surface of specimen), and (b) the propagation
of the crack (through the bulk of specimen) (Pelleg, 2014). Further, the energy
consumption for the propagation of the crack across the matrix may be asso-
ciated to the required energy to: fracture the ceramic matrix, move towards
the particles and deform them, fend off the particles and form alternative
diverged routes (Sbaizero, Pezzotti, and Nishida, 1998; Raj and Thompson,
1994).

Any imperfections (surface or internal) that are present in a material can act
as stress raisers and be accountable for the origin of the failure. In this work,
special care was taken during the manufacturing of the specimens in order
to avoid the formation of cracks - a common disadvantage of metal/ceramic
composites- by adjusting a stepwise drying process and proper heating and
cooling rates that assisted the stress relief of the compacts.






157

7 Conclusions and Future
Directions

The present PhD dissertation was a study of the fundamental aspects of
alumina-matrix composites reinforced with metallic inclusions. The scope
of the thesis was to fabricate Cu-Al,03, W-Al,03, and W-Cu-Al, O3 composite
materials, characterize them in terms of macro- and micro-structure, deter-
mine their mechanical behavior as a response to the variation of the metal
loading, and investigate the interrelationships between structure and prop-
erties. Pure, untreated alumina samples were also prepared to assist a fruitful
comparison with the reinforced samples and evaluate the contribution of the
second-phase metallic inclusions.

The compositions under investigation in this study vary significantly due to
the differences that arise from the properties of the metallic reinforcements
that have been dispersed throughout the Al,03; matrix. These relate to
mechanical properties including: (i) density, (ii) modulus of elasticity, and
(iii) ductility/toughness, and thermal properties of: (i) melting point, and
(ii) expansion coefficient. Yet, it is the metallic bonding of each element
that accounts for these contrasting properties and characteristics: the weak
bonding of copper allows its deformation due to high ductility, but also yields
a low melting point and high expansion coefficient, while the strong bonding
of tungsten renders it hard and stiff, but also results in a high melting point
and low expansion coefficient.

Albeit this diversity of properties between, not only the two metallic inclu-
sions, but also among them and the matrix material, we have demonstrated in
this study that the fabrication method and overall processing route is rather
competent to form composites with augmented mechanical behavior. Should
we give a definition of a composite; it is a material that satisfies the following
conditions: (i) it is manufactured, (ii) it consists of two or more distinct
phases with an interface that separates them, and (iii) it has characteristics
that are not depicted by any of the components in isolation (Chawla, 2013b).
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The fabrication was realized via the slip-casting processing route to achieve
consolidation of a compact body from the initial powder particles. The cap-
illary suction due to the porosity of the PoP molds assisted the formation of
a dense cast, while preparing a well-dispersed stable slip was of paramount
importance in order to synthesize reproducible samples with a homogeneous
structure, high green density and low porosity. Both extremes i.e. flocculated
or over-deflocculated slurry have undesired effects: the former leads to a cast
with high porosity, while the latter renders the slip casting rather difficult.

The pre-sinter heating step of binder burn-out was realized to extract the
additional aids that have been added to the slurry and remove any residual
moisture/water that might have been absorbed from the samples. The or-
ganic burnout is a crucial step; one has to gradually remove the organics and
refrain from damaging the green body, while an incomplete binder removal
might bring about residual carbon in the body and diminish the properties
of the specimen. The sintering step, a rather demanding and complicated
process for mixed ceramic-metallic powders, included densification and pore
shrinkage and resulted in sintered parts that were characterized by repro-
ducibility.

The sintered composites exhibited a sufficiently dense microstructure over
the entire metal loading range and a rather high density (>95%) for low
additions of metallic particles. A uniform structure and a homogeneous dis-
tribution of second-phase inclusions has been achieved, which is attributed
to the processing route that has been followed. The specimens did not exhibit
any cracks formed on the surface after drying, debinding and/or sintering,
indicating a stepwise process and a good adjustment of heating and cooling
rates.

