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Gluall 4 (Mullite —Zirconia)wisS)i—cubia Sy ZrO; g ciliaddl pe cliall
i) AaiY) 2 el Aol sy 4348 S5l 135 Lo 3l g Adliadll
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Temperature (°C)

Cre ZrOy xSl Adlide clipall 3pa) da s AV sul)  Jshall aaaill Jisia 1(6.2 .1V) JS&

05°C/min 4l (A 4oy Caad
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UsSyl S5 cadlialy clipell Spalipal) aplill s Aasdl) alsdall (1.2 TV) dsasd)

Description Tm (°C) d ) ghall &Y gl

i (P paliill ) Al sg7 | ALO;28I0, 2H,042AL,05+XZ10, — >

skl o) Sl Jualss ALO3.2Si0,+2H,0 (2)+ 2A1,05+XZr0,
1A GA yalaill 3_:\_,1"_’,}\ (| Al,03.2810; H2A1L,03+XZrO; ——> 1/2 (2A1,0s.
= 980

olshall l) ) Jualis

Si0;)(spinel) + 3/2 SiOy(amorphous) + 2A1,03+XZrO;

okl anaill i) Jalis + 2ALO5+XZ10,

1/2(2A1,05.S10;)(spinel) + 3/2SiO,(amorphous) +

Saie 4 aldill Ayl dadl)

1/3(3A120328102)+ 4/3 SIOZ + 2A1203+XZI‘02 —_—
1450 1/3(3A120328102)+ 2A1203 + YZI’SIO4+(4/3-Y)SIOQ +

e b il Aalal) ) 1/3(3A1,03.2810,)+ 241,05 + YZSiOyH(4/3-Y)Si0; +
gl ) dms | (X-Y)Zr0, 5 3AL0;2Si0, + XZtO,

L) dad¥) aga Slea Aaddg dldas 4u) 3.2.2.1V

aahdd) Sl @l Glgall £ )V i (9.2 IV) 5 (8.2 IV) OIS~y
b Lo daadle o3 ol el 3241 1300 °C 5 1250 °C xie dalledll
Lsha dllia G Ladl LS GEal daball Gl a4 JV) culiall lagha gl 4l
Jay ol 5V o e Jay e 00 - ALO; (el lasha 4y i) asen 8 las daal;
O O Lee Ball Sl Laglad joeks ane (550 LS gslll il JSE) IShll ae Jelii
dia o ZrO; e dibise 3805 e dyginadl cliall & Load (o505 cAgysly Alla 3 shall 138
3gas e & el galals KA el ZrO, skl dals a5 53aY) 038 Jashi (e A sens
s 48lS ye SAl ALl 3yhall dan o) Cpn Aaoall o 8 ZrSiOy o583 sk hagha
IV)) i)l & mase s LS 1400 °C pyhall daps 3 W Si0; ae deliill & ZrO,
t bl 6 ((10.2

Loyl 1aa3U WS ZrOy e AL 3050 il clial) 3 oY) caliall Jaglad 55 30L5
AstOU) A e Ball Ikl sl ) Lalad anii s Slisl) mes (8 5a0s Slian sela
iy o - ALO;3 Jasha sad G Layl Jaadl LS ccullysinnSIl Hlal) 1a ceays sl Al )
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L) Si0; ae Jeld 8 Jay &l 5V e & o Jay lae s ol lgde Bl o) 990 & WS
Ll ooy gl clias ol Ay Liayl Lead Laadlid Z1O; e e 385 Lo Al clill 8
ZrSiOy jsh JSil 4y

@x (((11.2 IV))) &) 8 mimge 58 LS 1500 °C xie sadall @il dailly L
G olat SISyl g KU ghad e lialy Ly clial) IS8 culiall Jaghad 50 305 1 L
ACia 810, ae delé A J22 0-ALOs sl o) (pn e 0-ALO; Cpagly) Jagha 30k
Loaf Ll LS cculiall Jaghad 3 8 30l Adaadle 3 Lo 13y (oilil) bl sag JAT Jysla
5)sS3all dajall 228 b dlsdny Y skl 1 O ey lee ZrSi0y sk bshal H)l seh
il

Y 2a5 ¥ HBOOZ dasll L 1aadié 1600 °C 3yhall dapn 8 32l ligal] daally W)
1500 °C syhall days G353 o)) Cmw lae 0-ALO; 5 Si0; (e IS S o liidly cyliall ciliay
A SSall Jg L ¢ dohall (ghadl aadill (ulie Slea ddaulsy 5L 25 La Jaag WIS Jelall g
05 SI0) (e oo J< A6 le Layl (g 51l dabaal) cliall Al Wl ol dlee
Jeld ¢aasy 1600 °C 5 1500 °C sylyall daya o) Ao Ju bae ZrSiOy yshall Xy Al,O4
O g O0sS (pe ASSE) Kbl Jelin 5 LS edglal) ailSye I ZrSi0, iy ciliall o
Sl e Aygiaad)l @l 8 oaas 5al) g i) el culid) JSal dgad) ALO;
=L apshy Zr0; 2 L)@ Gliell IS i)y — culie Sye Lal 43 ZrO;y (se Adlisg
Jall galals
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\glia 5 A yacil it S sl sl U Juadll
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\glia 5 A yacil it S sl sl U Juadll

5000
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8000 -

| m:mullite zm 1600 °C
7000 - Zt: Tetragonal Zirconia ||| ¢ Zm
Zm:Monoclinic Zirconia iy | |
1 e |'| - m
6000 {HB30Z zm M ]| o
,_..__._,__m_,,__,_ﬁ,_w" [ ‘*‘,.._/ \ _,_fl L’“ L < /\.,a'm 'W.,_,w WA
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54000 | HB20Z ka LJLJJM LJ!L w k~-..JN\._..$
3000 -
JHB10Z :
2000 j'.
1000 -
{ HBOOZ
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53a1 1600 °C 5l daya die salal) il dpind) 2ad1 2 el e 1(12.2 .1V) S84
Ol

Culial) auli 32,1V

Lo liliae Cusasgs — Culislla 5 Cusaanss —Culysllel) Bsmne (pe L dglucia iliaS L2
Glie @l ey 2 a0l (P=T75 MPa ojlaia Jara o iS5 06036531 1Sl (e Agi)s s
38T 5 Sadl) Ay yatl) ¢ UadY) Ciaily dyliie J€ il QR=13mm ki Jlshau) J<5 e
1650 °C 5 1450 °C om 8yseane clayy (8 Gliadl sl B Cun ddyyat S Glie DG
dgylail) dpenall ASIL Leijliey caliall dpenal) AWK Clusy L 5 ogiele o)8 auli (el
ie) 235 (2.2 IV) ady Jgaal) b dadle gaalisall dyylaill dpenall ANy cplil) Ao 4yl
Slaie) 3 2501683l 2y dualy Wl ((p=3,16 gem™) il e culiall 4,01 Lyeaal) ALY
P =15,948 gem™ L) LasY) 5 (e DU Ay gunall Lpenal) A1)
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Gealall A lail) Gyaasl) 2B Gy 2( 2.2 .1V) JS&D ) Jsaal

