1.0

o At
0.8 A X’ A
06, ©®
[ J
| [ )
0.4- \
, J o

0.2 A

| —4&—Fe

ool &N

1 2 3 4 5 6
Measured point

Relative intensity of Fe and Ni

M 4.35 (n) MWae SEM  2e3WNuinsaanin luTaqusin Liy o, Fe, ,oNiy 0 (2) Usmnaduwms
284 Fe NlalavUlu NiO uas Ni 130619 1 nadaulaainaiia EDS

tiadnwdndwazasuivmihvasigquniinadaandinledidanainuay
anUaMalwvhuewasiaqunin Li, ,Fe, oNi, 1,0 W82 Liy o, Fe, oNi, 5,0 Mtaseule nuidailamms
Joantidnmalediana3nuesiagrniinninay (as-sample) UazWaINITARINY (polished-sample)

NNNANITNABDY AU LUNIND 4.36 WU @1 €' TaQuaAN as-sample HA13INNINTaGLEIINN

. o v v v = a < a [ a .
polished-sample UBNAINUIIWUIIAT tanO ﬂ']'igiyLﬂtl‘Vl’NlGlaLaﬂGl'iﬂ‘ZIEN’JﬂQL‘Zi’SWNﬂ polished-sample
AMIgetdeNaNNAINIENEIINN as-sample HANITNABDIAINGNIUUITT FuFINII2ITFQLEAN

Li Ni, ,,O ez Li

. . Na A v v va a o a [ a

0.05F€0.0sNi a0 0.05F€0 10Ni, 5,0 HBNBWaAREINNGaaNTANMIladEnaInuasiaqusIdin LENO
Floamlunsanasuasa € UnatiipaannsanasranNNaNYaaMsIwal lswdu F9nslwan Lswsdu
nialuigguniinnguiide mslwanlswduuuy Maxwell-Wagner 38 space charge mM3lwan lswzu

Uszanilsifaldivinafiduisssuietuanusasiwhuszdiuih lwihiagasalumeluiag
wiin detumsanssasanuidurasmslnan lasiuivdislasasedanisanasensd € luiag
(%9INA polished-sample maLﬁm%ul,ﬁmmﬂmﬂ%”'uamumq%”'ﬂé'gagLﬁﬂlﬂ%‘%‘ﬂgﬂﬁﬁmaaﬂlﬂ ANNNANT
noaasdaudaslumnd 4.34 wuhadatuiidedunsduiimsazaniiianbuasiaawnin LENO
FethAadenudululdhinmhaesiaquniin as-sample Hantamaluihiiiuau
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NIRRT S o
24 Yy WW‘—‘—‘_‘_‘_ \‘w««“ \«.‘a‘”‘, 7
2y, Wi R Ly
e g o
R e o -4
1 .

Frequency (Hz) Frequency (Hz)

124, Lio.osFeo.osNio.eoO Li, osFe, ;,Ni

0.05" ~0.10" "70.85

0 F12

Ly,
PsTess:

ezt
Eeeeccereecss

Frequency (Hz) Frequency (Hz)

M 4.36 waasmsdsuisuandaneleddnesn (€ uaz tan®) BIIFQLYIINN
Li, . Fe, ,.Ni, ;0 W0z Li, ,.Fe, (Ni, ;0 #laihumsdafionh (Faydnualene ) wazi
MIYAEINTN (Fuiudae ) Lﬁaqmwgﬁlﬁuﬁu F1NTa08929M € wariilerad tand
LﬂﬁauﬁlﬂluﬁﬂmwmmmﬁﬁLﬁuﬁuLﬁaqmwQﬁLﬁuﬁu (NNWINANINYDIINAT)

tadnwmantamelnihoestuionthaaadagiin Li, Fe, o;Nij,0 Was

0.05 0.05 0.90

Li, , Fe, ,oNi, .0 "iseillaldinaiinduiuaudanTnsalal) (Impedance spectroscopy) Tumsdnm
AuTAGINAT HANINADILANIRIMNA 4.37 Fuansduuaudiiedounasianeniin as-sample
W polished-sample Tigaumivas Mnuamanaaasdunaldaandanun Safiuesadnnauduiinaud
Lan (°1u°8Nmm§'§q) YBNFALBIINN as-sample ez polished-sample Taifimsuasuulawune uasadl
sspdrnnavduiuaudlvafiunadnatasuiamumendmnmsiaimhussiagusiin LENO 110
HanIsNaaaesInaiansnasualasardeiugiunmsiansimeunuuitasszasieasluin
(Sinclair et al., 2002) Tﬂﬂﬁ"ﬂﬂuﬁnmauSuﬁuﬂuﬁgnﬁmmﬁ'gj«ﬁmmﬂm‘mauauawwlﬂﬂwiuém
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yaunsudlignmwih Iihndinn wazrenauduiuaudluaiiiennmsnauaussn i ludruves
PAULNTULALFIUYBNDLENINTA Wiz uRIUDY 7 MnHamMsneaadlenuFanihaulaluadgeds nande
asvnnandniuaudaualualuduiuaudidedouvaesiaqesIin Li,Fe, ,Ni

0.05 0.900 was
Li, .Fe

o 0sFe0 10Nig 5,0 LM ImpUFuBIMlWih ludiueszsuinsuwaziuauIuimhaasaqunin
LENO aatunnantiansluihdremeiindufinoudidefounasiaqnin LENO  ndamsdaiiavih
ansafinsanldheadnenanduiivaudmnnalugiinnuie densunsmsnauauasmaluiirludu
yoansuhiy waddsluduildwud Snswarastunuiunesinmihusstunuuaewauingy
annsehuunliiulaadndany Tasmstaimbusaisgunindiadn

PIANINSNAIDIAILTA UMW 4.36 wdy 4.37 N0 UILNTAN VAN

i €' mavasnnmsdaimih lesiansanuanisnaassidunaiisnnsuauiueaeimineesis
19N LENO nan@a manauauasnladidnasnludiuyssnaaeiitioduszuinddqusiin LENO
AauuasnaIMsda eanmslwanlswduuuy Maxwell-Wagner  AIUSOMRIENEHFIzNINMDNYRITHG

wniinfuilamsmuly mendsnnmasiafiavihaasiaqaan a1 €' 2as¥aquaiin LENO anad waf
Wetuiimailesnnmsinalssfuiideiiidudassaununuinmhdudemsdululinmse
savauasld asnndssadasslimmsafuszanldluuinudngni deumsinalswduuuy
Maxwell-Wagner aztiinlammnsfiudnanaunsuhiy danalinslwan lsiwdunnludsgunin LENO

21102108009 M3tiinduzesd and Mmsgaudeneladidnainuasiaquesiin polished-sample
sansnesunaladail Yssaiiaansoasanldivdnatununuiomihnasiagenio LN Timanse
andiarnmandouiild Ussamailminsandsuiildagedaszmeldanswazassunuluihiily
matiinduzaslszdassiicninsanauiildlaglufitunnuanetuminsoiummagademaladidn
#3nYBITFQLENN polished-sample 161 mmLﬂuamuﬂm%guﬁmﬁ'waﬁaqmswﬁn Li, osFey 05Nig 4,0
waz Li, ,,Fe, ,,Ni, ,,O0 anatiaannmsazanzadtnaiiaty NiFe,0, ﬁn%nmﬁmﬁwaﬁaqmswﬁﬂ way
p1atianUinnweseandauiidieiussvinimiuasdiuzenialurasiaqueniin LENO
Adaameld
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= L'o.osFeonoN'o.sso / /./
10 Lio.osFeonoNio.sso /../.
40 1 LivosFeo.osNio.eoo '
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E E L'o.osFeo‘oleo‘goo... g-0-0-0
| -O-="

a v

M 4.37 anaSudnNuauFIINTaUYDITa0GIDEN as-sample Waz polished-sample NNUUNH1IDY
doyanwaliiu@h@uuasdydnvallysadznunuiansiin LENO  Aauuasasdaiini

MNAIAU
304 4 % decreasing dc bids /D
4§ o O
3095, 1 7%\ fomo-20v|
o o168V 7 ——0V
— T |——20v g — A4V
& NI O
o 20 ' 0 o 8V
G ] o O j——12V
< 0 10 20 [ 30 A
o Z'(10* a.cm
Z
N 101
PPPPPPPra
. -
O &
T M T M
0 10
4
7' (10* 0.cm)
MW 4.38 SUNASNBNNUAUT B UYRITFALETINN Li, ,.Fe, ,sNi, 0 AoudafdIvihmela

w9 U I nszuaanselurg 0-20 V uarmMwunsnuaadalnasydniuausizatauuag

FAQLTIND Liy o5 Fe, o5Nig 4,0 MATAFINN
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miselughuiisla@nmansnavasusidulnihnssuansidasutamaluih
uazmaladidnainasiaquaniin LENO FauaaslumMni 4.38 uaz 4.38 MNEINU MNHANINADAN
wuhiiauinusssulnihnssusnse Saduainsananduiuausinannmsaauauasmalnihludiu
yasumNUTnNaEnae U6 lapthedanuiinsanawasanudumulnihsasauinsuassuiionh
Jaquniin LENO aghalsfomuussduluihnszusasslifinadamsilasuulasmesanaiaiiues
AINANBNRLAUTLED (Inaqadiia) Fainnnmsasuduasmeliihmelunsy wansnaass
Fe . Ni

aanandiiuaaslananudrumulnihmelunsuresisqusiin LENO Li o) uaz

0.05 0.05 0.90

Li, ,.Fe, ,,Ni, .0 laitUdsundasnuussaulniinszugasanlvszuiamsiodeduivoud anwa

MIANANENAYBILTOU NN TEUFN O N UANNLABENATN AAUFAILUMND 4.38 wune €' 9
ANNAMNT 10° Hz 2a9idquniin LENO fimanasiiatinanezasuseaulnihnssusass wazan

AWUNINABINNT 4.38 Wuhen nd msgadamasladidnaniienuddmnahiiaussmskouamems
ladidnasnasiisniumnniudaiiinsasuseduliihnssuanss uamsnasaeiadasiianainsoasungled
adaluil eldussduluihnssusasefuiaquniin LENO Ussafiimsazaniiuauinsuunsdiuaainse
wasuiituiuwsdndinauinsuld duiulssafiazaniivinamauinsuasiiunuantiosas deual

nazasmslwalsistuanasidinalasnssdamsanaszesdr € Wannsandssyludiundinasny
nnwaniasansatuiumedndrasraunsula Uszydaszmanriiazinamiarammihlnihlassiu
299386 W AN LENO twadu msiiaduzasammwihlwihasnaniiladuualoaasedanmsiinuease

= a o a
tan® M3gaydeamaladiana3n

w T T T
O 10° 10" 10°
102_ A Frequency (Hz)
i o 8V
v 12V
16 V

10°  10° 10* 10° 10° 107
Frequency (Hz)

Mui 4.39 indwazasuseaulwihnssugassdasuidneledidnesn (€ uar  nd) 2adidquasiin
Li, .Fe, .Ni

0.055 €0.05 O BNYAHNINUD

0.90
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4.2.1.3 (Li, V) 181 NiO (LVNO)
uaNnilaNManNANNgy (Li, Ti)NiO wae (Li, Fe)NiO Hudaeantans
Taouudladidnainuds madeilldwuhiaquniinngs (Li, VINO fuTaquniiniiiie & figann
dudmntuiuiaguniinnsasnguiildnananlugasidaiiiumn madeluduilldmmsedsuuas
V Ni,,._O (til8 x=0.02, 0.05

Anwmandameamsladdnadnsumsandimeluihuesisgunin Li

0.05 0.95-x

waz 0.10) IFQRA Li, .V Nij,, O gnesanlagidwasawasinlsladaloaldaninnswnuaalzinase

0.95-x
PN IeAUTIgaUil 750 °C Wunan 5 2l Faqea Liy ,,V Nig ;O Mlagmiludnwlaseasiae@n
V Ni

wazinniinfigamad 1280 °C (unan 4 1alas Tassasnudnuasanvasdnugueadlasiaimagame

logl#inatin XRD nNUUTaQNG Li o gnihlaugulesmsdadiaaausiauuuuuniuien

0.05 0.95-x

V Nig ;.0 gndnwlagldineila XRD uaz SEM-EDS eua1au mudssiiladne
V Ni

YBNFALETIND Li

0.05

andamelihuazanddmaledianasdnaasiaguasniin Li 0 lugngmungil -50 89100 °C

0.05 0.95-x

wazluzeanad 10° 4 10" He

womsdnmlassaiuadnlaslfinaiin XRD uaasdamuil 4.40 wuhduuy
msLﬁymLuu'i?q'ﬁtanez?ﬁﬂuﬁ’aqmuaz’?ﬂqmswﬁﬂ Lig o,V Ni, 5, O ﬂLWamqﬁ’ugﬂLLUUﬂﬁLgﬂ’JLuuwaq%’qﬁ
ngly NiO (JCPDS no. 78-0429) lasiilassasauduwuugnunad namsnaaasiauiuladn Nio

aaaluananasiaguniin Li, . V,Ni, ,, O Munannlaulaiiwdsuld nngduuumsideuused

0.95-x

tendYavIanienY adatuead Ni,v,0, latnadulungaisauniniladae v luuSinaninn fs
V,.05Nig 900 88 Lig 05V, 1oNip 550 (MWN 4.40(2) waz 4.40(A)) uetWadaluaina