The presence of the metallic inclusions in the matrix hindered the densifica-
tion process and resulted in pure Al,O3 specimens having the highest density.
The parameters that influenced the densification relate to the thermal expan-
sion mismatch and subsequent differences in the contraction of the phases
during cooling, the low wettability of molten copper on alumina, and the
presence of agglomerated tungsten particles.

The composites exhibited notably enhanced fracture properties derived from
the dispersion and even distribution of metal particles in the ceramic matrix.
The energy required to fracture the composite materials under a given impact
load was more than that of alumina, indicating the synthesis of samples
with a better resistance to crack propagation attributed to the activation of
various toughening mechanisms. This was achieved for low metal loading
compositions, for which the other mechanical properties were maintained
at high values. The elastic modulus and Vickers microhardness exhibited
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a reduction upon metal loading, as anticipated upon the addition of a soft
metallic phase, but were not compromised and followed a theory-based trend
after the corresponding correction for residual porosity and metal content
contribution.

A deduction upon the literature survey on metal/alumina composites relates
to the discrepancies in structure and properties among theoretically similar
materials; however any differences in the characteristics of the materials
and/or the processing characteristics might bring about a significant varia-
tion. This confirms the perplexity of the metal/ceramic composites and the
further fascinating Materials Science interdisciplinary field.

7.1 Concluding remarks from the present study

Processing Route

» The slip-casting technique is suitable for the successful preparation of
metal-particle reinforced alumina-matrix composites.

» The porous nature of the PoP mold and the capillary suction mechanism
assist the formation of a dense cast in the green state.

e The debinding and sintering under a reducing atmosphere yield met-
al/ceramic composites free from oxides, that are undesired as they usu-
ally diminish the mechanical response of the sintered compacts.

e The structure of the samples is homogeneous with an even distribu-
tion of metallic particles in the matrix, and the sintered densities of
the composites are reasonably high, rendering thus, the aqueous slip-
casting route an alternative to other dry-pressing techniques.

Mechanical Properties

e The copper-alumina composites exhibit a high toughness increase,
upon the addition of low contents of copper, attributed to the duc-
tility of Cu and its ability to deform plastically during fracture. The
high expansion coefficient of copper results in some void space around
the particles which enables the propagation of the crack through the
particle/matrix interface. Further, the low elastic modulus of copper
facilitates the attraction of the crack by the particles.

 The tungsten-alumina composites maintain a stiff structure and, albeit
their mild increase in impact resistance, are not restricted, in terms
of high-temperature applications, in view of the exceptionally high
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melting point of tungsten. The enhancement in impact strength is
attributed to the deflection and/or the branching of the propagating
crack through the matrix material.

« The tungsten-copper-alumina is a promising composite structure, in
view of the high densities of the green parts and the augmented tough-
ness response of some composite types. The ductility of copper along
with the thermal mismatch of the constituent phases facilitates the
enhancement of toughness via the bridging of the crack and the mi-
crocracking toughening mechanisms.

 The fit of experimental data with theoretical estimations is highlighted
as an important parameter in terms of design, i.e. preparation of mate-
rials with an expected structure and mechanical response.

« The composites prepared in this study have served their purpose, i.e.
they augmented the impact resistance of the matrix upon crack propa-
gation but not at the expense of stiffness and hardness.

7.2 Propositions for further work

While the aims of the present PhD dissertation have been achieved, opportu-
nities for further work regarding metal-alumina composites have arose from
this study. These are discussed in this section.

Composition

An augmented mechanical response has been achieved for metal-alumina
composites with a low metal loading, and therefore, it would be of great
interest to prepare compositions with a further reduced content of metallic
phase, i.e. less than 1 vol.% for copper and less than 0.5 vol.% for tungsten.
This would, presumably, promote a better densification of the compacts, a
lower amount of porosity, and an improved toughness response, with the
green and sintered densities, as well as the overall response of the 1Cu, 3Cu,
05W, and 2W composites advocating strongly for such a hypothesis.