Akl Apenall ALY Gy % ZrO, | Uys % ALO; | s % culysdlaliva | digall
(g/cm’)
03,16 00 47,89 52,11 HB00Z
03,31 10 43,10 46,9 HB10Z
03,39 15 40,71 44,29 HB15Z
03,48 20 38,31 41,69 HB20Z
03,57 25 35,92 39,08 HB25Z
03,67 30 33,53 36,46 HB30Z

Gl (g aatil) 1.3.2 .1V
alil) e 5al) dajs il dupe . 1.1.3.2.1V

o) Culh anli (il (1450 °C syhaldl daja e )5S0 Baaluall anhill illeay Lidd
) Gsnmsad) S Joaiy Jeldill eledy ALl ayhall daps (oa ol 51 o3 iiah ol e L
Iy Al (1550 °C syhall da )y o 4K Jelal) baie gty Al syall dayn oY cculud) sale
solal Au il doaaal) AN Gl daeaa A ) Jeas) JaY kil dlany e culid)
Adle anl s ) Jgeasll e cculiall

O Jela) (il HBOOZ dill dpanal) ZESH o (55 ¢(13.2.1V) JSal Lilaadla ixd
Lpeaall A & ailn dlln gl (1500 °C shall dap dgle ) 1450 °C s)all day
1500 °C s)lall dayn @52 phall dap gl Leaall ALK 25 & 0,04 glem sy
1305 3,012 g/om’ & L el 334 1650 °C all daps vie dueas 3 ol ) Joal
2Ly dia of 612,941 glem® a5 gl il 1500 °C xie Lele Joaniall dagilly g
O Adaatioal) A8UalL )68 e 1Y) Aliia Aaits a5 0,071 g/em 3 laiay dsanal) A1)
shall cilayy Cilisd HB00Z diall anhill cillee 30 5618 aulaiasiy ¢ (1650 °C-1500 °C)
Y JEd) Jaw e oy aball cilags g L Al sl s o g s ¢(3.2.1V) Jsaall)
Jlaal @llyg 2231 % Wy iclus s3a 1650 °C 5 1500 °C (e aulill a3 3045 juasl)
150 °C )l

shall cla )y Caliid HBOOZ Aisall aphill Coust any 1(3.2.TV) JS Jsaal)

1650 1600 | 1575 1550 | 1525] 1500 | 1450 |  oC 5)all sy

95,316 | 95,031 | 94,804 | 94,325 | 93,924 | 93,085 | 94,335 % bl G
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DL il A b il i (5% (1500 °C 5 1450 °C sl das o Ll
1,25 %

bl ()5S (g ¢l cuiall J5 Ay () Ll e Gaanal) AESY lais )
EDE Ll (68 LS all a2 Jelis Ji 43) s s cCua sl e Jsaidl ALO; 5 Si0, 3yl
Lpenal) Y (o ST dpaaall S (0S5 i) 138 (ALO3 5 Si0p 5 (V) Cudiall arg skl
Lle hall A 3ol Gty ) ALY ool culiall JS 4 Tay 3 alall
& DS WS (S 8 eanedl G 0sS) Glldy Le legs Al ladad cualll oda I Uylas 13)
A Wl V) aUal 5005 e ae s 93,085 % () aulill A Juai Eua (1500 °C syhall da
Cline s (€5 Al Lo Tan oa i) 2l o ey Lee das Adle alh s ) o
S35 x5 sV S gl G Goanaal) Slaa G (o slinal Dygaiall 038 Cunny caulil) dulaa]
Alall oda 5l Lgy &3 0 A oY cailsal) il Jysh JlEmly dcaidie dSyaa 358 )
Al Ala) b anlil) 41 s

Bhall days by LS 4 555 Cun sy lele Jeantiall bl ol Jodl aadiins o1
0o Ly oy in Bl G smnall 2l A 350l ol g Yl ) cantil Ao i) LS
L) i ¥ 5589 oday cantil) Ala e Aulgd b Al el JSE Gy 13 5))all Ao
cball Jals culs 13 dala

Glapal 2l s e Isheand aedl an [19]0pAT ol mily 4) lag L L) 1Y)
80,06 % : S Glels 3 558 (s 1600 °Cs 1550 °Cs 1500 °C cddbiae 5yl
Aol 2 0)a8 ads Blyad) cilage it ie anli s e lleantd o Wi 85,75 % 5 85,12 %
A e Jghaas 2@ [20] 4iyis chenll ¢ 95,03 %5 94,32 %« 93,08 % : JullS L
LS (1600 °C shall dapn 2ie 93 % ylin b Loty ol 2,9 gem™ 1o i dpeaa
o)l 1600 °C )hall a0 xie sade Cilied 94 % anlil) Loy e [21] 4385 ¢ giaw Jaans
sylall Aoy die 91 % caaly ankil) s of ([22] 4isjds Rezal aas X ccilelu 4 5508 anli
1650 °C shall a2 xie 93,7% auli dans e [23] 4 5 Jaba Lol Jeans LS <1700°C
LS clisasV) L) llae WISI (o WUl jumadd) culiall aanuli oL 13ag ccilele 8 5l
shall dxy0 aie 92 % i aub G e Jsasll e [24] Ferhaf kare Laf (S
gyl yumadl Cudiall sauli o U 1385 <1600 °C syhall dayy die 95 % aaii &l5 1300°C
seaail ddee G 058 o b 13y daa Tulay e Was Lo 1Y) sl 480 ddladl
canhil) Tlee dauinil las Allad cilS
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Temperature (°C)
oie b anlh ()l HBOOZ dwall 3))ad) Ay 0 AV 0 Ailial) deaasl) 31K) :(13.2.|V) Jséd)

Gyl 4l 2.3.2 .1V

Gilayd die gl Coay Al dphall dsall CUlELalS saelus Mge 0l Adee b Jaxins
Cuny canlill ePU BN (e (canddil) JaY 1aas LB Cuiy LYl 6Ky chadiyall )l
Bhall dad e JB Laulad) 5ol s Lot A SlekY) glisd ) Leilsd Bha das 0sSS
2l dead Tan Aladiall paliall gan) JiLl jshall yiiays Al AlaD) 3 bl e Ll
”M&¢QM@Mﬂy&%w@pﬁy%@gﬁﬁkp@mga%ﬂx@w@
A i) A praad A Lpailiad & o g Cstya e 5ol enald 58 i)
iden i puaic 4813 an 8 58 leilisd Hha dagd ) Jseasl) (90 L saaa )kl J<i Gl
oaids ) olal) aey 8 gag dload) salaly oY) salad) G dalid) (oA LV caulil
2ulSY) (e desane @lin &) canlill Gads BHha Ay pmaias by bl LU L) ddl

s 3 2l liglas 8 Ulawtid oads el e selid
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Luaaal) A< o gl daps Lalidugs 1.2.3.2.1V