0.05 " 0.05 0.10

Jaaudn Li
il luunnglustuuumsdmiuueesisdiandluisgusiinfithumsenain duaadlunwd 4.40(9)
woy 4.40() Wadafwhuesiagunineanuazdnmiaasiagmely nuideilldwunamanaaas
faula fauladevu Ni,V,0, mmsawuleﬁugﬂu,uumsl,'gmwu%’ﬁtanszmi’ﬁqmswﬁﬂ
O (AW 4.40(%)) %uﬂui’aqumﬁﬂ LVNO #iimslay v ‘luﬂ%mmﬁ'mﬂﬁqm Tuwauei
O uas Li, V,,sNi

0.05 " 0.05 0.90

Lig 05V, 1oNi

0.10" "70.85

V__Ni O MNEUMSTARIVILE: LirUMsTaz liaN50

0.05 " 0.02 0.93

a5 Li
asrnuadaturas Ni,v,0, lalas wansneassasnaniuaasinnauss Ni,v,0, finseazani
famhludsunanvssinn lesUsunaeunad@alunanunsanaduladiulvgleasaunaeluiioss

Vo10Nip 50 HANIINAaBIAINaNUAEAUKanITNaaaIniiadululaatysIin

0.05 " 0.10 0.85

TaquasIdin Li
AaNlwEaNNNae Ag/CaCu,Ti,0,, (Wang et al., 2006)
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+ NiO
*Ni,V,0, )
* 3 * X k ﬂ (®)
1(‘“ (ﬂ)
S J“ \. (s\])
N J b (@)
._JJL..J * M ()
e M )
L

(m

30 40 50 60 70 80
20 (Degree)

MNA 4.40 sUnvumsdeuuiediendly (n)-(a) Taque waz (3)-(R) Ta0Ls1NnYDY

Liy s Vo0oNigs05  Lig o5V, 05Ni

0.02 0.05 " 0.05 0.90

O W Liyoy Vo oNigssO  MNAIOU (%) JUuuums

LEEUUSIFDNFUBITEAYTIND Liy o5V, 1oNig 50 MEINTATINN

NNRANMSANIaN BT Mg IuEeIlATIasIaNINganIATaTaaLEs 1NN
Lig 05V Nig 5. O WuNTaqzniiniilasesaialudnwaszaansuuaszaunsy aauaodlumwunsnzas
MWD 4.14 20 1A8REHYBINTUYBIITNYTINN Liy 05V, 4,Nig 50, Liy 05V 05Nip 600 wa

Li, ..V, oNig 0 TomaUszana 46114, 52116 uaz 49112 muddu 2wevsunsulasuulains
Wnamas v ildladiisadnias adnlsion ianlfeuieulassadiumeamaiu LTNO  uay
LENO wuh Faqusidin LVNO fiumenasinsuiilanhisqusiinnssesnduiiing Taslanhussanm
10 wh madulesaunsuluiaanio LWNO  dnanilanidennnsznumsenaiinuuumaua
spsvmiimaiatuluiaausiin LVNO Tosmis Li uaz v aranildsuamwnmafuzaanarlussuis
NSEUMIES 1 Basnuiln wlasasmanfiiedumananfiasheliiiamsiaEedoasoymanslid
MIsauLUTINNNLY waztedussulimsvudaaslanaudg 9 @u MSUNs (diffusion) Melusin
Tdau daiusanmsidulavasnsudlasrluduusnaisuiuslasnsestumsudaadlanausma g
avaansauiimanniule iasnnmsiiamlavasasmaliuiaauniinluansnssumanaiin atls
fonw masenevinezaunsuiiesuluiaguiin LVNO dnanil ovasdimaidadaauddena w
inlWiaauniinmnarnuui Toswnsiigaumaiige
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I SCISEM oo o e

SCISEM ..

MW 4.41 MW SEM  2adWUENWINYDITTQETINN (1) Lig s Vo 0oNig6s0s (¥) Lig o5 Vi.05Nig 400
ez (M) Liy sV, 1oNig 650

wamMsAnmeIdUsenaumaa il ludiuzeansuuazuaunsulag ldimaiia EDS
Gauaaslumnd 4.42 wud ssealataes v iimsazanlulSinaiannivinaweunsudafisuiy
Usinadfiasranuiiudnamelunsu Tag v azagluglraanaiaUuuad Ni,v,0, KamMnaaseaina
V Ni
wisnzaansudawlailsznoulids v Teegluglussaidatu Ni,v,0, Tasudandsnanldiudu

Hugaelasea e eresiaqusIin Li 0 anaiaulaseasauuy “core/shell” Tag

0.05 0.95-x

ppununaniiumares Li Tou Nio  (LiNi, 0) Teslassaslusnvauzainanilaiiozuluian
lauaudladidna3nzadn Ni0O  ngudu< wu (Li, FeNiO  awudasluiidaidefisuen uag
(Li, SONIO (Lin et al., 2005) wag (Li, ADNiO (Lin et al., 2004) nnuamsansantamelwihlas

ldnatia duuaudanInsalall Gauaaamwi 4.43 wunTaaLssIin iV, Ni

0.05 " 0.10" "70.85

O UazIae
a o I o A oo s J pu wa LY v w a
(3510n LVNO au ) Wndguesinhiissddsenau ARanUaMelWihuenaeny tiiagan
dufiuaudidedouresdaqueniin LVNO  Usznaumedasdiuniimsaavauasnelnihludwanui

lﬂ' 1 %4 1 44 1 QAJ 1 % 73

nennu wazuaasUsngludinanudaasnisneass 1ummquuwmmu AILFN TUA NN
P s & ] Ayd Uy ] 2 o wva Y I

2NN 4.43 avddssnaumigasaruiipamsnauauasn Wi ludrvusansuzadaniamaluiilu

5191 wazzaunsuidantamalwiiduauu Juinsuiudlesnlih LiNi, 0 Fanti@mg
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v
U 2 o

I duansieaih asuudelianauduldled adaduass Ni,v,0, Nazauizaunsulsutianig

TWh vy wasiwihndluguawunenumsib Iiszvinansy laslaseaseamalwihaenaini

szdenalogasedaantiinielodiana3nueeddquasfin Li,,V,Ni,,, O ialiaumuluihiuiag

0.05 0.95-x

wnfinasnanil mitedsuiivesdszydaszmelusymamnsuaas LiNi,_ 0 illuasiednhazgnans
nulagzuaunzaunsuuaslszaasnaniasazannuaunsuiimsazanyaaadaly Ni,v,0,

wt. % of V

Measured point

M 4.42 USInuduWnsees v fivdnaensy (307 2 uaz 3) uazuaunsu (309 1) nadauleslyd
watia EDS

10

(o)}

-Z" (10*Q.cm)
N

N

MW 4.43 BUNUOUAINTDUYDITIQENNN i o5V, ,oNi

0.10" "70.85

0 ludngamgi 60-100 °C waz,mu
UNINUTADNNUAUTBTDUYBITFABTINN Liy 05V, 1oNigss0 A NAMUNHH -50- -20 °C
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NanamsAnantaneledidnainyasigqueiin Li,,,V,Nij,, 0 WU

0.05

]
o v =

0.0sVaNig 5.0 NiFuanzdlalunuideiiiluiaglodidna3nniar & fgann Tesiidag

U

1aQuE5N Li

Tuze 10" 69 10° wennndiuardanud e € vasdaguniinmailidsuulasmuanuduazgungi

Y

ABUTINYBY NANINNABINUI A1 € 2TaaLEiin L,V Nij,; O Haraaastlialinausenis

0.95-x

Boms v uiinngu daudaslumsni 4.4 wanmsmaassdenamadrefuxanmsnaasslussuuzas
LiTiNi, O (Wu et al, 2002) loge €' snsiadananilanauilaiuuinadinmslay Ti
yanMniLdFIwuh AnasnunszduSUNstuIUMsHauaaanledanasn (E,) uaswasu
nszqudmsumah lihmelwnsu (E) funhivirzdisdumuusinamsladees v kemsnaass
Fananiloaiennlesauzes v undusinsadh ldunuiidhumises Ni** lassu Tulassadhawdn
289 NiO HafiI NI Falingaunnsas (defect) Meluinsy Fsgaunwiasdananilarsaziinada
nszuIUMsIUaNNINTN (electrical transport) #avdszameTlutnsu Tasaraazazaadldnasnuanusay
nnnhndlumstuedoulszaliiadauiinuiiameaassunuluih duwaldmmwdanunsedudmsu
mahlihmelunsudiaiy iinsnnnsziumsnauauasneladidnainaesiagngy Nio i
anuanwusiunszuumahwihludag (Lin et al., 2006) o msLﬂﬁﬂuttﬂaqmwé’wuﬂs:ﬁuﬂEN
mathldhmeluinsudandransznudanssuiumsmsasusuasmaladidnasn dudsnsznudasas
maiaTwaladumslihdgnaruaulasguugd wadenaniasilimwdsnunszduuas
nssraumsiauamameladidnasnidsundasluluiamsiiingy vennniudrdonuh dwden
O #en

O was Li, .V, ,,Ni

nsgquaasmsilnihnvauinsy (E,) va93aquasin Liy .V, ,Ni 0.05 Vo 10Nio a5

0.05 0.90

anfuisadniss Taganadannaiissnna@daduass Ni,v,0, iuaildanuminzasauinsy

wasuuwlaaiu lesn luinadaantamaliihaasraunsy deiu mMsanaszada € drunikaaia
PANMSEANYDIANNHUNVBIVBULNTY (Wu et al., 2002)

MINA 4.4 M € Uar WAINUNTERUVBINTEUIUM SHOUAMEN N LABLANATNUAZNATNUNTE AU

TWih dmsuiaauniin Li,,,V Nig ;0 Nladaeas v Tuddanme g
8'
HYTINN . E, (eV) E, (eV) E,(eV)
(30 Cand 1 kHz)
Lij 5 V.02Nig 650 61,907 0.211 0.202 0.323
Li 05 V.05Nig 600 34,854 0.250 0.246 0.414

Li, sV, 10Ni 450 30,503 0.261 0.274 0.413
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a

NNEaNIIANINgAnITINNITHBUAAIENINlaBLANa3NYTagLYIHiN

Li. V. Ni . O fosanlasiswasawas nlslada aauaaalumnid 4.44 wun e € Turneanude

0.05 " 0.05 0.90
A 10° Hz fienfeuudainuanudtipeann wasdNuadnIsanadas N unauasm e ladannsn
. : o A 4 - 44 4 -
wazinzasamsgadanalodidnainasiedaunliluiamezasanudngauiiaiingumgizeins
NAaBY NANIINABIAINENHUFTINgAnIINNsHauamsneledianasniignnszqueaisnnusau
NN 4.44(2) wunamsgadeneledidnednludnanudind 10° Hz daniinannduatig
PAUTINNMANTIgUT kansnaassainanitionnwazasmahlnihnssudasuilaiag

wAn Mfien € anladlanainiigannaaaiqundn  Lij,,V Niy,, O axsaaduelalosns

0.95-x

fnsanhisadnaniifiuiaeilidanuaiiaremeldi ndndsdiunasnsunazsauinsuds
Usznavfuiluiaquninduiaud@meluihiidedy dssnaudediuvaunsuii@umsiedani
ilasmnmslay Li Tu Nio wasmaiblWdhssvhansumaiizgnanenulasdendenviaduuanuas
ﬂﬂsuﬁqﬁqmauﬂ’ﬁwMWWwL*ﬂuamu asnmsasanag v Tugraaraidiadu Ni,v,0, e

TATETNNNaMALUURLABAINEIN WBTaQIIAN Liy o,V Nig o, 0 admelasniwazasanylvih

0.05 0.95-

nszudgaUINMEUEN MInsuauasnladianainazanansaiaulalosmsszanyalszydassiuey
s Fuuamuuazimbhiznanumsedsuivesssydassvaril  Waanudvasawnlnibhain

MaUBnANINNIY Msassauasmaladianaingndludaquwsiin Lij,V,Ni,,, O 128083 uazia

0.95-x
sampsvFunduieanudidameassnuluihiamlndidseiuanuisssumauesmsdu (miadoui
wuu nauld-1 swiaasaunnlWinszuaaau) wmﬂizﬁgﬁagmﬂumsu wagananiinaliiia
wadnssumanaunaemsladidnainiinnuigeq iogamgiiinandu wdsnunnanudauay
nszulisanmsdusastszamelunsuiiniu dialimsneusuasmaladidnainaunsoialdd

VvV v v

ANNDFTU NITUIUMIAINENHGBENN Mstauaaanledlana3nfinszqualsanu3ay (thermally

9

activated mechanism)
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10> 10*  10* 10° 10° 10’
Frequency (Hz)

M 4.44 mswdsuwdasnuanudues (n) @ €' uaz (v) mamwmsgaydamaledianasn (€')
YBIIFQUININN Liy 15V, 05Nig 400 WHENAUNHHA 50 69 30°C

a a Y v Aaa & & ' o
4.2.1.4 andwazasmslad Nio salasausie g AiiddEnaseusuuangaciieny

nBasludruillavmnmsansuasilSauisuanidnaleoddnesnuazauia
Tiy ooNig o505 LigosFeyooNi o0 WAE

mMalnihzaadaqusin Ni0  @wngy Usenauais Li o, T, ,,Nig ;0

Li, .V, ,Nig,,0  legfinsanlussavzaslanaindnludawaimsunuiidiasanmsloy was
Tassaamegamadaautianaladdneinuazmaliih Jaqunionsmuaiadauensinniagusi
wisulagiswadwasinlslada Taquedlshumsinuaalmimwauuasnsasduiigamad 750 °C (il
na 5 il mawieildgmibludnmnlasahandnlesldinaiin XRD nntuiaquamaiigninly
duzlTasmssadioduuiunandsusuduuuuunude uasunuiniigamgi 1280 °C Wunm 4
#las Tassaandnuasdnunsdngusaslasadiumeamazasiaquainnsnsiiogndnunlasly
imafia XRD uay SEM-EDS enuidu luniddeluduilld@nmaniameluihuwssandamaladidn
o3nuasiaquniinnauriialuzgamai -60 8 150 °C warlugheanud 107 1 10 He
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(D) Nii Point 1