Properties

To widen the applicability of the composites, further investigation can be car-
ried out towards the evaluation of their high-temperature mechanical behav-
ior and response. It would be of interest to study the effect of temperature on
elasticity, which can be determined via the impulse excitation technique, and
can be associated with the thermal expansion coefficients of the constituent
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materials. The core-skin structure of the copper-alumina composites is also a
field of possible exploitation, i.e. a surface that is harder than the core, and a
core that is tougher than the surface, provided the formation of a thick surface
that allows its hardness evaluation. As for the W-Cu-Al,03 composites, given
their impact response and that three-phase composites have not been widely
studied for their potential enhanced impact resistance, a range of properties
may be researched, in addition to the further investigation of their activated
toughening mechanisms.
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Appendices






A ASTM International

E 1259
Standard Test Method for Dynamic Youngs Modulus,
Shear Modulus, and Poissons Ratio for Advanced
Ceramics by Impulse Excitation of Vibration.

This test method addresses the room temperature
determination of dynamic moduli of elasticity of
slender bars, cylindrical rods, and measures the
fundamental resonant frequency of test specimens
of suitable geometry by exciting them mechanically
by a singular elastic strike with an impulse tool.

E 384
Standard Test Method for Microindentation
Hardness of Materials.

This test method covers microindentation tests
made with Vickers indenters under test forces in the
range from 9.8 x 1073 N to 9.8 N (1 to 1000 gf).

Microindentation tests permit hardness testing of
specific phases or constituents and regions or
gradients too small for evaluation by
macroindentation tests. Low test forces also extend
hardness testing to materials too thin or too small
for macroindentation tests.
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B Image Processing

Image]

Image]' has been used for particle counting and analysis of the optical mi-
crographs. Fig. B.1 portrays the major steps of the process: (a) capturing
the image and then transforming it to an 8-bit color image. (b) Converting
the image to binary”. A threshold range”’ is set to distinguish the objects of
interest (in our case metallic particles) from the background. (c) Outlining
and numbering the detected objects. (Burger and Burge, 2016)
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Figure B.1: A schematic of the image processing of the optical micrographs.

1 An imaging system developed, maintained, and distributed by the National Institutes of
Health (Schneider, Rasband, and Eliceiri, 2012).

2Binary images are a special type of intensity image where pixels can only take on one of
two values, black or white.

3Thresholding an image is a special type of quantization that separates the pixel values in
two classes, depending upon a given threshold value that is usually constant.






169

C Impulse Excitation
Technique

IET measurements

A snapshot is provided in this section for the impulse excitation measurement
performed on a 0.5 vol.% W/Al,O3 specimen. Fig. C.1 shows the vibration
signal' (upper left), the frequency spectrum obtained via FFT? (upper right),
the frequency value (lower right), and the elastic properties® (lower left).
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Figure C.1: A screen capture that demonstrates the IET measurement.

mpulse response signal (amplitude as a function of time).
2 A fast Fourier transform (FFT) is an algorithm that samples a signal over a period of time
(or space) and divides it into its frequency components.

3The calculated Young’s modulus value via Eq. 3.8 knowing the mass and dimensions of
the given specimen.
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D Elastic Modulus | Interface

Introduction

This section' reviews the elastic behaviour of metal particle-reinforced alu-
mina ceramics. Experimental data available in the literature are compared
with models that have been developed to predict the elastic modulus of com-
posite materials. The study considers two approaches regarding the predic-
tive models: models that are based on the properties of the constituents only,
and models that acknowledge the existence of a third (inter)phase between
the two phases. It is shown that the existence of an interphase with different
elastic properties is necessary for the correct prediction of the elasticity of
metal particle-reinforced ceramic matrix composites.

The elastic properties of a composite depend mainly on the properties of
its components. In heterogeneous systems they depend also on the size,
shape, aspect ratio and orientation of the phases, and on the nature of the
interface. The degree of adhesion between the phases may play a role, as
it affects the stress transfer through the interfaces. Further, the presence
of one phase may influence the structure and the properties of the other,
at least in areas near the interfaces. In the case of composites, where a
ceramic phase has been produced by firing and sintering in situ, the process
may also influence the properties of the other phases. Thus, a general model
describing the behaviour or a heterogeneous ceramic based composite should
take into account all these aspects.