Zr0; e Ailide 3805 Ll llae Gy = il Gomase (00 Gl jpanty Lidd
1650 °C 4le ) 1450 °C (5o dilide sy cilayy b Lginllae casiy <15 30 % 10 e
(2 5 3.2.0V) &) Galsaall b disad) il e lliaats delu 2 oy3 Cylh sl (o))

Gaalusall lall dyanall A€y 2(1-3.2.1V) Jsaall

HB30Z | HB25Z | HB20Z | HB15Z | HB10Z | HB00Z < duaaal) AEQY

3,297 3,278 | 3,258 | 3,187 | 3,075| 2,891 1450°C
3,294 | 3,243 | 3,212 3,147| 3,056 | 2,941 1500°C
3,497 3,404 | 3,287| 3,150 | 3,101| 2,968 1525°C
3,549 3,447 3,351 | 3,240 3,174 2,980 1550°C
3,538 | 3,457 3,369 | 3,285 | 3,222| 2,995 1575°C
3,521 3,449 | 3,365| 3,283 | 3,223| 3,003 1600°C
3,433 3,382 | 3,321 3,262 | 3,216| 3,012 1650°C

Dbl days AN S0 Al Gaalooall 3l G oy 2( -3.2.TV) Jsasl

HB30Z | HB25Z | HB20Z | HB15Z | HB10Z | HB00Z o i

89,836 | 91,833 | 93,629 | 94,027 | 92,769 | 94,335 1450°C
89,774 | 90,850 | 92,327 | 92,842 | 92,195 | 93,085 1500°C
95,297 | 95,350 | 94,465 | 92,943 | 93,562 | 93,924 1525°C
96,719 | 96,571 | 96,316 | 95,587 | 95,752 | 94,325 1550°C
96,403 | 96,845 | 96,831 | 96,914 | 97,194 | 94,804 1575°C
95,940 | 96,616 | 96,695 | 96,855 | 97,242 | 95,031 1600°C
93,542 | 94,747 | 95,431 | 96,235 | 97,036 | 95,316 1650°C

dilad) ZrO, 5€15 cabisdd syl dapn AN bl Loy dpeaall ABSH i Gaw

Cptaladd) ISRl il We B e ((15.2.1V) 5 (14.2.1V)) cplSAlL miage s LS el
Pk Ly

1500 °C 3le ) 1450 5e (s all Jlaal) b cilisall penl (ablisi Lanall ALY )

2,891 g/em®) S 1450 °C xie salally dlad) cilipall dpanal) AW o8 et Jaas ua

s (13,297 g/cm% 3,278 g/cm33 3,258 g/cm3; 3,187 g/cm3; 3,075 g/cm 3y
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91,833 %5 93,629 %5 94,027 %5 92,769 % s 94,335 %) At abill s Gils
wlisSe Y ZrSiOy skl ¢l ) Llul aaly dpeaall 250 3 olaiil) &) (89,836 %
AsSiial) pyad) Sl Jelis 1S5 ZrO, S5 o gsind i) alidl 8 Si0; 5 ZrO, bl
AN & ol ) o Wy Al cleli J0 aie zh lee o i) apiall oSl s
A ) Ll pay Gl A leaiid Clila) Lo g Y S Al Bl Ll cdaenal)
Ji 4l 2 Cua ccnaasll (e oSl AL O3 S10; G 05 Al ceslil) bl JSS
Cliad) A5 ALOs s SiOzs5 oY) Cubidl claa 5 skl DB Wl & LSl o3a Jelis
LisS)3lly 0sS3) Laay cdilud) Hlska¥) I AdLaYL Goal) sk e aag Zr0; | Gl
A e LS) i)y Jelil) g8 Laglall dpeaall AN 5585 ol o(goaYy celll) legysh
G 30l () ALY (el culidl gk, dkally Jeldl) a3 Llall dueaal)
Al oda b cle]al)

el Apaaall AEQY 8 50l 1D <1650 °C Y 1500 °C e )l dlaall 8 L]
ay ZrOs e 10% S5l cld 4ual1 97,242% ) Joad ali dsd Cpuaad Javat ol ecilival
IS0y 81 AaBaall il geny A3l aulil) doil Aad €1 a5 <1600 °C sl 4y xie
ALY A il Gall das Gl plad) A Balys dpanad) TSN (Bl o5 canlil) 35ha Silayo
s B glas 385 Al 0,007 gem” il 53 1650 °C shall 4oy die duaaal)
Sball Ay 8 @il A)lie Caaaa laiil) 138 GV <0,206% :layss skl

&8 3Ly Laadlis ZrOy e 30% 5 25% 5 20% 5 15% 3:Shall cly clipall dplly L
JSU i el Jaws ol «1575°C syhall dayn dgle N 1500°C 3yhall dayn (e danall ZES)
3,457 g/em * 5 3,369 g/em ® 53,285 g/em®) : JEK il Cues 26l Cligall dpenal
96,845 %5 96,831 %5 96,914 %) :Adull sl s Gls s (3,538 g/em s
& ol Ariiyall 3l Gilays die ALl Gligel) gaad dpeaal) A (a8l 25 (96,403 Y%
1650 °C 4yle N 1600 °C e s ihall Jlaall

Aa)y die 3akally ZrO; (1 10% 38 Al ld Aall oo Glial) aead anli dans sl ¢
1600 °C 3))all

Ale aub dps e Jsemall 5F Gsmasd) 8IS Llee 3 € 550 4) Z1O, dil)
& bty (of) Aaall ddeall ) 5255 5yaY) o3ed Ada iall 52l o VI hadas B)la ilajy g
Laglal g o) 511 ] dila) cilS LS 48] (650 13g] dmipall Byl cilayy A duali (aubill A
Saa @Kl ddee i8S 3 ya
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1a dasiys cAgenal) ABSH (mlads) ) o <1575 °C 358 climll dyhall dalled) &)
@Y shall ) adgady ddlall 5)hall Cilaps die eyl shall 4 (aliash dals e @l
G O (AT Tals (ay clpanall A laali ) (535 Las paal) 85205 asaliay (5315 <l
S Ll oo lee bl el Tajgad) salll 135 ccleball sal) ) Wbl aayy (alaas)
il Do el (gl cApanal) A plaads J) a5 gl Cleli eels