Nli
L

Point 2
AN 4.45(n) (¥) waz (M) UFAINWAIY SEM WUHININYDITIQBIVINN Lig o5 Tig 0,Nig 50,

T
Y

O MNMAU waz (3) udesatUnasuuags EDS 1
V, ,Ni

0.05 " 0.02" "70.93

Li Ni, ,.,O ttas Li, .V, ,,Ni

O.OSFCO.OZ 0.93 0.05 " 0.027 "70.93

NAFDUNUSIMNTUUALTBUNTUBBNITLETINN Li 0 sauaaslumwunsnly

AN 4.45(@)

wamsdnmilasairudnlasldinaia XRD dausasluidaiishumn wuih
sUuuumsiasnuuidiendniluisauauasiaqunindednsmuriafiaassfugiuuuns
@Aenwudidiandly Nio (JCPDS no. 78-0429) Togiilassasradunuugnunad Budulai Nio Aawe
NaNUBIIQUINNN Ly o Tig 0,Nig 6505 Lig 05Feo0sNig 450 UAE Lig oV 05Nig 4,0 Uazlaimutadatuann
sukuumsidsuiidiendluiaqunionsmusiaii nnuamsdnmndnszdugiusadlasadams
ﬁ!aﬂ’lﬂ?lm"i’ﬂ@]‘L‘Zﬁ’]ﬁﬂﬂz\iﬂ’m‘dﬁﬂ‘[ﬂﬂL‘V]ﬂﬁﬂ SEM wuiﬁ’aqLezmﬁﬂﬁ‘[mm%ﬁqﬁﬂszﬂauﬁ'm&hwzlaqLﬂsu
wazzaunsu aaudaslumui 4.45(n)- 4.43(M) ‘[mm%wmnammaﬁaqL?i:nﬁﬂ Lig 05 Vo.0sNig 030
uas Li, . Fe, ,,Ni

0.05" ~0.02" "70.93

. . . w 4:1 ] LY A:l ] v 1 [
Lig 05 Tiy 0oNig 5,0  tUMIFATIHANNUuGINATigauaslinugngululaseashs namwes SEM wudh

0 fimstiegwauludSinandndasmuyaandasssnsuy druiaqesiin

NAVUNTULASRABYBITFYTINN Liy o, Tig 0,Nig 0305 LigosFen 0sNig 550 WAE Lig o5V 0,Nig 0,0 108

AUsEIN 4.8, 3.3 UaT 46 Llm MNTIOU 2UAUBANTUYBITAEIINN Liy 15V, 1,Nig 0,0 Hamalanii
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FAQYTINN Lig o Tig 0;Nig 050 8% Lig o5Fe, 5,Nig 5,0 U0 10 (¥ NHAMINASBNAINGIIH 613150

aglaihmsladlesausa g 2ae Ti'', Fe’ uar v*" Tu Nio ladunanginnaaanuynzaaelasdsams
Jamazaviaquniinlawaudladdnainngy Nio Tasmsidalasauzas v*' lu Nio sz lvzinevas
insulasmdsiinnalugiige Tasmaiiuwailasnnmsiiamassavaludiotagssvianszsuiums
wnwiln Funldmaamandananiasiinadamadvlossunsulosimihiifiuazmudeudeszuhunsu
fagihadesiy namsdnmasdisznaumaailudiasnsuuessauinsulosldinaiin EDS Gauan
Tunwit 4.43(2) wuhawnauwes EDS fivsitesaanues v astnnguwzluudnuuswaunsy
whilu Tesaunaduiinaseuivinumelunsuaslimmnsoamanuezaexsas v 1d wamsnaaasil
waasldhlasauues v*' ildlauimsaranimaunsululSinainnidlafisudumsazaniiunansy

Tiy 05Nig 4505

HanisAnwantanialadidnainvasiagesiiin Li

0.05 " 70.02

Lig 05F€0.05Nig 0,0 488 Lig o5V, 05Nig 050 AUFNI UMW 4.46 WuNe €' 2a93dquaniinnianuyiiaiil

0.05 0.02 0.93 0.05 " 0.02 0.93

mswdsuwlasnuanudasuioe washa € figaunn lasdimagludn 10°-10° namsmaasenwy
fanhaulann fa nsidelessuyas Ti, Fe war V 1y NiO0 sinnulasauwed Li laavuanegannage
anddmeladldna3nyadiaquniinmaril Nnuamsneasszasmsinmaniimeleddnainigaumgi

wazANND 1 kHz Wud @ € a9 TaquEaINN Lig sV, 0,Nig ;0 HA13NNNEA wazan € wasTaquasin

Lig 05 Tio.0oNig 4,0 HeNtaeiign aeaguluesed 4.5 Wakarsandr and 2asmsgaydamaladianasn
#apaFNANNDIRIMTIaUSUTaqUENANINENETal wud TaquEnRn Li, .V, ,,Nig ;0 Fuiluise

nfien € Mniige nauiial and veemsgydenmaladidanainiaeninigqussiin L, ,Fe, ,Ni

0.05" ~0.02" "70.93

o
aaaENANNETEIMINaaas Taamliud @ £ sasiaquniinngy Nio %?ivuagiﬁuﬂ%mmwmﬂizag
saszmelugniin datiue & ﬁgjﬂﬂﬂ%dwa"lﬁ'@h tanO waqmsgz‘gLﬁamqlmﬁtﬁﬂm%mﬁuﬁuﬁm Fratiu
Ni,,,0 #NazaNHaaadntanmalad

0.02 0.93

V,.0.Ni

0.05 " 0.02 0.93

Taseasenaenuaasiaqusiin Li O wdae Li, ;Fe

0.05
@ne3nmanil
MW 4.47 waasmsuasuulsmnugamnuasiasiilodlanadnuasigews

VoosNige,O  MMZNANND 500 Hz 893 MHz INHAMINANBNEINGTI WUIFQLETIAN

0.05 " 0.02 0.93

0 \Whiaandaasiiladiana3ndsuulasmnanngidesmnnlugigamngiizains
Fe, o,Ni

qn Li
Li ..V, .Ni

0.05 " 0.027 "70.93

naassuasluzenINddInI 100 kHz BUBINUAUINALETINN Li O wag

0.05 0.02 0.93

Lig o;Tio osNig 5,0 Be9lsfanu iilpanudvesanulwihnssusaduiiingu o & figamgiichiisana
aeamad Fulunailasnnmsidnaslalwslwihilnamadich 1 Tasmsangaumgiiosasiinarnly
danmaidalnalagfuanas wasnuildlunssuiumsieuaaraniladidnasnluiaquanin
Lig 05 Vo.0sNig 9,0 48 Lig o5 Ti o,Ni

0.02 0.93

0 a3UAIM N9 4.5 AmasnuzaImMsHauaaIenNladLlanasn

YITAQYINN Li, o5Fe, 0,Ni, 5,0 bianansadmunala tilasandnesinsanatagaunauyasa €
uazierasenmsgadameledidnasnlananuanyauwaaswingaumniuazenudlunmmaass
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i 4.465suisuanianieladianasn (8 uaz tanQ) WBIIFYAIIAN Liy o, Ty 1,Niy 5,0
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M 4.47 msdsuulaanugun)iyeeaeanladiana3nuasigquasin Li;,V, ,Nij 0 142129
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M7 4.5 anIumde @ € uazwasnunszquiniunszuumsiauamemeladianadn uaz

waanunszaumM I lwih SmSuTaausIin Liy o, Ti o,Nig 0305 Lig osFe, 0sNig 0,0 W8E Lig 05 Vo 05Nig 550
o e PN TY g’
gamguwnnUn (C) E,(eV) E,(eV) E,(eV)
(Km) (300 K and 1 kHz)
Li 45Tl 05Nig 950 4.8%2.0 10,900 0.287  0.293  0.453
Lij g5Fe) 0oNig 450 3.310.9 28,213 - 0.190  0.240
Lij 05V0.02Nig.e50 46114 36,418 0.224  0.216  0.304

uamsnaassndayagUlanimsni 4.5 mslaUlassuwes Ti, Fe uaz v
swnuLi - luNio  ldfiussganndalassaanegamea aasaauantiameluihuazanidmg

lodane3nzasiaquninngy Ni0 :nensni 4.5 wuh @ € 2aaddquasiin Lig,Ti, ,Nig ,;0 H61

inge lasdanndesnumsiiaguniinasnanifimwasnunssdumsi limelunsuinnige

v
[ =

Wasnniagladiana3nigniinngn Nio Wulaenifianiameladdnasndunuslaosasaiuanins
TWihmeTlunsy (Lin et al., 2006) Tagan & dunuamwihluihmeluinsuaee Nio Falianiams
Tdhiduensisdnbitiennmaidacis Li 6ty e €' aztiadiumumsiiinyaau3ing Li iladludag
& v < [ a & a v v . a a 1w v & v !’ a [
nawnil aglsnonn Jaqunfinnisusdedilagnladats Li - TudSaunanivhiu astue € fiseiu
JufennuaraamslaUmalaasunes Ti, Fe uaz V fladwwadamainWihmelunsusasiaguaniin

Many mwasnunszqumsih lihmelunsuiannfigeuasdaqusfin Li; o, Ti, ,,Nij 5,0 #H8ANIND)
msth Wi llaguaniings nanilasdedldnamnuninniige amumsazanyaszaiuaunsuuedia

Liy 05 Tig 0sNip 0,0 WRUSMN N DENGN Tedamaliar € 2097a0155150 Liy o, Tiy 0,Ni, 4,0 HE16I170

0.0sVo.0sNig 0s0 BLluidgue findhatniiien € mnige nagananilaratia

lunsdivaalaqusin Li
NNNAYDILATNFITNNINYINA ﬂ?uﬁa’?ﬂ@]‘l,?ﬁﬁﬁﬂ Lig 05V, 0oNip 650 Lﬂui’aqmswﬁné’msmﬁﬁwmmaq
nsuilvajiige Tasmluudr melunsuifisunalwajasusznauludeinsudasanaidn (sub-grain)
agmelu (Feng et al., 2005) mafinsuznadnsiiumadiisiuiesuamnumeluiaguain was
denaldiuiinasnisTualswfurziiindis dremadinansuazasmslua lsiedunesiag
Liy 03V 0sNig 0,0 39T@Mudufianniige FedewalWiaquusin Liy .V, ,Ni,o,0 461 € wniiga
V, .1

0.05 " 0.02" "70.93

0.93
wanNNuad twuhemmsgadenledianainuasiaquenin Li O fRilATaENINGG
WWAN Li, o.Fe, ,,Niy ,,0 8NA8 HANITNAIDIAINANTLAANNMIANNIUY DT UAUIUY BN TUE D8 U

FAQANNN Lig 05V, 05Ni 5,0 baitieusazaamalienuveasmsinanlsiwduniy uadidsnalvany
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fhumusinaniniingudas é’fqﬂ?umsLﬂ?1'auﬁwmﬂﬁzqﬁaszmﬂumiuﬁqQﬂmwﬁv'u‘[ﬂa%guamuﬁ
°z|auLﬂiuua:%guamuwawauLﬂiuziaa"?iLﬁﬂ%?uiumimmﬂflmj YNNG MAHBMINABDITINUT
AMnasnunszqunsuIUMsHauaasneladidnainuaznasnumsthinihmealunsuasisqunin
anu R lnaEefuIN KAMTNAIBIRINENFINATAIAUNANNTNASBINNTIENUNIFISEYDY YH Lin
warAauy (Lin et al., 2005, 2006) I0gNaMINABIRINaNT UaEmaNNFNRUESEWIIMInaUTLDl
maladdnasnuazmahlWihmelunsuresiaguniinlawaudladidnasnngs Nio

4.2.2  TaQ@TINNNGN NiO esoalasdslu-auuuiiie
4.2.1.1 (Li, Ti) Ia NiO (LTNO)

°lumu’3'«a°’ﬂ‘fnei"§uﬂswﬁ§'aqmq Li Ti, ,,Nig, O (LTNO) ila x=0.05, 0.10
uaz 0.20 lagd5ls-auuuiite d15ava1euad polyvinyl alcohol (PVA) gnﬁmﬂﬁtﬂuﬁ";namﬁaﬁw
Tassthewodlwed wazesssmguilsenaumelanauuaslans Ni, Ti, uae Li lﬁgnﬂwmaﬂﬁ'uﬁqﬁ
aagil 350 °C funa 1 Hlws wanihluenuaalmiiigamgd 750 °C flunm 10 Halus ilevin 1y
iaastsznauaanlsf LINO mudadudidams faquaiitumsuaslaigninindnmnlaseadaudn
Tagmallnmsiaeuuasidiond (XRD) wamsdnswuh 5’aqmqaaﬂ1miﬁ§qmswﬁ”lei"améhasiwﬁ
fidachumaiaiiishstuiisuuumaidmiuuasiidiendasfuziuuumsidenuueas Nio (JCPDS no.
78-0429) Toglainuadovudu ) Fauaaslumnd 4.48(n)-4.48(a) 80Wa LTNO ﬁﬁ’umwzw’lé’gn
ﬂﬂuﬂﬁugﬂiﬂﬂmiﬁﬂLﬁﬂiﬂ&ﬂﬁ’uj\iLﬁ’uLL‘IJ‘ULLﬂuLalEI’JLLGZLNﬂNﬁﬂﬁquQﬁ 1250 °C flunm 5 il
i’aqLmn‘iﬂﬁlﬁgﬂﬁﬂm?inm‘[mm%’wm5mtaz‘[mm%ﬁwwﬁamﬂ‘[mmﬂﬁﬂ XRD waz SEM-EDS
MuEey wamsanmlaseaiunanlaomnaiia XRD eaudaalumwi 4.48(3)-4.48(2) wuh suuuy
mngmmu%’qﬁl,aﬂﬂui’aqmswﬁﬂ Liy ;Tig 0,Nig 0,0 Lig 1oTig ogNig O W8 Lig o Tiy o, Niy 1,0 1961%
é’aashqf:ﬁL‘V\IamqﬁugﬂLmunmﬁymmu%’qﬁtaﬂsﬂu NiO (JCPDS no. 78-0429) Tagiilassasadluwuy
anunard Fawamanaaasdananidudulah Nio Aauavdnzasiaauninmamudiais warainsn
UsBled wa Li uae Ti lassuitldlavfiuunliudiazanansounuiilulassadandnuas Nio ldaselasls
wunsiiadiorvaslaseadandn agralsiaw mﬂgﬂu:uumsLﬁymLuu%’qaduaﬂ‘zﬂui'aqmswﬁﬂ
Liy 5 Tig 0,Nip 1,0 Bufluiaquniiniifuianmmaeda Li annfige wuhuaderuues LiTio, (JCPDS