Two different types of models that predict the elastic behaviour of two-
component ceramic matrix composites are considered in this study. The first
includes the classical “two-phase” models (a matrix reinforced with a filler).
These models neglect interfacial phenomena and their critical aspect is the
correct choice for the values of the properties of the components. For ceramic
matrix composites, these values may be different in the composite from the
ones in material property tables or measured for the neat materials.

1Based on a manuscript to be submitted for publication
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The second type includes the “three-phase” models, where the third phase
is the matrix material around the interface. This phase will have different
properties from that of the bulk of the matrix, as it is influenced by the
presence of the inclusions and the firing process. Here the properties in the
bulk (far form the interface) are considered for each component to be the
same as in the neat material.

The 2-phase models cannot fit the data

We have discussed in section 2.5.2 that, in several cases in the literature, the
2-phase models cannot describe the change of the modulus of the ceramic
upon addition of the (softer) reinforcing phase. Some of the factors that
can cause the discrepancy between the predictions of these models and the
experimental data are summarised here:

1. The overall properties of the matrix in the composite may be different
from the ones of the pure matrix because the reinforcement alters them
by affecting the sintering process.

The change of the overall matrix properties due to the effect of the in-
clusions on the sintering process does not seem plausible in composites
with low fraction of micron-sized particles. It should take place only in
the vicinity of the particles.

2. The sintering process can affect the properties of the metal inclusions.

With the exception of cases, in which the sintering process prevents
the crystallisation of the material in the inclusions, the process cannot
affect much the mechanical properties of the metallic particles. Sup-
pression of the crystallinity of the metal is highly unlikely in these
processes and, even if it takes place, its contribution to decreasing
the modulus of the composites is very small in samples of low volume
fraction of particles.

3. The adhesion between the phases may be inadequate.

Voids may exist between the matrix and the metal inclusion, possibly
due to differences of the thermal expansion coefficients and the degree
of shrinkage during crystallisation. If these are significant their volume
should be deducted from the measured density of the composite.

4. The presence of the particles can alter the properties of the matrix
locally — around the interface, mainly during the sintering process. In
this case there may finally be three phases with distinct properties in
the composite: i) the metal inclusions; (ii) the ceramic matrix in the
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bulk; and (iii) the ceramic matrix close to the interfaces surrounding
the metal particles.

The last case leads us to examine another set of models that take into account
the possible existence of the third phase.

“Three-phase” models

The models discussed in section 2.2.1.2 assume a zero-thickness interfacial
region and sufficient interfacial adhesion between the inclusions and the
matrix. The existence of an interfacial region between the constituents,
however, could affect the mechanical properties of the composite.

Strong adhesion between the ceramic matrix and the metal inclusions justi-
fies the assumptions of affine deformation and full stress transfer between
the phases. The data that fall between the curves of the parallel and the
series models could satisfy this. The elastic properties of composites that
show weak adhesion between the phases or have softer interfacial region of
non-zero thickness cannot be predicted by these models.

The concept of the interphase region that was introduced in the previous
section may account for the data that fall outside the physical bounds of the
2-phase models. The interphase region is part of the matrix, surrounds the
dispersed particles, and is considered to have different physical and mechan-
ical properties from the bulk of the matrix. It is a third, discreet phase in
the composite, with volume fraction V; and modulus of elasticity E;. Thus,
V¢ + Vup + Vi = 1, where the subscript ,,; corresponds to the bulk (away from
the interphase) of the matrix.

The amount of material in the interphase region depends on the interfacial
area and the thickness of this region. The interfacial area is a function of the
volume fraction of the reinforcing particles and their size: for a given volume
fraction the smaller the particles, the higher their numbers and the larger
the total interfacial area. Thus, the contribution of the interphase to the
elastic properties of the composites increases when the size of the reinforcing
particles decreases, especially in the nanometer region.