IS Bl @llys cSpall dpanal) A et o Jeny asisO3) sl Al ()
@b e 5l hajie san () eam il Sha Slans e adll B YD ccubiall s gail 48 S
Ageaal) AISH 8 plany ) g0 bee culiall cilinal

an lede Juan AU Fll e ESG ual @il lgle Jeastadl gl ()
(4.2.1V) Jsaall & dadle as culiall ()3 agidlia) vie ([25]pfa il
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Leridilia g Ay yanill il

S sl sl U Juadll

Ofinly Cipha e Bl ae Winy 8 jaiall il daaal)l JSU G 43560 1(4.2.1V) Jsaal)

Al

7102 585 | e simiadl ciliell dueaall AESH | siaial cilill dpeasll ALY day
dgys s | [25] (g/em’) ol odialy il (g/em’)iny 3| yhal
2,195 2,891 1450°C
2,456 2,941 1500°C
00 % 2,619 2,980 1550°C
2, 836 3,003 1600°C
2, 684 3,075 1450°C
2,967 3,056 1500°C
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s (s ¢(11.41) Boswell 5 (I1.40) Ozawa ; (I1.33) Kissinger ¢ JS <i¥alaa Gl
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1,25 1,51 1,62 1,74 o Jalaa
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ARTICLE INFO ABSTRACT

Keywords: In this study, Algerian halloysite, a naturally occurring clay mineral, was used as low-cost precursor for the
Clay minerals production of mullite-zirconia composites. The halloysite was reaction sintered with boehmite and zirconia in
Halloysite the temperature range 1250-1650 °C for 2 h. Differential thermal analysis (DTA), thermogravimetry (TG),
g(i)t::tl)lsmitiete dilatometry, high temperature X-ray diffraction (XRD), and scanning electron microscopy (SEM) complementary

techniques were used to characterize the prepared materials. The influence of ZrO, content on the
microstructure, densification, hardness, and coefficient of linear thermal expansion of the composites was
investigated. Algerian halloysite was found suitable material for the synthesis of low-cost mullite based
composites. All prepared samples exhibited same phase transformations that ended at 1550 °C with the
formation of monolithic mullite in halloysite-boehmite mixture and mullite-zirconia composites in halloysite-
boehmite-zirconia mixture. The composite materials showed higher values of hardness and coefficient of linear
thermal expansion compared with monolithic mullite. The composite containing 10% ZrO, possessed the highest
hardness value of 13.5 GPa. The composite containing 30% ZrO, possessed the lowest value of linear coefficient

Reaction sintering
Mullite-zirconia composites

of thermal expansion of 7.5725 x 10~ ® K~ ! between 200 and 1500 °C.

1. Introduction

The occurrence of mullite in nature is so rare because it is the result
of reaction between alumino-silicate minerals at high temperatures
(Manfredini and Manuskova, 2012). Fortunately, low-cost mullite and
mullite based advanced ceramics can be easily produced by simple heat
treatment of clay minerals such as kaolinite (Sahnoune et al., 2008a,b)
and halloysite (Harabi et al., 2014). Mullite is an attractive advanced
ceramic material for structural and functional applications because of
its excellent thermal, optical, and mechanical properties as well as
stability under severe environments (Heraiz et al., 2013). However, the
low fracture toughness of mullite limited its wide use in many
applications (Rezaie et al., 1999). As a result, a second phase such as
zirconia is usually added to mullite to produce composites that have
improved properties (Sahnoune et al., 2011). Over the past years,
researchers used various starting raw materials and different processing
methods to synthesize mullite-zirconia composites (Schneider et al.,
1994; Park et al., 2005; Belhouchet et al., 2007, 2009). Because of its
low cost, reaction sintering remained the most attractive method for the
preparation of mullite containing ceramic matrix composites. In this
process, chemical reaction between the starting minerals and/or raw
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materials as well as densification have been attained in a one-step
simple heat treatment (Yangyun and Brook, 1985). This inexpensive
method was used to prepare mullite based ceramics (Alves et al., 2016,
2017) as well as mullite-alumina (Heraiz et al., 2013), zirconia-mullite
(Chandra et al., 2015), and alumina-mullite (Medeiros et al., 2016)
composites.

Alves et al. (2016) synthesized mullite based ceramics by reactive
sintering of kaolin clay and kaolin waste mixtures. They reported the
formation of mullite and glass phases in kaolin waste processed
ceramics sintered at 1550 °C. In another study, Alves et al. (2017)
followed a low-cost preparation method to synthesize mullite-based
ceramics by reaction sintering kaolin and 25 wt% mica-rich kaolin
waste. They reported the formation of mullite containing 1.2 wt%
quartz after firing at 1500 °C. Algerian kaolin and boehmite were found
suitable raw materials for the synthesis of Al,O3; containing mullite
through reaction sintering (Heraiz et al., 2013). Chandra et al. (2015)
prepared dense zirconia-mullite composites by reaction sintering zircon
flour and reactive alumina with different proportions of MgO and CaO
additives. They concluded that MgO facilitated the formation of mullite
and zirconia. In another work, alumina-mullite composites were
prepared via reactive sintering of a mixture of kaolinite clay mineral
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and aluminum hydroxide (Medeiros et al., 2016). The authors demon-
strated the possibility of preparing low cost alumina-mullite composites
with technological properties compatible with those of ceramics
produced by companies with large operations in the international
market of refractory products.

Furthermore, many researchers successfully synthesized mullite-
zirconia composites via reaction sintering different starting materials.
These include zircon and alumina mixtures (Torrecillas et al., 1993),
Indian coastal zircon flour and calcined alumina with addition of yttria
(Das et al., 1998), alumina, amorphous silica with the addition of
stabilized zirconia (Lin, 1999), zircon and alumina derived from the
oxidation of Al between 1200 and 1600 °C (Ebadzadeh, 2005), alumina
and zircon powders together with acicular aluminum borate templates
(Oztiirk and Tiir, 2007), alumina and zircon (Rendtorff et al., 2008),
gibbsite, boehmite, and zircon powders (Belhouchet et al., 2009),
zircon-alumina mixture (Ashrafi et al., 2015), and zircon, kaolinite
and alumina mixtures with the addition of 7 wt% of colemanite (Aydin
and Goren, 2016).