0.20

no. 74-2257) gnamanulaluigquniinginani Fuadaludinanilaadismaiissmnndinm

0.02 0.78

284 Li N3nHuUnNaaananasnisunud luduviiszaalasauzas Nio° Tulaseasudn Nio wazla
ey Ti vnauiadunadalululassasraineganma
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# 4.24(0) ‘[ma‘?aqlfzmﬁﬂﬁLm%ﬂulﬁmn"iﬁiﬁ—LﬂauuuﬁﬁLa%ﬁ‘[mqa%wqmwamﬂﬁﬁﬁmﬁmmmsu
warfmauinsuiiianuSeumiiane lunuzitaquniniiwisunnitnedwaslulalsdaasiimh
apunsuunduiifiuinvenunumnivinaseunsusaunsuds Nrnuideiiminsadunaldimg
faqumidin CCTO uaz LTNO  fo3aulasisla-wauuuiiiie flaseadumegamenadinsuuazuay
sufiemusunezashiane esnnismaeiealouizau g duly maedeniaguninaanlyd
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n3EIUMIe583IFa lauaud ladlana3n lugUuuvzasilanung

109



MW 4.49 MWY SEM WUENWINYBITIQETINN (1) Lig o5 Tig 05Nig 050 (B) Lig1oTip 0sNip g0 8%
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Tuamisaiiladnmnasddsznaumaeiinusnasnsuuazaaunsulaglimaiia
TFnaiia EDS wamsnaans sauaadlummni 4.50 nuamdensinamaneassnu USinawas Ti
l#lausamiu Li lu Nio mmiamnwﬂﬁmﬂﬁqmﬁu‘%nmwaum'iu (ag@*?'i 2) uasiivFnaniasnii
ushameluinsu (am"?i 1 uat 3) HAMSNABBIGINENHADAAADINUTENUMTITEYEY YH Lin uas
Aot (Lin of al., 2006) FenuUmMTHTaGananiii leiauas mMsscansasasie Ti Husnawaunsuina
wliraunsuilauiamalwihdluauiu drumelunsuiiausdmaluihduasaednihdaduna
dissnnmslavzas Li Tu Nio é’qfu‘[mqa%'wmqagamﬂﬁqﬂiznaulﬂé’w%guamuwawamﬂsuﬁﬁmﬁﬂ
tnsuaadlumsneianh LLa:ﬁL%EIﬂIﬂSQﬂ%ﬁﬁ%ﬁﬁﬂaﬂﬂﬂﬁﬁﬂénﬁ”h TAS9§519UUY “core-shell”

SaquniinnsanumatsiihumsinmnlassademegameauasTaseaaudn
gﬂﬁwmﬁ'ﬂﬁmﬁ'ﬂﬁy’qamﬁm wazthanthinlwihlaemnniEuy (Silver paint) Fmhnssaseuite
Anmnantamelibuszauiamaladidnain TasfAnmiidrgamgi 233 81473 K uarlugeanud
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Taddnnsn TaammualiuSinamas Ti @ifiae 2 mol % HAMSNABBILTAIGINWA 4.51(n) WU
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Liy 1o Tip 0oNig g0 688 Liy 5o Tiy 0,Niy 10 WM I80BDENAUNSY wam'ﬁmaaqﬁyﬁmmqtﬁ'aqmﬂ%q
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fien & figann daudaslumuii 4.52 Tasmlludangdnssumsnauamemeladidnainaiunso
aswnelalasuuusasinmsiauaaemaladiina3naae Cole-Cole  muanmsf 4.17 Failuannsi
a%mawqaﬂsiumsciauﬂmamqlﬂ5Lﬁﬂm%ﬂiﬂalﬂﬁawsmﬂwawmamwﬁﬂw;ﬂhﬁLﬁmﬁyu'lulﬂ5Lﬁﬂm%ﬂ
RAsanmmnznszinumskauamemsladidnasnitheanmssuzaslalnalvihilssnndnswazas
dunulnih

. g —¢€
& :gw'f‘s_—m, (418)
1+(ja)r)
oy g =¢-j&" (4.19)

]
=

il & W8T o Aaeasfiladi@nasniianude (static frequency limits of dielectric permittivity) Lae
mm'ﬁ'gq (high frequency limits of dielectric permittivity) MUAIAU 7 ANAIYBIMSHBUANINNLAD
[Bna%n uaz o AarmasiiuazliAszning o fu 1 muuuudesswasmskeuamemaladdnainluaay
ARMULUUTIABIBIANE (Debye relaxation) o azdaniugud tudalalwalwihnndluladidnasn
finanasmsrsuameniladldnainuniunuennd 6 o >0  wasehlolwaudazdiingueinms
Kouameamsloddnasniisneiu daalipuiasesmagadamaladidnasniianunhanniu datag
laddnasniisramminluihiiinntu saswihlwihasiiunumilsdydemniamaladidnaineasiag
Y Gelluaumsi 4.18 sansatiuuladlmivilalvseandestunemmassunniigalasmsiiama
P3N fagums (Abdelkafi et al., 2006)

g, e T (4.20)
1+ (jor) £o

e 0'*(0'*:0'1+j(72) Aaamuwih IW#Bedou (complex conductivity) Tosi o @ dnmwihlwih
Lfimmnﬂsxaﬁﬂss (dc conductivity) waz o, ﬂﬂ’lWﬂ’]lW‘W’lLdElﬁf\)‘lﬂﬂ'lil,ﬂalﬂuﬁ’lLL‘Iri‘liQ“llENﬂ‘iz?\!
(localized charges) Wag S A (0<s<1) sumsiEsdouRt 4.20 sansousnflusumsiuans
nzduaduazantasmw laeadl

1-a -
. (gs_gwl){u_(m) sm(a;r/ZZZ} , o (4.21)
1+ 2(wz ) sin(ar 12)+ (07 )% &0
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oo (¢, — &, Nz ) “ cos(ar 12) ! (4.22)

1+ 2(wr ) “sin(ar 12)+ (077> &0°

NNENMITN 4.21 waz 4.22 wuhanwih Wi luiagledianasnidndnadanisaauauainig

ladane3n (€") uaziinanamsgadanelodianainuaise (€') wanusnuasannsi 4.22 Aadiu

=) a o a do v s Y a v V| ]
amsgaydennladidnasnnaunusnunmsnyuraslalnalwihiasvauasdaaunlnihaausn diu
wanfigasunudivasmsgadanladdnasniiasnnmahllihnssuanse wazanaumsi - 4.21
ansaRnsanlanmaiblihdissnnmswasudunisasdszylunaniignafismezassnyvih
arfinadansnausuasladidnainyaiagais

391 4.6 fudsen g lannmsUsudisunuuihassiudayanmaass

T (K) AE=(E-Ey) a s ’ _?-1 4 -402 =
(Us) (10 "Sm ) (10 Sm )
233 8700 0.340 - 170 - -
253 8250 0.320 0.8 38 0.080 0.021
273 7800 0.300 0.8 10 0.210 0.053
293 7500 0.280 0.8 3.1 0.460 0.180
313 7000 0.275 0.85 1.2 1.350 0.640
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(M)

¢/10°

10° 10° 10* 10° 10°

(¥)

¢"10°

Frequency (Hz)

Mui 4.52 MsUudisu (n) @1 € was () @ € 29 TaqLYIIAN Liy o Tiy 0,Niy 5,0 INHANS
NAFAINUKANTAIUIUDINUUUII AN NAANFIFASNNENMSN 4.21 wde 4.22 §unud
UASABKATINMIAUIUM VLU uazdudnualee 9 ADNaYRININABY

NNHANITUSULIBUTBYIINNITNABBIAVUUUIIABINITHAUADIENIN
TaBENASNENENMTN 4.21 WAL 4.22 GIUFMILUMWTA 4.52 WUNFNMTYBILUUIIADIMTHAUARE
mqlm5L§ﬂm%ﬂé’\iﬂdnﬂmmsnmmsﬂﬂ%'uLﬁﬂﬂﬁmsqﬁuﬂagamﬂwam'ﬁ‘nmaaqlﬁaiiwmmzau Toswua

nmslsuiisuladaunuiunanisnaasinear € waz €' avunuidaasnaniausaagulan
wgdnssumstiouamemMeladianain wisaauauaanaleddna3nuasiaquaiin LTNO dnatiiasain

nilalwaluihuazammihlwihameludag daudsene g nlannmsdSuiisudayauaaaluansii 4.6
PNNANTN WuNaIMsHauameneladiana3n (T) daanasednaFilaguvaitiuanniuy
Hagenanfiazuiliiannaiiiasannmsiisurasanuminuiuzaslalwalwihuasmslwa lswsu

] v

Mieduarednsndangs uvannniidanuinsudsunlasangauvgizedalzesmsiaunaiy
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< a

maladianasnlafluluaunguas Arrhenius (FuN15N 4.2) aeuaaslunIng 4.52 nnsn

ANNANNUTIZNIN Log,(T) AU 1000/T  ewasnunszaulunszuviumsiauamemelodidanain
ansadwalannanuduresudunsv Tasnuhmwasnunssduinlglunszuiumsmseauamens
Ni,,,0 Henszanae 0.391 eV mwasnunanulaasnanild

0.02" "70.93

0 MaanlaaIswadiwasinlalstaraiayinny 0.299 eV HaN5

laddna3nuaeiaquaiin L, Ti

AMNGANINIFIIAN Liy o, Tig 0, Ni o

naaasdinanil erafeduiiasnnamuuandeaslasaemaamadsiildaiunenluisaiiiy
 videanaiennaNuLIINSuasTags LTNO fa3enld nualsinawes Ti lesaufisnnsounuil
Tulaseaundn Nio 1dase FelSinames Ti fimnsounuiidumisees Ni©* Tulassaindn Nio Td
dmansznudaantidmalwihmelunsuesiaquniin LTINO  lusdhainn daiildaiunaluride
4.2.1.1

-4 -4
Ea(r)= 0.391 eV
-5 L5 —
N (@)
(=) «©
D .6 -6 o~
9 Ea(s1)= 0.272 eV | %Q

\@\S%@\S\@\ N
8l E,p=02636V0°
30 32 34 36 38 40 4.2 44
1000/T (K™)

Mwii 4.53 mswdsuudasivaamgizasammilnih (6) waznmpasmswauamemaladianain

(D) AlennmsUSUREUNINMINABBINUFNMTN 4.21 Wa 4.22
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wannnnMsdsuwlasmuguunlvesnmzasmstsuaasmaladian
asnaziulumungues Arhenius uay Nudsidanunmsidsunasmuaangiives o, was o, Na
nndSuifisudaya (Guaasluansed 4.6) defivuliniduluamunguas Arhenius dwmsumsihluih
a v 4 g
anane Balulumuaums

o= 0'Oe[kE‘ETJ (4.23)

o o, Ap A9 waz £ Aenwasnunszquisum s i (Conduction activation enrtgy) NNTIN

ANNFNHUSIZNIN Log,,(G) NU 1000/T mwasnunszduaasmshlinihamnsadmwaldnnany
Fuzaadunsiiiuluaungues Arhenius Zatluanuduiusidudu loswuhmwasnunszduly
draamahlnihees o, uas o, 209380 NNRN Lig,,Tiy ,Nig ;0 HAUszanm 0.272 uaz  0.263
eV mudau ewasnuidnalaainaniienisanhewasnunldlunszuaumsiausaanaled
< a v & 2 oo [ Y a o a = v v go a 4{'
wne3n astuidienuduldlen msesusuasmladidnainaiaaziienudunusnungdnssndu
uanwiliannnszuiumaihlwihmelunsy Wy eanennmsesusuasnleddnainfinannaiu
apalalwalWihiiiennqunnsaamelundn