In the following we present some “3-phase” models, schematically shown in
Fig. D.1, that describe the modulus of elasticity of particle-reinforced com-
posites, where a third phase (inter-phase, consisting of matrix material with
different properties, e.g. porosity or crystallinity) surrounds the reinforcing
particles. These models were developed originally for composites with § > 1
and have been adjusted here to apply for ceramic-matrix composites, where
6 < 1. The models fall into two types.
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matrix

(b)

Figure D.1: 3-phase models: (a) Three concentric spheres showing the particle (rf)
surrounded by the inter-phase (r;) surrounded, in turn, by the matrix, (b) Spherical
particle, surrounded by the interphase, inside a cubic matrix cell; (c) Modified
model of Takayanagi including the inter-phase; the parameters « and p determine
the third constituent, i.e. the interphase region.

The first type of these models assumes a composite consisting of three phases
arranged as either three concentric spheres, Fig. D.1a, or as spherical particles
surrounded by a concentric cell of the interphase region inside a cube of the
matrix, Fig. D.1b. In all cases Vy + V;, + V; = 1. The volume fraction of the
interphase, V; (< 1 — V), is:

(”) —4 & rf:gﬂ1+33 (A1)
rf Vy

The limit for the equivalent radius of the interphase regions is r; < ds/2,
where d; is the average distance between the centers of the particles. Eq. A.1
gives another limit: r; < erf’l/ 3,

Vi=Vy

The elastic modulus of the interphase, E;(r), depends on the diameter of the
particles and varies between the modulus at r = r, and that of the matrix at
r = r;. The modulus E;(rs) should be lower than the modulus of the matrix
but independent of that of the metal. The form of E;(r) should reflect the
physics that is responsible for the reduction of the matrix modulus in the
interfacial region.

The several models of this type differ in the form of E;(r) for r¢ <r <r;. The
ones proposed by (Spathis, Sideridis, and Theocaris, 1981; Sideridis, 1986;
Sideridis, Theocaris, and Papanicolaou, 1986) assume linear, hyperbolic, log-
arithmic, and parabolic functions and are shown in Fig. D.2a for indicative
values of E;(7¢), Em, s and r;. The model of (Saeed and Akbar, 2007), adjusted
for ceramic-matrix composites, results in the following form for E;(r):

r—r

n/2
f) (Ew — Efi) - (A.2)

Eilr) = Brit <1’i — 1y

Here Eif = E;(ry) and n is a dimensionless interfacial enhancement index,
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Figure D.2: The elasticity modulus in the interfacial region; rr = 5, r; = 8 um; E,,
=400 GPa and Ey; = 200 GPa: (a) for linear, parabolic, logarithmic and hyperbolic
curves; (b) for several values of the exponent # of eq. A.2.

which gives the rate of the decrease (form of the curve) of the modulus in the
interphase region. Its value depends on the properties of the matrix and the
filler, the surface treatment of the particles, and the degree of dispersion in
the composite. Ey;, n and r; depend on the type of the ceramic and its struc-
ture around the interface. Thus, the parameters should eventually depend on
the sintering process used for the manufacturing of the composite. Curves of
E;(r) for several values of the exponent n are shown in Fig. D.2b.

The elastic modulus of the composite material for these models can be deter-
mined by adding the contributions of each phase using modified parallel or
series models:

Ec:Efok+Em(1_Vf_‘/i)+Ei‘/i/ (A.3)
1V 1-Vi=Vi v\ 7!
E. = <kEf gt E) : (A.4)

where E; is the average of E;(r) in the interphase: E; = fr;’ Ei(r)dr /(ri—r¢).
The correction parameter, k < 1, describes the degree of adhesion between
matrix and particles and depends on the particle diameter. k should have
a value close to 1. Given the shape of the inclusions in a ceramic matrix
composite, the series model seems more appropriate.