Halloysite “is a low-cost, natural material having many interesting
properties that allow for versatile potential uses in a variety of domains
e.g. as filler in polymers, carrier for the loading and controlled release
of guest molecules, adsorbent for pollution remediation, and for the
synthesis of functional materials” (Joussein et al., 2005; Yuan et al.,
2015). Treated Algerian halloysite has been used as Pb(II) adsorbents
(Kadi et al., 2012) and crystal violet adsorbents (Belkassa et al., 2013;
Mahrez et al., 2015) from aqueous phases. In addition, it was found
useful in removing copper(Il) ions from aqueous solutions (Mellouk
et al., 2009) and dyes from wastewaters (Bessaha et al., 2016). Algerian
halloysite was also used to fabricate resistant porous membrane by
solid-state reaction (Harabi et al., 2014). Traditionally, halloysites had
been used as an alternative raw material to kaolinite for the production
of ceramics (Churchman et al., 2016). Algerian kaolinite had been
successfully used to synthesize mullite through reaction sintering it
with high purity alumina (Sahnoune et al., 2008a,b). In addition,
mullite-zirconia composites were produced by reaction sintering Alger-
ian kaolin, a-Al,0Os3, and stabilized zirconia (3Y-TZP) (Sahnoune et al.,
2010); and phase transformations in these composites had been
investigated (Sahnoune et al., 2011). The objective of this work was
to explore the possibility of using Algerian halloysite to synthesize low-
cost millite-zirconia composites. The procedure involves heating pure
gibbsite in air to obtain boehmite (Cesteros et al., 1999; Digne et al.,
2002), and then reaction sintering Algerian halloysite with boehmite
and zirconia to produce millite-zirconia composites. Complementary
techniques were used to characterize and analyze phase transforma-
tions and sintering behavior. Additionally, the influence of ZrO,
content on the microstructure, densification, hardness, and coefficient
of linear thermal expansion of the composites was investigated.

2. Materials and methods
2.1. Starting materials

Algerian holloysite, a natural raw material from Djabal Debagh
(Guelma, East Algeria), aluminum hydroxide (Al(OH)3) obtained from
VWR International S.A.S., and zirconium dioxide (ZrO,) supplied by
Biochem chemopharma, Georgia-USA, were used in this investigation.
The gibbsite (aluminum hydroxide) was heat-treated at 400 °C to obtain
boehmite (a-aluminum oxyhydroxide, a-AIOOH). Gibbsite and boeh-
mite are the most common aluminum hydroxide and oxyhydroxide
minerals in nature (Gitzen, 1970). They play important roles in the
preparation of high purity alumina. In this work, boehmite was used as
a source of alumina.

2.2. Processing of powders

The holloysite, boehmite, and zirconia were mixed to obtain 100/00
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(wt%), 90/10, 80/20, 75/25, and 70/30 mullite/ZrO, composites, and
were named HB00Z, HB10Z and HB20Z, HB25Z, and HB30Z, respec-
tively. Each mixture “was charged into zirconia vials (250 ml in
volume) together with 15 zirconia balls (10 mm in diameter), and
water was added to the mixture at a ratio of 2:1. The ball milling
experiments were performed in a high-energy planetary ball mill
(Fritsch P6) and were carried out at room temperature at a rotation
speed of 250 rev/min. The milled mixture was dried at 150 °C for
24 hours then compacted at a pressure of 75 MPa using a cold uniaxial
press to produce cylindrical specimens of 13 mm diameter” (Sahnoune
etal., 2008a,b, 2011). The compacted samples were reaction sintered in
the temperature range 1250-1650 °C for 2 h.

2.3. Characterization and analysis

TG and DTA experiments were carried out using a LABSYS EVO
DTA/DSC-TG SETARAM equipment. Dilatometry experiments were
performed on unfired mixtures as well as samples sintered at 1600 °C
for 2 h, using NETZSCH (Dil 402 C) equipment. TG/DTA and dilato-
metry experiments were performed from room temperature to 1600 °C
using heating rates of 20 and 5 °C/min, respectively. A high-tempera-
ture diffractometer MRD, PANalytical (ISM), with CuKa radiation of a
wavelength 0.15418 nm was used to characterize the raw powders as
well as sintered samples. The bulk density of samples was measured by
water immersion method using a KERN densimeter. Morphology of the
halloysite powder and the microstructure of sintered samples were
characterized using a JEOL scanning electron microscope (SEM) model
JSM-7001F. A universal hardness-testing machine (Zwick-Roell, ZHV,
Germany) was used to measure the Vickers hardness of the sintered
samples. Conditions of a load of 500 g and a dwell time of 10 s were
used.

The magnitude of the Vickers hardness was determined according
to:

H, = 1.854£
d2

where P is the applied load (in N) and d is the diagonal length (in
mm). Values for the reported hardness were the average of 10 readings.

3. Results and discussion
3.1. Characterization of raw materials

Typical scanning electron micrographs and particle size distribution
of the halloysite powder are presented in Fig. 1. The majority of
particles have platy or irregular shapes, Fig 1(a) and (b), respectively.
The powder has a wide particle size distribution, Fig. 1(c), and the
majority of particles have sizes around 10 and 50 um. Although the
most common reported morphology of halloysite was the elongated
tubule and short tubular (Tan et al., 2016), spheroidal and platy
particle shapes have all been widely reported (Joussein et al., 2005).
The chemical composition of halloysite, Al,Si;Os(OH)4-2H>0, as de-
termined by X-ray fluorescence (XRF) is presented in Table 1. The
halloysite contains approximately 44 and 38 wt% of SiO, and Al,Os3,
respectively. Other oxides are present in the form of impurities
exception CaO.

In halloysite, a dioctahedral 1:1 clay mineral, the alumina octahe-
dral sheet is bound to the silica tetrahedral sheet by covalent bonds,
forming layers. “In the formation of the halloysite lattice, hydroxyl
groups of one layer are bound to 0>~ ions of another layer by hydrogen
bonds” (Kadi et al., 2012). Halloysite, a polymorph of kaolinite, has
similar chemical constitution and crystal structure to kaolinite (Tan
et al, 2015). The structural formula of halloysite is
Al,(OH)4Si>OsnH>0, where the value of n is equal to two for hydrated
halloysite and zero for dehydrated halloysite (Joussein et al., 2005;
Yuan et al., 2015). XRD spectra of raw halloysite and samples treated at
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Fig. 1. Raw halloysite (a, b) SEM images and (c) particle size distribution.

Table 1
Chemical composition of halloysite.

Compounds  SiO, Al,0; CaO Fe,03 MgO  SO3 K,0 Na,O

wt% 43.99 38.04 207 0.12 0.51 0.09 0.01 0.14

400, 800, and 1200 °C for 2 h are presented in Fig. 2(a). The spectrum
of the untreated halloysite showed only reflections characteristic of
halloysite-10 A (Tan et al., 2015). After heating at 400 °C, halloysite -
10 A was converted to halloysite-7 A. This is due to the loss of the
interlayer water (Joussein et al., 2006; Yuan et al., 2012). The spectrum
of sample treated at 800 °C showed broad and low intensity diffraction
maxima because of dehydroxylation and the formation of amorphous
metahalloysite (Smith et al., 1993; Yuan et al., 2012). It was reported
that the rearrangement of hydroxylated halloysite leads to the forma-
tion y-alumina and amorphous silica (Kadi et al., 2012). After heating at
1200 °C, only reflections characteristic of mullite, believed to be formed
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from y-alumina and amorphous silica, were present. This is in agree-
ment with what reported by Yuan et al. (2012).