Ni .. O lagld

lumsanAdeillad@nmanidmaluihaasiagesiin Li Ti) ,Nig o

watednnuaudalninsalell aiduneiianidsyldnadnmnanidme i luduzsansunazvau
tn3Y (Sinclair et al., 2002) dnAuaufBday (z*) saviagapgne ansadnaldnnanudunus

g =&- jg":_;* (4.24)
joC,Z

o & wer o ApdiuateusrdIuIUNMWIBLNEIINGITIBou (&) wser o ﬁammﬁ'@mu
(w=24) e j=+-1 Toed C,=¢,5/d ﬁaé’aLﬁuﬂszay,l,uuu,cjuc&jwmuﬁf‘i%uﬁ'wmnm (empty cell
capacitance) s #p WuilnasTandatns uaz ¢ Aanuvinuasiagfod
womsdnnauiamalwihlugngumgiguuaanmgisuaasdamnd 4.54
() wag 4.52(2) MUIIAU wudﬂmﬂﬂm%'uﬂmﬁuﬁLLﬂuﬁL%q%'auﬁé'ﬂwmzLﬂugﬂﬂéqwnau NANIS
neaasdananilfidnsasiindeiuiaaenin LTNO fiedsnldanizauq dildndnuudluidod
U uazA3INnaNTadNinaufidedouminsadanaldaasinsaamall sunaduilgnmgiicnuedae
nsaauduaanaliiiiaesinsu uarilgauvaigiuaainisasuauasneluiizaszauinsy
0

< [ a va Vi v o 4 & o v £ o va o 4 o o =
Wudagiandamelwihldasheuemnalas Usenaudensudiiantd@iduasneiin wazeaunsu

(Sinclair et al., 2002) wanmsAnwlegldinaiiadananiamnsaiivdulaiiaquaniin Li Ti, ,Ni

0.98-x

ﬁauﬂ’ﬁlﬂuamu mﬂwamsﬁﬂmm&ﬁmsn‘mﬂ'mm34671umuuazamwﬁﬂvxlﬂﬂudauwmLﬂiuuazwa‘u
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insuwasiaqunin  LiTi  Nij,, O lafiaampiiensq daily eramminluihilldluudazgumgi
sansommnalennaunasuduiuausizedeu LLazmiLﬂ?{ﬂuLLﬂmﬁ'uqmwQﬁwammwﬁﬂwﬁlﬂudm
gaansunazzaunsunuIndulumanguas Arhenius uanmsi 4.22 aaudaslumnii 4.55 wdanu
nszgumah ihludinwaansunazzaunsulimussana 0.216 was 0.369 eV MUMGU AIWANIY
n‘sz@i’umsﬂﬂﬂﬂwﬁdwﬁ’uwmLﬂ‘suu,az‘*uauLﬂiuuamﬁqauﬁ'ﬁwmmsﬂﬂvxlﬂwﬁsmﬁ’u (Lin et al., 2006)

(ﬂ ) 16000

Cole-Cole
O 343K
< 353K
12004 o 363K
[ © 373K
G o 383K
G 80004 o 393K _
N
4000 -
0 5 T - T T
0 6000 12000 18000 24000
Z'(Q.cm)
() Fittingofdata Ao o o °
80001 o 233K a0 o
A O O
O 238K L0 0 0
‘S 6000{ O 243K a9 Ooo i
3] A 248K £ s o I
Ci A QO o)
o 40009 10° Hz—
N
2000-
0 L T T
0 4000 8000 12000
Z' (Q.cm)

awil 4.54 aulnesuduiueudiBedounasiaquniin Li, o, Ti, o,Niy ,,0 lusgaumail (n) 343 8
393 K uaz () 233 4 248 K duivdussdamsuszanamnannueumuludiuaes
insuwazzounsy Taeldaums 2" =R/1+(jor) ™ wa - =rc (e R @a Manu
sumuludiumeunsuuazzaunsy uaz ¢ damannyluvhludisansunazauinsy

ez o P8 e LagdassuINg 0 AU 1
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E =0.216eV
a(9)

\SSSS\

0 {—— Linear fit of data
20 24 28 32 36 40 44
1000/T (1/K)

Mui 4.55 miwdsuulasnugumgiizasammiblWihmealunsuwazusnasunsuy

4.2.1.2 (Li, Fe) TaU NiO (LFNO)

Nt 4.2.2.1 uay 4.2.1.1 fiuan wuhmawieuiaguniin LTNO
FeAsTiTetuazdimadanslasanameameauasartameliihmalunsy daiilunuideluduiis
Iadnmantimluihuazanidmeladidnainuasiaauniin LENO  fwianlasisly-wauuuitie
Towly Li waz Ti Toulu Nio @asUSanaans g @a Fe, ,,Nij 0, Liyo,Fe, 0,Nig o605 Lig osFe, 0oNig 4505
Li, , Fe, ,osNi, O, Li, sFe, ,sNip 4,0, Wae Lij Fe, ,Ni

0.10F€0 0 0.600> 0 wamsAnwlasainudnuazmaiona
2993891 HN LENO Mia3enlagi5ls-mauuuiite aauanalumuni 4.56 wui Jaqusiin LENO i

0.88 0.05 0.05 0.05 0.10 0.85

Iﬂ‘Nﬂ‘:"ﬂ\‘lLLUUQﬂUWﬂfi(LLa::flgULLU‘Uﬂ’liLgﬂlLuuﬂaﬁ§Q§LaﬂﬁmiﬂﬁU NiO %QEULLUUﬂ’IiLgﬂ’JLuuﬂm
%’qﬁl,an"z?ﬁé'nwmﬂﬂﬂﬁ'ﬂﬂﬂé'wﬁ'u’i'aqmswﬁn LTNO, LVNO, uaz LENO #iisnlagiswadwaslnlals
Fa (Fauaaslumwii 4.33) TasaFouuzas NiFe,0, Ididnauluiagusiin LENO fifivdinamslad
289 Fe (AU 10 mol % (Li, ,,Fe, ;oNij 5:0) wamswmamﬁmqﬁ’uﬁ’uwamsﬁnmmmﬁmﬂﬁu’iﬁq
wiin LENO idsnlasiswedwaslnlalsdalumie 4.2.1.2 draeiiudn (a) ﬁﬁwmmlﬁ'mﬂgmmu
madguuzasisdiendluiaawnio LENO  udasdamsed 4.7  masiudndmsidsuuiaies
BntipamuUSanamslatued Li uaz Fe fitasann wissunaueamad Nio imswasuwlasmudsunm
284 Li 4ae Fe Hagun

NNMNH 4.57 wuh 1A598359NNYaMAaTaq TN LENO faseulag
SElmaauuuiieiimsuasuulasmuUSinans Li was Fe nlaluduagenn Tasmnazaansud
wnlinfesiisdumulsnomes Li #ldley mevesSmamslotses Li  nidemsuldsuuias
Tassadumegameluiaqunio LENO  fidnsuzadeiuiiiaduluiaawnin LTNO Tassadmg
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- R S R o T T S S
JamaiianuuiumIINNwiaUsinmees Li nlglaUinanndu agnlsiima diainyinnwes Fe
nlflad wamsnaassnud lassaiemegameaisnguiiodululaseaie madsuudasaenaiiil
AauaaNlumu 4.57(9)-4.57(2) Walauiisulaseaimeganeazasiaqwiin LENO Nwsaulas
ad L v a d' = as a = ' v [
FBlo-wanvuiitenuiaguninidenlasiswedwesnlalsdas wuilaseasemeganmazesian
neseulannaadidifisnsuziuanaiuadidany awu TumAdeiddddwnunmsesaniaguniin

ladanasnngy Nio megIsnicneiu azdinadalaseasmegamainnuuaneanues

T + NiO
+ * N|Fe204
. +
5
S
> +
g7 * * T(6>
C
g | 16
< L ) i@
(3)
| @
N, (1)
L L L L L L L L L L L

30 40 50 60 70 80
20 (Degree)

Mui 4.56 JUuvuMsReNUULaItdendluiaqusin LENO  Mndsnlagdslawawuuiite (1)
FeO.OZNiO.QBO’ (2) Li0.02Feo.02Ni0.96O’ (3) LiO.OSFeo.OZNi0.93O’ (4> LiO.lOFCO.OQNiO.SSO’ (5)

Li O uaz (8) Li, o,Fe, ,(Ni, 550

O.OSFGO.OSNIO.QO

#195197 4.7 AINIKED (a) waz ANWaIIUNszRUlUnsTIIUMSHBUAIIENNLABLENATN LAZWALIY

ﬂ’i%iﬂm’iﬁ’llﬂﬂ’m’lﬂlmﬂiu‘ﬂE]Qfs’aﬁlm‘i’]ﬁﬂ LENO 7ito3aulasdsla-manuuniie

Sample a (A) E, (eV) E,(eV)

Fe, ,,Ni, 4,0 4.176 0.855 0.643

Li, o,Fe, 0,Ni osO 4.176 0.425 0.418
Li, o, Fe, 4,Nig 450 4.172 - -
Li, ;o Fe, 4,Nig 450 4.1717 - -

Li, osFe, osNi, 5,0 4.173 0.353 0.357
' ' (HFR) 0.448 -

Fo.sFeo.10Nioss0 4172 (LFR) 0.574 0.455
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RN : ’ . R R R e
10.0um 10.0um

£

TMEC 3.0kV 8.3mm x3.00k SE(L) 6/10/2008 14:31 10.0um TMEC 3.0kV &.2mm x3.00k SE(L) §10/2008 14:34

rrrrrrrrrrd

M 4.57 Mweg SEM 289389 5)1in LENO Mn3anlaedsly-wwauwuuivite laveis Li was Ti
Tud3Inmena g @ (0)  Feyo,NigegO, (8)  Ligo,Feg,NigeeOs  (A)  Liy oiFeq o,Ni 4,0,
(\1) LiO.lOFeO.OZNiO.SSO’ (Q) Li0.05FeO.05Ni0.900 ae (a) LiO.OSFeO.IONiO.SSO
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Mwil 4.58 msidsuwlasiuanudeesd € wazan and 2avidgnin LENO filaddae Li leaau
TutSinauang g

10° ¢ . ,
E (n) Lo.osFeo.oleoA93o 10° (2) o L!o.osFeo.ozN!o.gso
4 r L L!O.OSFeO.OSN!O.QOO
10 E ) = Llo.osFeo.mN'o.Bso
F 10
- F 7e)
w T c
10°¢ 2
F 10
[ AV T Tty
el Ly A
: 10°
101 jm Covvvenl vl vl el R ETT] B R R B A AR TT] B SRR |
10° 10° 10* 10° 10° 10° 10° 10* 10° 10°
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Mwil 4.59 mswdsuwlasiuanudeesd € wazan and 2avidgniin LENO filaddqaleaauuag
Fe TutSunauene 9
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(n) 0 -50°C ) O -50°C
AAAAAAAA 5
10°
Tw
10%
1 -_ 100°C
10 E 1 IIIIIIII 1 IIIIIIII 1 IIIIIIII 1 IIIIIIII 1 IR 101 E_ 1 |||““| 1 |||||||| L |||||||I L |||||||| 1 L
i O
12 - \
6
9
[Ze)
c w 4
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a

M 4.60 Mmsildsunlasnuanudzese €' uaza tand aaidqEiin LENO Ngamaiane ) 29

u

QTN () Lig o5Feq 0,Nig 050 U8 (¥) Lig osFey 0sNig 000

HansAnmantaineledianainzasiagusnin LINO wisulaei5lnas

WUUNILE UIAIGMNN 4.58 waz 4.59 Wud @ € 2893aqusdn LENO dagwunn lagdsumnmms

Bownd Li uas Fe dimadaauiamaladnainidiuaghann Tasfiunlinaesmsuadsuulssadeiy
wnaﬂswﬁwﬂui’aqmswﬁﬂ LTNO (Wu et al., 2002; Lin et al., 2006) panie @ & enufiniu
onalFanamas Li fviiatu luzasfimsdiuduzasiinumalad Fe azdwmalien € fehiianas aaan
Frgaunnfinaamsio uennniiudranud tsesmaiiemaiauamemaladidnainiiunliniias
Aalugranudfisnaudaiinysnamslovees Fe  dauaaslumni 4.59(n) MNMIANINGANIIN
miw'auﬂmﬂmqlm5Lﬁﬂm%nwaﬁa@gL%iwﬁﬂﬂduﬁqnénfr Gauanslumwit 4.60 wuh wodnssumsa
amamaladidnainddnvasiindeduiaguaiin NiO  nguduq Wu LTNO waz LVNO  namiie
ﬂszmumsciauﬂmﬂmﬂﬂﬁtﬁﬂm%ﬂﬁmmﬁauﬁlﬂiuﬁﬂmwmmm3ﬁLﬁuﬁuLﬁaLﬁuqmwQﬁwmms
NAaBY MWEIIUNIZEUSMSUNTTIUMSHBUAMENNLABIENA3NYBIIEqIETN LENO oFoulaeis
T-wauuuitie aqudimaei 4.7 wuh dwdsnunssquitlilunszumadauamemsladidnedn
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Sunhivifsiistumumaingasiine Fe ildlay wosiidaaasmumainma/3inm Li uenanil
udanuhamwdsnunszduilldlunszumsisusmemsladidnaindailadidseiundsnuilily
mathlihmeluinsy dauaaslumsed 4.7 wamanaaasfananienvasiudeidudule
nszwIuMInauausINaladanadnuazmah lwihaelunsuresisguninngy Nio Hungdnssuil

fianuduiusiu  wazamgraamsan € ngannluaguniinladidnainnguilaaazadunglaain
nalnamsihiWihidiezuluisguninngy Nio

4.2.3 "iaqmﬂﬁnmju NiO MeTanlasIsnIsdaramInNaNNsau
a ] va a o a o
4.2.1.1 miﬁﬂmNawaaqmwgﬂumsmmﬁnmaaammmq'lmmaﬂmﬂmanaq