The second type of 3-phase models (Ling et al., 2002) is based on the
Takayanagi model. It includes the parameters A and ¢ to describe the spatial
distribution of the dispersed phase and it incorporates also the parameters «
and B to describe the interphase (Fig. D.1c):

E —A -
< =11-B+ P + ? ,
En l—a+a(c—1)/Inc 1—a+(a—A)(c+1)/2+A
(A.5)
where ¢ = Ey;/E;,. The value of E; in this model varies linearly between a low
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value at the surface of the particle, and E,, at the other end of this region. The
value of ¢ has to be estimated from the details of the process that produced
the ceramic.

A simplification of the model for spherical inclusions has ¢ = A = | /V;, and
a=p=1/(1+1/r7)°V}.

Fitting of experimental data

The three-phase models described here were originally developed for
nanocomposites, where the reinforcement phase was used to enhance the
stiffness of the matrix and E; >> E,,. However, the idea that the interphase
region may have different properties from those of the matrix can also be
applicable in ceramic matrix composites, where Ef < E,. The equations
given in the previous section have been adjusted from the original papers
to conform with this difference.

The fitting of the experimental data with the models depends on the choice
of the values of their parameters: Ey;, V;, k, r;, n, c and/or 7. The variables Ey,
Ewm, Vy and ry are properties of the components. The data of the Ni/alumina
composites (Tuan and Chen, 2002) were chosen for the comparison because
their particle size and porosity have been reported, and are used here to
correct the properties of the matrix. Fig. D.3 shows that successful fitting
of the data is possible for many combinations of its parameters.

In general, the lower the average value of the modulus at the interface, E;,
the lower the amount of matrix material (V;) that needs to be situated in this
area. The parameter k, which gives the degree of discontinuity of the stress
around the metal/ceramic interface in the first type of models corresponds
to voids at the interface, possibly resulting from the greater shrinkage of
the metallic inclusion than the ceramic matrix. This effect is small and k
should not have values lower than 0.8-0.9. For these values of k, the parallel
formulation, eq. A.3 (Fig. D.3a) would require an unrealistically high amount
of interphase material or a very low value of its modulus to fit the data. The
series formulation, eq. A.5 (Fig. D.3b,c), on the other hand, seems to better
describe the data, allowing lower values to be assigned for V; and reasonable
values of k and Ey;. Then, it is sufficient to set, e.g., V; = 5V (or r; = 1.82r¢
according to eq. A.1), E; =300 GPa and k = 0.8 to describe the data adequately
(Fig. D.3c). Table D.1 shows the values of the parameters of the several
models to obtain this average value for E;(r) between ¢ and ;. Obviously,
the best model of the first type that can fit this set of experimental data using
reasonable values of its parameters is given by eq. A.2 in combination with
eq. A4.
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Table D.1: Best values of the parameters of the “3-phase” models which are
needed to obtain the fitting curve in Fig. D.3c (E; = 300 GPa) and Fig. D.3d.

Parameters
model formof Ei(r) Ef/En n T/t¢
Eq. A.4 parabolic 0.1 - -
Eq. A.4 hyperbolic 0.32 - -
Eq. A.4 logarithmic 0.44 - -
Eq. A4 linear 0.52 - -
Eq. A4 eq.A.2 0.17 1 -
Eq. A4 eq.A.2 0.52 2 -
Eq. A4 eq.A.2 0.68 4 -
Eq. A4 eq. A2 0.72 6 -
Eq. A5 0.1 - 0.6
Eq. A5 0.3 - 038
Eq. A.5 0.6 - 1.2

177
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Figure D.3: Fits of elasticity modulus data for the Ni/alumina composites with: (a)
eq. A.3 (k=0.5), (b) eq. A.4 (k=0.5), (c) eq. A.4 (k=0.8), (d) eq. A.5.

The fitting using the other type of models is shown in Fig. D.3d. Again,
various combinations of ¢ and 7 can fit the data. It seems that low values
of ¢ or high values of T are needed for the Ni/alumina composites. E.g. for c
=0.3, i.e., Ef; = 0.3Ey, the value of 7 should be 0.8 times that of the particle
size to fit the data. This means that V; ~ 5V. As V; = 13% in this case, then
the volume fraction of the inter-phase exceeds 60% of the total.