TG/DTA curves of halloysite raw powder, heated from room
temperature to 1400 °C at a heating rate of 20 °C/min, are presented
in Fig. 2(b). Two endothermic peaks at 105 and 556 °C, and three
exothermic peaks at 997, 1171, and 1290 °C are present. The first mass
loss (about 1 wt%) in the temperature range 57-150 °C is due to the
evaporation of adsorbed water corresponding entirely to the first
endothermic peak at 105 °C. The second mass loss (about 13 wt%) in
the temperature range 400-650 °C is due to the dehydration of the
halloysite and the formation of metahalloysite, correlating with the
second endothermic peak at 556 °C. This can be described by the
equation:

400°C—650°C
—_—

AL, 05-2810,-2H,0 AlL05-25i0; + 2H,0

The 13% mass loss is very close to the theoretical mass loss of 14%
calculated from the above reaction (Kadi et al.,, 2012). The first
exothermic peak at 997 °C corresponds to the transformation of
metahalloysite to spinel phase and SiO,. It is worth mentioning here
that researchers debated whether the alumina-rich phase formed in this
reaction is a spinel-like y-Al,O3; or an alumina-rich mullite (Okada
et al., 1986; Brindley and Lemaitre, 1987; Sonuparlak et al., 1987; Yuan
et al., 2012). The second exothermic peak observed at 1171 °C is due to
the transformation of the spinel phase to primary mullite. The third
exothermic peak observed at 1290 °C is due to the crystallization of free
silica, which yields a crystalline phase called cristobalite.

XRD spectrum of pure gibbsite i.e. aluminum hydroxide Al(OH); is
presented in Fig. 3 (a). Upon heating at 400 °C for 2 h, the gibbsite
changed to boehmite as confirmed by analysis of XRD spectrum shown
in Fig. 3(b). This supports the fact that boehmite (Wang et al., 2009;
Rajabi and Derakhshan, 2010), a partially dehydrated aluminum
hydroxide, can be produced from aluminum hydroxides by controlled
calcination (Day and Hill, 1953; Candela et al., 1986, 1992). The
transformation of gibbsite to alumina can be described by the equations
(Filho et al., 2016):

gibbsite to boehmite
S —

Al(OH); AlO(OH) + 2H,0
boehmite to alumina
2AI0(OH) —— ALO;3; + 2H,0

Researchers believed that the formation of boehmite from gibbsite is
favored if water vapor formed during heating is retained within the
gibbsite particles. This is more possible if, in addition to the pre-
existence of water vapor in the system, the gibbsite particles are large
and heating rates are high. Otherwise, gibbsite could transform directly
to transition y-alumina (Brindley and Choe, 1961; Wefers and Misra,
1987; Bhattacharya et al., 2004; Filho et al., 2016). Other researcher
concluded that gibbsite decomposes to boehmite regardless of the size
of its particles (Mercury et al., 2005). Analysis of reflections present on
the XRD spectrum, illustrated in Fig. 3(c), confirmed that the boehmite
heated at 1200°C for 2h transformed to a-Al,0; (Rajabi and
Derakhshan, 2010).

Thermal decomposition of gibbsite was also characterized by TG
and DTA. Three steps of mass loss were observed on the TG curve
depicted in Fig. 3(d). The first mass loss of about 5%, at 210-255 °C, is
due to partial transformation of gibbsite to boehmite. The second mass
loss of about 23%, attributed to complete transformation of gibbsite to
boehmite, starts before the completion of the first and ends approxi-
mately at 325 °C corresponding to intense DTG and DTA peaks centered
at about 300 °C. The third mass loss, at around 525 °C, corresponding to
less intense DTG and DTA peaks, is believed to be due to transformation
of boehmite to y-Al,O3 (Filho et al., 2016).

3.2. Phase transformations and sintering behavior

TG/DTA curves of HB30Z sample heated from room temperature to
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Fig. 2. (a) X-ray diffraction spectra of halloysite treated at different temperatures for 2 h and (b) TG/DTA curves of halloysite heated at 20 °C/min.

1600 °C (heating rate of 20 °C/min) are displayed in Fig. 4. Two
endothermic peaks at 105 and 546 °C, and three exothermic peaks at
998, 1153, and 1287 °C are present. The first mass loss (about 1.9 wt%)
is due to the evaporation of adsorbed water corresponding entirely to
the first endothermic peak at 105 °C. The second mass loss (about
7.8 wt%) in the temperature range 400-650 °C is due to the dehydra-
tion of the halloysite and the formation of metahalloysite, correlating
with the second endothermic peak at 546 °C. The HB30Z composite and
raw halloysite displayed same sintering behavior. This indicates that
phase transformations in the composite are mainly governed by the
transformation of halloysite.

The mass loss remained constant with heating above 850 °C. The
first exothermic peak at 998 °C corresponds to the formation of spinel
phase (Al-Si). This value is in agreement with the value of 1006 °C
reported by Chen et al. (2004) for the formation of spinel from
metakaolinite. In addition, it is close to the values of 984 and 980 °C
reported by Sahnoune et al. (2008a,b) and Sonuparlak et al. (1987),
respectively, for the formation of spinel from kaolin. The second
exothermic peak observed at 1153 °C is due to the formation of primary
mullite from the spinel phase. The third exothermic peak observed at
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1287 °C is due to the crystallization of free silica, which yields a
crystalline phase called cristobalite.

Linear shrinkage curves and their first derivatives obtained from the
dilatometry studies performed on unfired halloysite-boehmite and
halloysite-boehmite-zirconia samples, between room temperature
and 1600 °C at a heating rate of 5 °C/min, are presented in Fig. 5. An
expansion was observed at temperature lower that 100 °C due to the
evaporation of adsorbed water. The first relative shrinkage started at
467 °C and ended at 636 °C where the rate of shrinkage was maximum
at 567 °C. This shrinkage is due to the dehydration of the halloysite
which transforms to metahalloysite as follows:

567°C
Al,03-25i0,-2H,0 + 2A1,05 + xZrO, —— Al,03-2S8i0, + 2H,0 T
+ XZI'02

A second relative shrinkage started at 950 °C and ended at 1050 °C
as a result of the: (i) transformation of metahalloysite to spinel (Al—Si),
where the rate of shrinkage was maximum at 980 °C (Pask and Tomsia,
1991; Liu et al., 1994; Sahnoune et al., 2008a,b), and (ii) the
transformation of spinel phase (Al—Si) to primary mullite and silica
in the form of cristobalite at 1239 °C. This reaction ends at a
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Fig. 3. XRD spectra of (a) gibbsite, (b) boehmite and (c) a-Al»03, and (d) TG/DTA curves of gibbsite heated at 5 °C/min.