L6340 Li, . Ti. . Ni_ ..O

0.05

nideluduiiladnnnazasgamgilumswnniindasui@meladianain

0.02 0.93

0.0oNig 5,0 wazlainmamsaulasisnsaaisdd

BNFETNN LTNO  NHFadINu89nI5:38A8 Li, . Ti

NMNANNSDU TUADUNSLATINTITLALSNA UMM THFNFI TG UMNTAFIUNWIULNaGINaTHa LI
a < $ . & a a o <& o

U3gnd Nntuhasazmzaasssuanainuliuaaluningamgil 650 °C Wluna 10 lus Jaguam

dadrumslavuay Li o nlagnihly@nmlassasnndnlealdinaiin XRD nUUIFAHN

0.05T10.02N10.93

Lig 05 Tio.0aNi 550 @t IBugulasmssafiadluuunanmsusaauuuuunudsd wazihluwnuiing

pomil 1200 woz 1280 °C iflunm 4 Hilws Tassahandnuazlasiahameamazasiagunin
Liy 4.Ti, o,Ni o,0 fildgninlu@nwTlasldinadia XRD was SEM  ewady snAdeluduillddnm
anudmelwvbuazaniamaladidana3nuesdaquasiin L, Ti) ,,Ni, .0 Tudngamadl -50 &1 130 °C
wazluzeamnad 10° 9 10" He

KON IANLATNETNHANYDITIAKIUATIALETINA Lig o Tiy 0Ny 4,0 NEHIY

0.02 0.93

a

M3nuinamvgi 1200 waz 1280 °C lagldimaiin XRD wamiganmwn 4.61 wuhzluuums

U

Lgﬂ’amu%’q&aneﬁﬁgﬂuﬁaqmLLazi’aqmiwﬁﬂ Li o5 Tig 05Niy 50 ﬁwxlamqﬁugﬂuuumiLﬁyﬂ’smu%'qﬁmﬂ‘z‘f
lu NiO (JCPDS no. 78-0429) lesiilassasuitlunuugnuiad uaz Nio AatWananyesidgsin
e adatuiinadeduldssuhenssrumasnaiinlignananulusduuumsidenuuisiiand
spmmaiaguuaziaaEnin  Nngluuumadeuuiidiendanunsasnamanegasiasindnld
Toafientszanm 4.173 A uaz 4.175 A dwduiaauninfithumsuniigamafi 1200 °C waz 1280 °C
muddy wamsAnmdawud daiingamgilunszuiumsduensi fiandniidoandasfumass

NiO zadaudmunialulufiameayy 20 Miseas
anBEdNgIUYaIlANETNNNGINAYBIITAETNN Liy o, Ti, ,Nig ;0 KU

a
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MuSIGU Fpwneaunsuiizinenleduliaiinauunilumsiennin Tosanuuananzesamnees
tnsuitiezuasnaniiansdewadaantianalWihaaeTagusiin Li, o, Ti, ,Ni, ,,0 Ndaseila uanaini
gawud iatingamgiizasmawnudinain 1200 °C Wy 1280 °C Taxsasmegameazasiaguniin

Do o R ; da v ma A PR -
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Q51NN L, o, Tig 0,Nig 4,0 fthumsdnmlaseaeudnuaslaseasrama
qamaldgninindnmnanianmeluihleglfineiinduiuaudannInsalal dawaaluswil 4.63
aulnaSudufinaudiiedounasiaquniin Li . Ti, ,Ni,,,0 HEumswnuiinfigamnii 1280 °C &
Snvasfugueionnon  Tesfimnaduiuguinaseaionauduiiuaudiinnelvafiuioan
aaumnfiann 120 °C &4 80 °C vsrdamaiindusasanushumuluihilonamgivhadu (Sinclair et al.,
2002) mﬂwamsﬁﬂmﬁ'qmwgﬁﬁiﬂ wuduﬁaamqmwgﬁaqﬁq -30 °C5uﬁLmueﬁt%qez?'augﬂﬂénmau
%mmiaﬁﬁLﬂmlﬂ”lﬂ”lmmmm?{gq (@UNATNBNNUAUATNTDUUDITTAYTIND Liy 45 Tiy 1,Nig 030 i
mawnuiinflgumnfl 1200 °C Fdnwnsmiioutunamanasadluiaauniindinanil) wamsnaass
Fanamvadh YIQETINN Lig o, T, 0,Nip 050 1’7;m'%smmfﬁaqwﬂﬂa‘i%ﬂﬁamﬂc?hmqmm%auLﬂu‘iaqﬁﬁ
audamsluihluidaliasiauaimisg Tesdssnaudeduiiianwin Wi iigauased daansn
fnsanlandudrnasmsasvaussnelnihludiuzesunsuuaszaunsy musau Nnuamsdny
an ANl #i1209380155980N Liy o, Ti, 4,Nig .0 toeldimaiiaduiuausd aranudumulnihuass
mamwihlwihluduzensuuazzauinsuiigamaiivne q sansafiastszanald Taasuamndu
vhuglus‘fﬂawwmamﬂm%’uSuﬁLmu&%@%’auiuﬁaqqmﬂgﬁﬁﬁmLﬂugﬂﬂémmau enamwenumuluih
mludzaunsunazmaunsuilddaganuhiimadauulasiugamgifdulumunguas Arhenius
Fauaaslumnd 4.63(n) Guilu mwdsnunssqumathlwihmelunsuuasiivauinsuasiagunin
Liy 4:Ti, 0,Ni ,,0 fitsniinfigamgiinsaasilmansadinaldnnanuturandunsw wanmsdiuio
uaaslumneil 4.8 Mawamsdnsmuh wasnuildlumsnssqumsihlwihmelunsuuasiivaunsu

NAnanailaiNavgNuBIM SIIKIIN
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4x10*
(n) o 120 oC 50004
| v 110°C &
3x10* - 100 °C 250015,
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9/ 2 104 [ 80 OC 00 2000 4000 6000
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(¥)
I E =0.315eV
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L |
[
-1 5L
6
L E b = 0.483 eV
_7 f | f g | f | f | f |
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M 4.63 (n) SUNOSNBNNUAUATNTOUVITIQBNN  Liy o5 Tig 0,Nig 0;0 NHIUMTLEHOKINT

g 1280 °C lugwgamadl 80 3 120°C MmwunsnuaaanasudniuausdBday
ludgaumgii -30 §is -50°C
(@) mswasuwlasivaamgiizasammib lWihmelunsuuazusnawsunsumunguas

Arrhenius
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M7 4.8 METiNEn 2nansweds meiledlanein wazwasnunszquiildlunszuiumseion

aaaneledidnasn wazmshluih §1SuTaafin Liy o, Ti, 0,Nig ;0 NeumMsnwinigungi
1200 °C udg 1280 °C
] 8’
aauuniitnniln  MesiiEn 29Iy E, E,
. . (300K and 1 E,(eV)
Q) A) (Um) V) (V)
kHz)
1200 4173  2.6710.75 5534 0.320 0.324 0.562
1280 4175  6.021+2.38 11187 0.303 0.315 0.483
10° ¢
£ 1200 oC amEEEENEE
10° ¢ smnaat i ppeetisie
E uunc;gguuu::ggﬁggﬂﬁéﬁggggﬂgwwsw E it i
- [ vv" )t** %" _
w W . X s
100 Hz / ; +:I| OKOHHZ
—e1kHz L ° ‘
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—=—1 MHz i z
w 4r o) 4r
c C
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2+ 2 - -
0+ l-l-:!!’!!!vv::tgtw oL ii;i%ﬂQ&B;;;;;;; 0L --uIZ!!“-CSEQC’53:*:3"*****"*";"
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M 4.64 M3wdsuulasnugamgizasaniameladiana3nuaeTaquain Li, T, o,Ni, .0 N6u

MINKinNguuni 1200 waz 1280 °C ludannd 10°-10° Hz

Tunuwidsiilad@nwantamaledidanasnuesiaqasin Lij,Ti, ,Nig ;0 1
gundiuazaNNDEN g deuaaslumni 4.64  lasuaaanmsidsuuwlasiugmngiivasanianeg

laddna3nuaadaquaIdn  Li, . Ti,,,Niy,,0 NEumsuenwilnfigamgii 1200 waz 1280 °C lTuzs
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ANND 10°-10° Hz HaMINAaeInu NaNudaIng 35 kHz M €' wasTaguaniinniaesiiagnims

wWasuwlasmugamvgiivasinnasseiigumgiiaainsia agnlsionn WaRnsanienudguas
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aoungiich wuhen € fidanavagndunau lagdaandasiumsiioiiesd and  2pamsgaytdens

LY
< 1 v H

ladiana3in lagdinainaniaziedulugneesgunginguiaiinanudzeasaunnluih wodnssw

MalaBana3naeedaquaIin Li; i, ,,Nij .0 itasenlagIdnsaaradimeanusauaina)niii

a a k4 v @ a . . . a = ao Ny ad a 4
WOANITTHNAMBAUTFALEIINN Ly 05T, 4,Nig 0,0 Ne@TeulasIdloataauuuiite uasiswodinass

Twlalsga deildnananluidaiishuan vananidwud @ wnd sasmsgapdenaladidnasnii
ﬂamﬁﬁwﬁﬁﬂ%ﬂu%’aqmmﬁn Li, o, Tiy ,Ni, 5,0 ﬁmumimmﬁﬂﬁqmwgﬁ 1280 °C l¢fildiiaanng
atamaduilaanudanmas Taadlunafssmnmsiisdurasammiluihnssugnse  udngiinssu
mahlWihnssusassdananillineluiaquninftumasnaiinfigamafi 1200 °C vehauiia
Ti, ,,Ni

0.05

MM INihludaaus 180 Li, o, Ti, o,Ni, ,,0 sUdtAUgMM)RueImMstnriing s

12000
9000
"W 6000

3000

Frequency (Hz) Frequency (Hz)

MU 4.65 UFNINYANIINMIHOUANBNNLABLENGINUBITAWUTIIAN Liy 1, Tiy 0,Niy 0,0 NEIUNITLEN

]
=< =

uiinNaamnil 1200 °C uas 1280 °C Tudvgamgil -50 &1 30°C

NnuanmsEnwwginssunisdauaaranslaodianainyesiaqasiin

Li, . Tiy ,Ni, 0,0 Nt@380108ITMIF8AIMNANNIDU GUTAIUMND 4.65 WUNTNADINTAN

NiO.QS

] [ % 1 = 4 = a g a 2 a a a
pEaauNaUERIA) €' uwasiiazes and savmmsgydenilodidnainasmasuiluluiiameasenud
NGUUNDLNN UMY NVBININABDY HAGINANIHUNZTNNYANTTNNINTLAUMIBANNIDUYBIFNUANN

laddne3n mwasnunszquinlddmsunszuiumsiauamemsladidnainainanilamnsamunle
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loaldngues Arrhenius  aNENMITN 4.2 HAMIMWIMNUT Wasnunszaunlglunsdauaarans

lad@nasniieaululaqusfin Li,,,Ti) ,Nig,0 NEhumsuinigaumni 1200 °C uas 1280 °C

HAUszanm 0.320 war 0.303 eV MNEIOU HAMINADDI IUNWITHEIUTNUNINIAWEINUNTTAU
dmsunszuaunssiauaaranaladianadnuazwasnunszgudruiunisi i ludaquasiin

¥

Lig 05 Tig.05Nig 0,0 HPa0aaNa lFgumiilumsinuilniiiadu wanmsnaassaenanilaualia € 29

[ a

AQBTINA Lig 45 Tiy 0,Niy 0,0 NENUMSLNHTNNAUNAN 1280 °C  Hegeniniaansumseneuiing
AN 1200 °C  9ualumMwi 4.66 wamsneassniaulasananilansoasingleeasa luil

9 Y

] ol ol réd =

SmsunsziumsdueNsiiaguniinle 9 Jaguninniumsunniinnaurgiginiazilanaia
%0979w8998nT AU (Oxygen vacancy) lulassasiandnlaann asiulszadassluiaquniniiniums

b

wEingumngil 1280 °C JfiUTnaninnnd Feradualven € vaeiaquniinfthumsuenniing

9 u

b

aounnil 1280 °C HAgend LﬁﬂlﬁauWM%fTﬁaﬂmswﬁﬂ Liy 05 Tio 05Nig 5,0 USaNauraeuszadasei
Womsazanimaunsuluiaquniindananiasivsinainnn dwalianuduasmslna i
maluihdadninndu agalsfionn msfivdinalssydassinnnhilazdenaidadoaniang
Tadidna3n Tasaslidhuasmsgademdladidnainuasiaaiiciitude nania mafiszadass
finntuesdanaliiionmiasiluiivssadasziTomaniazannsamdsuiituilaasinniu Tasas
indauiidananiisiinalasassdamsgadamaladidnainuasian 1naaed 4.8 wuhe & aasiag
RN Li, o, Ty 0,Nig 0,0 FALANINNTUMNANAZBUNTY KAMINARBIGINENTHTINT0eswEldlas
wwuhaasaslassadumeagamediautiamaluihgs
Nawamsanmantameliihlosmeiinduiuausd lawuin tnsu (grain)

Yy

WazEAULNIY (grain boundary) eIFQINNN Liy o Ti ,Nig ;0 Hamwihlnihnerenu Taseamwih

v
o

Idhmesasdudidvmualiiu o, wer o, owdGU wasnsaasduiiiian € fdndudie Tag
fvualiity & war &, mudau aalu mesiiledldnasnidedeuludiuzeunsuuasraunsurasiag

WBIAN Lig 1, Tig 1,Nig 4,0 d8sadieaulatilu (Raevski et al., 2003)
g,=8,—Jo,lw (4.25)
Egpy=Egp— JOpl@ (4.26)

[

MANladdna3ndedausin (&) dnsadeulanail

-1

e=Ll L+, (4.27)
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Wa t, AD PNAUBUNTU t, ABANUMNYBNIBUINTY WaE L=t +t, WaNMsand L>>t, uay

o, >> 0, GOHUENMSH 4.27 SansodalieglusUateneldaeil

PR -3 # , (4.28)
a ao \1+ jor

Watwuald a=1+6s, /5, r=asg, /6oy, S=t,/L.