For the Mo/alumina composites, where the data are not very far off the iROM,
eq. A.5 can fit the data with V; = 1.2V, ¢ = 0.5 and 7/rf = 0.3 (Fig. D.4a). In
that case Eq. A.4 also describes the data assuming a mean value of E; = 350
GPa and V; = 0.25V, Fig. D.4b. Eq. A.5 also fits the data of the Ag/alumina
composite with ¢ = 0.5 and V; = 2.4V}, obviously better than the original
Takayanagi (“2-phase”) formulation (Fig. D.4c).

In summary, a variety of combinations can result in a satisfactory fitting of
the available data by the “3-phase” models (Fig. D.3 and D.4). It is important,
however, to assign such values to the variables that reflect the adhesion
efficiency of the composite structure.

The remaining question relates to how low E; or Ef; can be. The modulus of
the ceramic depends the structure that is formed during the sintering process.
Thus, the answer to this question should be sought in the examination of
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Figure D.4: Fit of the Mo/alumina composite data with: (a) eq. A.5, (b) eq. A.4
(k=0.8). (c) Ag/alumina and eq. A.5.

280

the physics of this process. I.e., of how the presence of the metal inclusions
affects the diffusion of the ceramic material in their vicinity. This will affect
the changes in grain size in the ceramic and the local porosity. If confined
areas are formed, the local crystallinity may also be affected. A high volume
fraction of matrix porosity concentrated in the interfacial region and/or small
matrix grain sizes that favor the contribution of grain boundaries in the same
area could contribute to the low values of E;.

For example to fit the elastic modulus of the composite of 10.8 vol% Ni in
alumina matrix with the series model of eq. A.4 (Fig. D.3b); E; = 0.75E,, =
300 GPa, and V; = V;/2 = 5.4%. That is, around each metal particle there

is a region of matrix with v/3r; thickness and an average modulus of 75% of
that of the bulk matrix. The lower value of the modulus there could be due to
higher porosity locally. Since the total porosity of the matrix was measured
to be 2.1%, the porosity of the interphase region should be 13.6% to justify
the value of the modulus there and the rest of the matrix (V,, = 0.838) should
have 1.6% porosity to justify the global measured value of 2.1%. Similarly,
for a total porosity of 1% and V¢ = 6.7%, the porosity of the interphase region
should be again 13.6% to justify the value of the modulus there (E; = 300 GPa)
and the rest of the matrix (V},, = 0.8995) should only have 0.6% porosity.
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Conclusions

The dispersion of ductile metallic inclusions in the brittle alumina matrix
results in enhanced fracture toughness values, yet diminishes those of elas-
ticity. According to published experimental data the elastic moduli values
of some metal/alumina are sometimes even lower than the predictions of
simple mixing rules. Based on this observation the concept of a third phase
is introduced. An interfacial region with non zero thickness that surrounds
the dispersed particles in the matrix could affect the mechanical behavior
of the composite structure. The existence of a third phase between the two
constituent materials could result in stresses that are transferred irregularly.
This assumption can relate to the poor bonding between the alumina matrix
and the metallic particles reported in several studies. The fitting of the
“three-phase” models highly depends on the choice of the variables included
in the equations and these should reflect the adhesion quality of the com-
posite. Assigning realistic and physically meaningful values to all model
parameters is critical.

Other characteristics such as the matrix porosity and grain size are found to
slightly reduce the elastic modulus of the matrix, and thus lower the total
modulus values. The effect of additional parameters including the size and
shape of particles and their possible melting during the sintering process, the
effect of the processing route/conditions such as temperature, is still under
investigation.

In metal/ceramic composites, where the components differ significantly in
terms of physical and mechanical properties, the accurate prediction of
Young’s modulus requires complicated models. Future work should involve
the verification of the “third-phase” assumption with better characterised
experimental data and the establishment of its origin and its properties in
the ceramic sintering process.
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