temperature lower than 1400 °C and can be described by the equations:

ALL03-2Si0,-2H,0 + 2A1L,03 + xZrO, ik %(AlgOyZSiOz)(spinel)

+ %SiOz(amourphous) + 2A1L0; + xZrO,

%(A]gO;QSiOz)(spinel) + %SiOQ(amourphous) + 2AL0; + xZrO,

1239°C 1 . 4.
— §(3A120328102) + ESIOQ + 2AL0; + xZrO,

At temperatures higher than 1400 °C, secondary mullite started to
form in the halloysite-boehmite sample and completed at 1500 °C.
However, for halloysite-boehmite-zirconia samples, other shrinkages
took places, which were associated with transformations between 1354
and 1460 °C. The rate of shrinkage was maximum at 1412 °C, which
corresponds to the formation of zircon (ZrSiO4) from the reaction
between free silica and zirconia (Ramani et al., 1969) as follows:
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1412°Cc 1

1 4
§(3A120325102) + 55102 + 2A1,03 + xZrO; —— 5(3A120325102)

+ 2AL0; + yZISiO, + (% - y)Sio2

+ (x — y)ZrO,

In the last stage, secondary mullite formed, at a temperature lower
than 1501 °C, from the reaction between silica, which resulted from the
dissociation of zircon, with the alumina formed from the transformation
of boehmite. This led to the formation of mullite in the halloysite—
boehmite sample and mullite-zirconia composite in the halloysite—
boehmite—zirconia samples according to the following equation:

%(3A1203-25i02) + 2AL 03 + yZrSiO, + (% - y)SiOz + x —y)ZrO,

1501°C .
=5 (3AL,0;-28i0,) + xZrO,

Typical XRD spectra of HBOOZ and HB20Z samples sintered between
1250 and 1650 °C for 2 h are illustrated in Fig. 6 (a) and (b). Primary
mullite started to form from the spinel phase at 1250 °C. This supports
the results of DTA and dilatometry discussed above. Analysis of
reflections which appeared at 1350 °C and disappeared at 1500 °C, in
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Fig. 4. TG and DTA curves of HB30Z sample heated at 20 °C/min.

both samples, revealed that these reflections are due to the formation of
cristobalite through crystallization of free silica, while the alumina
reflections remained unchanged. The decrease in the intensity of
alumina and cristobalite reflections observed at 1450 °C indicates the
beginning of the reaction between the two phases, which leads to
formation of mullite and increase in the intensity of its reflections. This
transformation ended at 1500 °C for the HBOOZ sample. For the HB20Z
sample, new reflections started to appear at 1350 °C and became clear
at 1400 °C, while the intensity of cristobalite reflections decreased and
the intensity of alumina reflections remained unchanged. This is due to
the reaction between zirconia (ZrO,) and silica (SiO,) and the forma-
tion of zircon (ZrSiO,). The later dissociated again to zirconia and silica
at 1550 °C (Sahnoune et al., 2011). This was followed by the reaction
between silica and alumina to form mullite, as it is evident from the
decrease in the alumina reflections and the increase in mullite reflec-
tions. It is worth mentioning here that zircon is known to form from the
reaction between zirconia and free silica between 1300 and 1400 °C
(Ramani et al., 1969), and usually dissociates at temperatures higher or

lower than 1675 °C in the absence or presence of impurities, respec-
tively (Shi et al., 1997).

At 1600 °C, only reflections of mullite single phase could be
observed in HBOOZ sample while reflections of mullite and zirconia
phases were present in HB20Z sample. XRD spectra of HBO0Z, HB10Z,
HB20Z, and HB30Z samples, sintered at 1650 °C for 2 h, are presented
in Fig. 6. Analysis of these spectra confirmed the following: (i) the
absence of alumina and silica reflections in all samples, (ii) the presence
of only a single phase i.e. mullite in zirconia free sample, and (iii) the
presence of mullite along with zirconia phase in its monoclinic and
tetragonal forms in zirconia containing samples. It can be concluded
that all samples exhibited same phase transformations and showed
similar sintering behavior, which led to the formation of monolithic
mullite in HBOOZ sample and mullite-zirconia composites in HB10Z,
HB20Z, and HB30Z samples.
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Fig. 5. Dilatometry curves of unfired halloysite-boehmite-zirconia mixtures.
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zircon; zm, monoclinic zirconia; zt, tetragonal zirconia; a, a-alumina; and c, cristobalite).
3.3. Densification and microstructure

The change in density of samples sintered at different temperatures,
from 1450 to 1650 °C, for 2 h is presented in Fig. 7. The density of all
samples decreased with the increase in sintering temperature from
1450 to 1500 °C. For ZrO, containing samples, the decrease in density is
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due to the dissociation of zircon (ZrSiO,) to zirconia (ZrO,) and silica
(SiOy); this is usually associated with the formation of closed pores,
which reduces the density. As for HBOOZ sample, the decrease in
density is due to the formation of secondary millite from silica and
alumina obtained from boehmite. Before reaction between these
compounds, a mixture of three phases i.e. primary mullite, silica, and
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Fig. 7. Density of samples as a function of sintering temperature.

alumina was present, this mixture has a density higher than the mixture
from which secondary mullite forms. In addition, the formation of
closed pores affects the density. In the temperature range 1500 to
1600 °C, the increase in density is attributed to the increase in volume
fraction of mullite and the decrease in the volume fraction of pores.
Above 1600 °C, a small decrease in the density of samples containing
higher than 15% ZrO, was observed. This is due to the fact that mullite
grains had elongated shape and their growth, at relatively high
temperatures, leaves behind closed pores which reduces the density.

Typical SEM images of surfaces of fractured HBOOZ and HB20Z
samples, sintered at 1600 °C for 2h, are presented in Fig. 8. These
micrographs support the results obtained from TDA, XRD, and dilato-
metry experiments, which confirmed the formation of only mullite
phase in the halloysite-boehmite mixture and the presence of both
mullite and zirconia in halloysite-boehmite—zirconia mixtures. The
following can be concluded from the analysis of the microstructures:
(i) both HBOOZ and HB20Z samples had uniform microstructure with
uniform distribution of small pores, (ii) the volume fraction of pores is
higher in the HB20Z sample compared to HBOOZ sample, (iii) the
HB20Z sample showed uniform distribution of inter-granular ZrO,
particles as indicated by white arrows in Fig. 8(b), and (iv) mullite
phase had relatively large average grain size and less elongated shape in
HB20Z compared to HBOOZ sample.