< g s A A a3 < = v o o &
‘nmmaLﬂugluﬂmawmwnmmﬂ ) dNNIIN 4.28 awuﬂ'sal,wﬂuﬁlwagiugaﬁwqusl MU

& = Léo . (4.29)

gb

{{aNA3NTATETNNNYAMABNITGENTN Li, ,, Ti O YNEDIBENUUNUFIUYBIMTANEN

0‘02N10.93

avAUsznaumauaiizavinsuuazzauinsulasmnaila EDS arxnsodssainaladn anuvmnzawauinsy
(t,,) Baidgyedasiiznauiiy asnnuTinaees Ti lgladivsinanuhiuluiagniaes deliuan

aumsh 4.29 Mansaasulen anuuandgesm € Tanaiiasnnmsfiiagaedaneaasiifizng

1
=

NIUNENM wenniiuay /€ Ninhwesigguninimiumsinaiiniiammgil 1200 °C vgaIu

9 u

ninngwsunUnnglulasiasemeganme asuaaslumwers SEM

NNHANINADINUTN BaTaUue € (Ngaunniiviaauasiannd 1 kHz)

= 4

2TAYENANNENIUMSIKTNNaMN 1200 °C uaz 1280 °C Henszanm 2.02 (€',,,/€" 1500=

u

11187/5534 =2.02) 1AFNMSH 4.29 Wadsand W ¢, udz &, venIdquninndasiisny

AanUMNENNTN 4.29 nsadauliagluglresdandiuveedn € 2eaTdquENIRN Li 4, Tig 0,Nig 4,0

0.027 "70.93

L

NIFDNMNBENN O ATl

!

Eng0 _ Laggo (4.30)
!

€00 Liono

Tognsunuaan2adnsulaa@dsuasiaqEsIin LijTi o,Ni, 5,0 1N§836788719 WUdasai

aananimuszanm 2.25 Fudumnlaapesnuaandiuzasa € Nlannmsnaasifa 2.02 HaN3
naaseilaanauideludiuiivegladn anddneledidanainuesdaqusfin Li) T o,Ni, .0 §
waAnssuuuudaiulszauuugueenumely (internal barrier layer capacitor; IBLC)
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C

o

NHNNRMAN 1200 °C uaz 1280

4.2.1.2 (Li, Al) Tad NiO (LANO)

nmuddeluduilld@nmanuduiusssuihvaniamaliuazansang
lad@na3nua3aauwaiin Li, Al Ni ., O (x=0.04, 0.06 uaz 0.10) faseulagismasmadima
anudau TusaumawIanmEududemsuanmsndumudadiuiuluaiidasmsadluhuians
nnthaswanasuliuaalaiiigamgd 650 °C flunm 10 il Tagueiiddaduiunuluama
gosmaaiiens 1 muidasmslagninlud@nunlassaiiudnuazmaiiaualuiagulosldinaiia XrRD
PN TaaR Li, o, Tig o,Nig 0,0 Alannmatnuaalmiluzusulasmssadiodusunsusunaudas
msliusaduuuuunuden uwenhidauiunaudumailluunwiiniigumail 1280 °C fiunm 4 Flus
0 Aldnnmsien

TASaNEENKazM NG TINNLANEINNNIAM AL TIANIN Li Al Ni

0.05 0.95-x

uiinmarilgnihlu@nmlegldinatia XRD was SEM - eudrau sndsilla@dnmanddnmalnihuas
anddnaladidnasnzaniaquninmauiisinludiaumgll -60 &1 130 °C uazludnanud
10° f4 10" Hz
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HamIAnlaseasndnuazmsiamans ) luiaamuasTaquninlasly
i XRD udosdamwdl - 4.67  wuhsduuumsidmuusdiandicluiagmuasiagueiin
Li, ,, AL Ni
0429) Tasilassahafiuuuugnunar was Nio Aeuandnuasiaguanaziaquniinmail WeRnsan
ALNi
yin 9 FoulamsToy Guaaslumwil 4.67(n) wasanuguasiiafiisdfunadouuzas Ni fimnageu

005,0 Nnaulamsladiaasenugluuunmsidenuusadendly Nio (JCPDS no. 78-

sUnvumsdenuusedendluiage Li 0 wud wadadupes Ni ansaaanulaly

0.05 0.95-x

anuUFnumaidoras Al wamanaaasdananiiuaash Al dlFlumslatsndu Li Tu Nio shwihitly
M3102INMsINaNaYad NiO LLazLﬁaﬁmsmgﬂqumﬂﬁymLuu%’qﬁl,aﬂ@ﬁwaﬁaqmiﬁﬁﬂ
Li, ,, AL Ni
Li, ,,Al Ni
YaQLE5I8N Li

0050 OaudalUMWN 4.67(2) wud laFatuase Ni Liusnglutaquasiiin

O fugaadalura NiALO, whiungnasiawulalugluuumsideuusidianduas

0.05 0.95-x

Al oNi, .0 aRatuasnanianaiennddinawes Al lessudldledlu Nio &

0.05 0.10

USinaiiiuzauerasmsunuilussuuaas ALNi, O
nnmMsaanuadIalures NiALO, aanamnil Usinaduwnsuas NiALO,

]
= %

ndisuiuUiinawesnanan Nio ansadinaldalagnmsUszananngluuumsidsnuussdionduas

[

WTIND Liy Al Ni

9

0550 Tosandaanudunus aeduns (Hsiao et al., 2007)

I NiAl,O, (311)

x100 (4.31)
Iian,o, (311)+ 1y (200)

NiAl, O, phase(%) =

il | a0, (311) Udz 1, (200) Aa@NNLEY (intensity) woafiauand FuWsuas NiALO, (311) uaz
NiO (200) Mu&AU NARaMIANANUNUSINaFNNNSuasnadaly NiAlO, ﬁLﬁﬂ%uiu%ﬂQL%iﬂ
§n Lig Al Ni .0 §Uszano 7.1 namsUsznadananiaansafinsanlahleosauzas Al ilF
Tounanuammsaunuilesauzas Ni laties 2.9 % whilu smdumadaly NiALO, laiaansony
Al ,Niy ;0 Wae Liy Al Ni,,,0 21afinatiias

0.05 0.04

Talugtuuumsidsnuuisdienduasiaquain Li
e atudenaniiusnaiisasnnaulisinsaasanulalesanmsldinadia XRD

ALNi .. O
(x=0.04, 0.06 Waz 0.10) ﬁmumimmﬁnﬁqmmﬁ 1280 °C Huna 4 #laa gnAnwemamnaila

aneied Mg UNYeIlATIESINNINTANIAYBITTNTIINN Liy
SEM dauanslunmwil 4.68 wuhlassadumegamediansasiivssnaudeansunazaaunsy Tasnsy
ﬁﬁﬂumztﬂugﬂwmﬂmﬁ'ﬂu NAMWEEY SEM  WUN2INANTUYBIIFNLINN Li o Al Nig,, O H210a
anasmaUSanamaiiaduzas Al fildlad namsnassssananiiusasihlosauzas Al fildlausiniu
Li Tu Nio fidwshelumssudsmadulanaansuluianlod@nasnusinnaw Li, , ALNi,,, O WaM3
neasssananiiaanndasiunamsinmmaiawlaloslfinaiia XRD  deuaadlumnil 4.67 nande
losauzas Al #ldlavlu Nio  asildmdelumstudimaiiamsus Nio  daiueadululehn
ms@u‘[mwaqmsugaﬁ'ué’i%‘[mmﬂawm Ni ﬁﬁaﬂuagj’[ui’aqm Tossinaaunaiatudinaniliiann

133
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0.04 0.91

2IFALYNN Li

0.05

nuansAnwnsildsuulanuguvgiizeanianialedianain

(¢ €'uazm and  oamsgadanelodidanain) awudaslunmni 4.69 wuher € finnwd 10%-

10° Hz ﬁmmﬂﬁﬂuuﬂammqmwgﬁﬁaﬂmﬂ aehalsiomuiiaenudvasanulnihmeuaniiinsnniu
i g’ ﬁqmwga‘i@iwza‘imiamamhmﬂL‘%’J WaTEaAASBINUMSLAANAYDN and YBIMsgaLdanie
Tasdnasn aeuaaslumni 4.69(2) WUNM tanO “zlaqmsgnujLﬁﬂm\ﬂmﬁtﬁﬂm%ﬂﬁ@hﬁgqmnLLazﬁﬂ'ﬂ
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apamsh llihnszuanseluigguaniin wannniiudrdawuien € PBNINYIINN Li, o, Al Nig 5, O 3

msnszngmmuanudaaunniafisunuisglavaudlodidnaingiinges NiO  nguduq ue
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NnuanmsAnwngiinssunisiauaaransladianainyesiadqusiin

Li, 5 Al 4, Nig 5,0 GUFAS UMW 4.70 WUTINITWUDINTAABDENAUNA YDA €' WazinYad tand
oamsgadansladidnainiinsidaudiuvialugdnenudninduilingurgizeenisneaas

L%
=

Hansnaassananilisdlainlunaiiissnnmanssdumanasnuanusauiinmaiunginssums

Houamamaladidnainiieduluiaglodidnadnuiin NiO ngudu ) nfiezes and 2aemsguyde
maladianasniitiedulundazamnndl nawssmsiauaasmeladidnainigamgiivu g @1mse

fMunalale Taaldanudunus eeauns

ot =/l €, (4.32)

]
=

Wo & waz g, AaA AN ladlana3ninNuDe (static frequency limits of dielectric permittivity) wag

ﬂ’J’mag‘N (high frequency limits of dielectric permittivity) MURIOU UDE @ = 278, Taad f, AaANud

o 1A = ac a v & a =
o AunieiAEed and raamsgadenladianadn (tand) asuuanmsh 4.32 sansadaulalugy

In(27f, )= —E, 1k, T +Inlfzs /2, /7,) (4.33)

Nnuamasinalagadaaumsi 4.33 mwdsnunszduitldlumsiueiaunssuiumskaurmens
lodianasn (E) sansadmuale éww%’umzmumssjauﬂmzlmqlﬂSLﬁﬂm%ﬂﬁLﬁﬂﬁquﬁ’aqmswﬁﬂ
Li, o, AL Nij,. O (x=0.04, 0.06 uaz 0.10) ﬁwwé’muﬂs:ﬁuwaﬁaqmiﬁﬁﬂﬁgqamﬁ’aathfitamﬁq
IR 4.9 amadmnamuhmwdnunssdurasnszuumsHauamamsladidnainzasiaqunin

Li, ,,ALNi, ,._ O feniinannaudniipamuisnauas Al dlgladiuanniiu

0.95-x
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6 L \V4 + —— 30°C
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c - v - —+—90°C
© AN
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A Y4
R
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0 L
HM 1 lllHHl 1 111““1 1 1111“11 1 lllHHl Ll L

102 10° 10* 10° 10° 107
Frequency (Hz)

M 4.70 wgdnssumstiouamenlediana3nuaeiaqusAn Liy Al ,,Ni,,,0 Tugnaungii -60

0490 °C
@199 4.9 aaeluEn Meeiledanain waznasnunIzquaInIUNSTUIUNISHEUATIBNI
ladanasn waznisluiy dwmsudaquasiiin Li, Al ,,Nig O, Li, o;Al ooNig 5,0 8
LiO.O5A10.10NiO.850
AANININEN g o) v v
Li, ;AL Nig ;O c E,(eV E, (eV) E,(eV
om0 (A) (300 K and 1 kHz) ¢ &
Liy 05Al, 0,Nig ;0 4.167 8,468 0.340 0.354  0.369
Liy 05Al, 06Nig 560 4.168 7,396 0.354 0.362  0.374
Liy 05 Vi.16Nig 550 4.162 6,566 0.373 0.367  0.377
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0.0 7Y
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0.0 5.0x10° 1.0x10° 1.5x10° 3.2 3.6 4.0 4.4 4.8

Z (@) 1000/T (K™

Mui 471 (n) anaSuduiuaudidadausasiaqusin Li, Al Nig,, O (x=0.04, 0.06 uaz

0.95-x

0.10) Ngamadl -60 °C waz (v) Madsuwlasiugamaivasanmmihnihmelunsuy

nudveludruiiladnwantineluilhaesiaquusfin Li AL N, O
(x=0.04, 0.06 waz 0.10) lagldmaiiadufivaudaninsalel Fadumeadianiisnltlumsdnmns
aavausamaliihluduveaunsuwazaaunsy  Teasmldualowuinmsasvauasmeluihludiues
insuaziinsnausuasiaNudgensmsaausuasna lWihlusdivaaswauinsy (Sinclair et al., 2002)
PINNBNITNADBIAIUFAIIUNIND 4.71(n) WU SUnaSNBNNLAUTIIITaUYRITFQLYIIHN
ALNi
Py [ a a o a . oA AN v v o ¥ A < v S '
mnuluagueniinladidnein Nio ngudu ) flananinuarlumdaituin Fansaudlaloanse