3.4. Hardness and coefficient of linear thermal expansion

Hardness and coefficient of linear thermal expansion of samples,
sintered at 1600 °C for 2h, are presented in Fig 9(a) and (b),
respectively. The HBOOZ sample had a hardness of 11.3 GPa. The
addition of 10 wt% zirconia to HBOOZ sample increased its hardness
to 13.5 GPa (an increase of 19.47%). A further increase in zirconia
content up to 30% decreased the hardness to 12 GPa. However, the
hardness of composites remained higher than the hardness of the
HBOO0Z sample. The improvement in the hardness of mullite-zirconia
composites could be attributed to the presence of the zirconia hard
phase. The change in hardness followed the trend observed, in some
ceramic based composites, by some researchers who investigated the
influence of the addition of SiC on alumina and found that the hardness
increased with an increase in SiC content up to 5 wt% (Saheb and
Mohammad, 2016; Dong et al., 2009), 7.5 vol% (Ghadami et al., 2016),
and 10vol% (Johnson et al., 2014), then decreased with further
increase in the SiC content. The hardness values between 12 and
13.5 GPa obtained for mullite-zirconia composites produced by reac-
tion sintering Algerian halloysite with boehmite and zirconia at 1600 °C
for 2h, are slightly higher than the hardness values of composites
obtained by reaction sintering (Ashrafi et al., 2015), or other processing
methods such as plasma fusing of sillimanite and zircon in the presence
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Fig. 8. SEM images of surfaces of fractured samples sintered at 1600 °C for 2 h (a) HBOOZ
and (b) HB20Z.

of magnesia (Prusty et al., 2012), and slip casting (Garrido et al., 2006).
Ashrafi et al. (2015) obtained a hardness value of 11.1 GPa for mullite-
zirconia composite produced by 60h of mechanical activation and
reaction sintering of zircon-alumina mixture at 1400 °C for 2 h. Prusty
et al. (2012) obtained a hardness value between 10.8 and 11.8 GPa for
mullite-zirconia composites processed by plasma fusing of sillimanite
and zircon in the presence of magnesia. Garrido et al. (2006) reported a
hardness value of ~9 to 12 GPa for mullite-zirconia composites
obtained by slip casting.

The change in the coefficient of linear thermal expansion of zirconia
containing samples, sintered at 1600 °C for 2h, is illustrated in
Fig. 9(b). The samples were heated from room temperature to
1600 °C using a heating rate of 5°C/min, and then cooled to room
temperature using the same rate. During heating the zirconia changed
from tetragonal to monoclinic structure at around 1100 °C, and the
change reverted during cooling at around 700 °C. The transformation
was clear for HB20Z and HB30Z samples compared to HB10Z samples.
The values of coefficient of linear thermal expansion of samples at
different temperature ranges are summarized in Table 2. Samples
containing 10 and 20% of zirconia had high fraction of the tetragonal
phase, therefore their coefficient of linear thermal expansion values
were close to that of tetragonal zirconia i.e. 10 x 10~ ®K™ ! (Claussen
and Jahn, 1980; Zender et al., 1990). For the temperature range
between 200 and 1500 °C, the coefficient of linear thermal expansion
varied between 9.056 X 107K~ ! for the HB10Z sample to
8.4256 x 10~ ® K~ ! for the HB20Z sample. As for the HB30Z sample
which contained high fraction of the monoclinic phase, its coefficient of
linear thermal expansion, between 200 and 1500°C, was
7.5725 x 10~ °®K~ 1, which is close to that of monoclinic zirconia i.e.
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Fig. 9. (a) Vickers hardness and (b) coefficient of linear thermal expansion of composites sintered at 1600 °C for 2 h.

Table 2
Linear thermal expansion coefficient () of samples sintered at 1600 °C for 2 h.

Samples Temperature range (°C) ax 107°k~!
KB10Z 200-1500 9,0560
200-1200 8,7901
200-1000 8,5882
200-900 8,4372
KB20Z 200-1500 8,4256
200-1200 8,1267
200-1000 7,8170
200-900 7,5349
KB30Z 200-1500 7,5725
200-1200 6,9968
200-1000 6,4861
200-900 6,0367

6 x 10" °K~ ! (Claussen and Jahn, 1980; Zender et al., 1990). The
values of the coefficient of linear thermal expansion of the developed
composites are comparable with reported values, between 5.2 and
7.2 x 10~ K™ ', for mullite-zirconia composites (Barin and Knacke,
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1973).

4. Conclusion

Low-cost mullite-ZrO, composites were produced by reaction
sintering Algerian halloysite with boehmite and zirconia. Phase trans-
formations and sintering behavior of the synthesized materials were
characterized using DTA/TG, dilatometry, and high temperature X-ray
diffraction. The hardness and coefficient of linear thermal expansion of
the developed materials were evaluated. Algerian halloysite was found
suitable material for the synthesis of low-cost mullite based composites.
All prepared samples exhibited same phase transformations, which
ended with the formation of monolithic mullite in halloysite-boehmite
mixture and mullite-zirconia composites in halloysite-boehmite-zirco-
nia mixture. The composite materials showed higher values of hardness
and coefficient of linear thermal expansion compared with monolithic
mullite. The HB10Z composite possessed the highest hardness value of
13.5 GPa. The HB30Z composite possessed the lowest value of linear
coefficient of thermal expansion of 7.5725 X 10~ ®K~ ! between 200
and 1500 °C.
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abstract
The objective of the present study is to prepare mullite and mullite-zirconia composite

using a local halloysite as raw material, as well as the identification of different phases formed.
To do that we prepared several samples at different temperatures for a fixed duration of two
hours. Using the diffraction of the X-rays, we have studied the effect of temperature and
concentration of zirconia on the apparent density. We calculated the activation energies of
transformation halloysite - metahalloysite and metahalloysite - spinal transformations using the
analysis TG/ DTA and we identified the mechanisms causing of phases transformations and grain
growth. Finely we have studied Hardness and microstructure the samples.

Key words : Halloysite, Mullite-Zirconia composites , Differential Thermal and Thermogravimetric
Analysis DTA-TG, X-ray Diffraction.

RESUME

L’objectif de la présente étude est de préparer la mullite ainsi et le composite mullite-
zirconia en utilisant la halloysite locale comme matiére premiére ainsi que l'identification des
différentes phases formées. Pour cela nous avons préparé plusieurs échantillons a des différentes
températures pendant une durée fixe de deux heures. En utilisant la diffraction des rayons X,
nous avons ¢étudié l'effet de la température et de la concentration de zircone sur la densité
apparente. Le calcul de 1'énergie d'activation de la transformation de halloysite - métahalloysite
et la transformation de métahalloysite - spinal en utilisant I'analyse TG / DTA et identifier les
mécanismes des transformations des phases et de la croissance des grains. Enfin on a étudié la
dureté et la microstructure des échantillons.

Key words : Halloysite, Mullite , Composé Mullite-Zirconia, Analyse Thermique Différentielle et
Thermogravimétrique DTA-TG, Diffraction des rayons X
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