Li 0 msuatnianwaziidudulaigUainmnandass nanmmaassainanilearsnu

0.05 0.95-x

€

douIfn {0 Li o ALNiy . O (uisgifissdlsznavaatlasiasanegamadnifiandamemsiluih
Al Ni

o)

b

neniu Teaanulasihasamalwihndezululgquaiin Li, ,ALNi,,, O dananiasisznauais

ddiianudumuliihdusgs duraaduldsiiunngiianudon (gUainenanmaduemiiouns
) uasaiemanavaussmaluihludiusessauinsy uasanaduduiinauddaauduldegais
WnaudEnfilnngiisiianudgiumumsasvaussmsluihludiuseansy Nawamsnaasdanud
Safivasanaduduiinauditedouduldeglainenauiinunaidnauilaiivguvgizasmnaans
wamanaaasinivdldhemudumuliihueunsusassauinsuiimanailagumadiviatu mzasenu
dumulwihuazeamminlwihaaunsunazaeunsuiigamaiione  luisquninamunsotssanald
mﬂﬁuﬁme&%ﬂeﬁawaﬁaqm*swﬁnméﬁi u,azmsLﬂﬁlﬂuuﬂaqﬁuqmwgﬁwaMwamwﬁﬂWﬂwmaiu
insuuaziounsuldifiulumungaes Arhenius  Gauaaslunmil 4.71(1) Amdanunszdumsin
TWihmelunsu (E,) wazuauwnsu (E,,) YBNFABIIND Liy o ALNiy,, O (x=0.04, 0.06 wag 0.10)
ansadnaldnnanutuzssnnnduaadlumni 4.71(2) wamsdmunnmamnasnunsziu
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AINEMUUFAAINTNG 4.9 MARAMIANNIUEINENH wuhamwasnunssdumslulwihnaludiuees
ALNi
Ysmnaas Al 1idaldleUlu Nio amsnesasasnamiimaieduiissannidnalassuses Al 0

NTULAENYBULNTUTBITFALEINA Li 0 Magnmaniimslasuwdaaiisaudntiaaay

0.05 0.95-x

amsoununlulasagiandnaes Nio  luudaziag Li Al Nij,; O 108U InMnaeiunes

0.05

@niae aaluasdlsznaumaeizaensuiiviiounuaeaddgwsiin Lij AL Ni ,, O 1NEINGI8EN

0.95-x

) = Ua Y d' <~ v td! 1 v o v o Y v g I DAl
danfantimeluihimiaunu Jdwmaliwasnunszgumsilnihaalunsuessiagniauiian

UONANNULNENLANIDE

4.3 aidmaledidneinvasiageaanlnde CaCu,Ti,0,,/(Li, Ti) Tad Ni0 (CCTO/LTNO)
TumiddsluduilldfuensiuasdnmantianelodidnainvasiagunineenTniova
(1-x)CaCu,Ti,0,,~xLi, ;. Ti, o,Niy 5,0 luteamud 10°-10° Hz uazluzngmmgi -50 9 200 °C Tag
1#39qus CaCu,Ti,0,, MoFenlasizufAsenuuusousaaiuia (Solid state reaction method) Tagiktu
nsrtnumauasladiigamadi 860 °C Wuna 8 Halus TuwnsdiTaaws Li, , Ti, ,Ni, .0 t03ealagi3
Tgawauuuiiie muddsilldihaguanassiadnusuiuloslddandiulasimnasde g Tas
x = 0, 0.10, 0.25 uaz 0.25 S’aqﬂauiwﬁmﬁﬁé’mwdmé’mdnﬁgﬂLmuoﬁ”aﬂ CCTO, 10%LTNO,
25%LTNO Waz 50%LTNO emudeu Saquenanlwdagninlausuifiuusunanuazunuiiniigumai
1100 °C Wunan 16 Falws lumdieilladnmuasesmssulianudouluusssmansnauiiondiws

aeandfnlodidna3nasiadguniinaaulunda (1-x)CaCu,Ti,0,,~xLi, , Tiy ,Nig ;0  HAMIANEN

0.30 7 70.02 0.68
Tassaduudnuasmaiamaluiaquniinndauuazndamsaulianudouluussnmeaninaulosld
mAdia XRD  uaesdamudi 4.72 wuhsduuumsidmiuudidiendluisgunineauTndaninouuas
nismaauldenusauluussmassnaulaifimaasuulas weennsluuumsidenuuddiandly
‘anlfzmﬁﬂﬂau‘[w?{mﬁaﬂdnﬁaaﬂﬂﬁaqﬁugﬂLLuumsﬁyﬂ’Jmu%’qﬁLanﬂu CaCu,Ti,0,, lagldaninsanuy
wWaudY Liy 4, Ti, 4,Niy 450 wamwmamé’qnénfrawLﬁﬂmﬂﬁu'%nmﬁmﬁmaﬁammwﬁnﬂau‘[wﬁm
(1-x)CaCu,Ti,0,,~XLi, ;,Ti, 0,Nig ;0 HtRWItWdUDI CaCu,Ti,0,, LY Wy wazdruvns
Li, ,,Ti, ,,Ni

0.50Tio 05Nig s0 BMAHMTAzENINNNVI UM TUIFgEHn NIeiladnnlaseasramegamea

0.68
MmEmaiia SEM  aauaaslumwi 4.73 wuhinsudanedledudia Li, , Ti, ,Ni, ;0 Nidaaulndod
USINauiady nan1snaaseanannionaieann Ni  uNauuas Li, , Ti ,,Ni, ;,0 §18150unuilu

1ANEINKNEN2DTEATIAN CaCu,Ti,0,, wazaina linsuradidguniinaanlndadivnanlazy
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M 4.72 gUuuumsdeuusadiendluigauaniin (1-x)CaCu,Ti,0,,-XLiy 5, Ti 0,Niy ;0 NBULAE

waamsavlianysauluussenmeaarsnau

M 4.73 MWene SEM 2a3Taquaniinaanlngs (1-x)CaCu,Ti,0,,-xLi, 5Ty o,Niy ;0 NBUNMTBU
Tianusauluussenmeaasnay
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E grain boundary contribution —O—¢' CCTO E
[ to the total dielectric response —— &' CCTO-Ar ]
L 4 after post-annealing O tE;1 5 CCTO A
10° £ { —5—tans_CCTO-Ar 4 10'
W 10* £
10° 3 E
102 | ol cor il ol ol 10'2
10 10° 10* 10° 10°
Frequency (Hz)
6 2
107 ¢ o ¢_25%LTNO 310
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- . 1w
w10* E mz 10° %
- e
10° | =4 10"
102 il Ll Ll Ll L 10‘2
107 10° 10°* 10° 10°

Frequency (Hz)

M 4.74 mswldsunlssnuanudeesm € uaze and 2asmsgadamalodianainigaumnivias

$nsuiaawsIn (n) CaCu,Ti,0,, was (v) Jaquadnaanlwde 0.75CaCu,Ti,0, ,-
0.25Li, , Ti, ,,Ni, ;O Nouuaznasmsaulianusauluvssenmeaasnau

TumAseauil ladnmuazasmsaulieanufauluussemaasnauiiideantamaladdinesn
2ITAYENANABNINGS (1-x)CaCu,Ti,0,,~xLiy 4 Tiy 0sNip 0  LOBANHIHEUDIUTNIUDIFDITNYD
pandrauiifetululasaiifnadosuiamsluibuasandamaleddnainasiaawnineaninge
(1-x)CaCu,Ti,0,,-xLi, ,,Tiy o,Ni

0.30 7 70.02

0 vasnmsaulianusauluussenndaIsney HaMINABBILTAS

0.68
Gamwit 4.74(n) wuhmsauldenudauluussenmeaninaulddunadoauiameladidnainuasiag
I8N CaCu,Ti,0,, 1A €' wazd and vasmsgandenmaladidnadniiaininnty lasmmsd
anuddind 10°  Hz lusaeiiauddneladidnainzasiaquninaanlnda 0.75CaCu,Ti,0,,-
0.25Li, ,,Ti, o,Nig .0 ¥asmsavlianudauluvssermeaaisnaulifinmsasuwtasduansly
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MW 4.74(7) HANIINABBIAINEIUIETD antimaladiana3naasiagasiin CaCu,Ti,0,, iin13
wWasuwlasatannmasinaasdasineaeangauitiodululased ualiinadaiagunine
anlwda 0.75CaCu,Ti,0,,-0.25Li, ,,Ti, ,,Ni

00oNipesO  HANIITNABBIGNNENUBIAUANNNNITFLTNYD
Li, ., Ti

0.02Nio 6.0 Muzaunsu Taamluuar Tunszurumssulianusauluusseameaasnausandiau

0.30
unauazgadaluannlasasn Toswzasuisiiunamauingy mawdsuulaswasmaniamsladidn
a3nluiaquniin CaCu,Ti,0,, iilasnnssinumasulianuiauluussenmeaasnauarafionnms
gdsaandauuiduiivinaeeunsy wniluinnuiudh suddmsledidnainsasiaqusniin
CaCu,Ti, 0O, azﬁuﬁ’uauﬁ'ﬁmﬂﬂﬂmamamnimﬂuathamn (Adams et al., 2002; Chung et al.,
2004) fatiu asdilsznaumitafaasaaunsuildsulldadnadeantidnelodidnainuasiag
L9518 0 CaCuy,Ti,O,, &huwamwﬂaaqﬂ'Lﬁﬂ%uiufaqmiwﬁﬂﬂau‘[wam 0.75CaCu,Ti,0, ,-
0.25Liy 4 Tiy 4,Nig s0 1150851181677 Msavlianusauluvssemeaaisnauladinadaiag
Li, 1, Tig o,Niy 1,0 fifin1sa@zanfizauinsuiriiiy é’qﬂ?uauﬁ&mﬂﬂﬁL?\ﬂm%ﬂwaﬁaq(ﬁ'aﬂdnﬁ%q
Wasuwlasdunszuaunmsaulianudeuluusssmansnaudosann luilagiu Saquasin
CaCu,Ti,0,, doiiluiaqlanaudladidneinildfuanusulanniige asnnanuadasmeanuiou
Fufudnauandailaaduinnuasiagunindinani sdnlsinn nnnenuidesenguiug 1d
wuh andamaladidne3nueaidgsiin CaCu,Ti,0,, fimaasundasadaannluussemeaninoy
(Bender, Pan, 2005) wag Tulasiau (Wang et al., 2006) %qwaé'qnénf?lé'ﬁwmmqﬂuﬂ'uwaqmﬂmaﬁﬂs
yeanudaurasiagunfin Cacu,Ti,0,, W aghelsiony Mnuamanasaslumiddsilldaunuiznms
Sneanuadssneanusaurassnianeleddna3nuasidqesiin CaCu,Ti,0,, losmseanlnda
G880 Lig 4 Tig 0,Nig 650 é’qﬁgﬁ'aqmswﬁﬂﬂau‘[wﬁmm 0.75CaCu,Ti,0,,-0.25Li, . Ti, o,Ni, 5,0 391U

TaqusniinnamnsaldnulanannansReuluwesaamziedan
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- O CCTO-Ar

Y «'7?‘\,,\' O  10% LTNO-Ar
Y 25% LTNO-Ar

30000 50% LTNO-Ar

~td 20000
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= 9000 |
w L
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]
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Mwi 4.75 mawdsuwlasiuenadeesa (n) € was (1) € Naamgll -50 °C wasTaquin

AaNlwdn  (1-x)CaCu,Ti,0,,~xLi, ;,Ti, 0,Ni, 0 MaImMsaulianusauluussenme
asnau

andamaladiana3nvasiaguniinaaninga  (1-x)CaCu,Ti,0,,~xLig 5 Tiy 0sNio 450 LHAIA

0.02" "70.68

o o o a ' ] r o v o s
MNN 4.75 ﬂ’]'ﬁLﬂaﬂuLLﬂaQﬂUﬂ’nNﬂﬂaQﬂ’] E uwuaz € ‘Wa\clﬂ']iallelﬁﬂ'nNiﬂuiuus'ﬁﬂ’]ﬂ’]ﬂa’]iﬂﬂu

pansnaaaswuna € imsuasuulasnulsanawas Li, ., Ti, ,,Ni, 0 Nldeanlnge losa € 299
Taqu513n CaCu,Ti,0,, NAWNNINNIUNDADNINENGIE Li, 5, Ti, ,,Nig s0 UMM 10%  uds 25%

uetiiatNuUSanawas Liy, Ti, ,,Ni, O U1 50% @ &' ladinsanasatnunn annidianudasesms
HANSHNAUAMEN N LABLANAFN LaLHe LA NANNDNGIB
< a' LY -1 1 d‘ a o a [% @ [ .:1' 1 = A:l' [ 1y
Wunnsuiudn aesileddnasneesiagle 9 Wnasliaed uaaziimsdsuudainuiage
MEUBNEN 9 anNINe Wy enxduazeNudNaassnN Wi gamadl anwuiu Bianlnse anuAY uaz
819 (Hence, West, 1990; Moulson, Herbert, 2003) laanilUanupuuuuwnutded (uniaxial

compressive  stress) saNHadaaNTAENNazaTdn lagannsarilvlasiasaneqazesianiing
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wasuwlasluandy Wumhaulanenueusaansadananagnian e ladanasndneme aIuaely

MWD 4.76(n) waz 4.76 (2) M5UFsULUMNUANNAUARIFNU AN LABENASH (€ uaz tand) 284
JaQLE518n CaCu,Ti,0,, WaIdaENNANINES 0.75CaCu,Ti,0,,-0.25Li, 5Ty o,Nij 50 NWNIUNIT
aulianusaumalaussenmeaaisnau

NN 4.76(n) wuhe € waze tand YN IFYLFEVDNITALETINN CaCu3Ti4012‘ﬁ'mums
aulianudeuluussenmaadnaudmsuasuwlasmuanuduiily TasSeinnniusthedatiias
mumwmﬁ'u*?;l,ﬁ'u?ivu (é’qLLaﬂﬂumWLmSﬂﬂmmwﬁ' 4.76(n)) 11&?1&1&3“71'33\!‘17@%’101@5Lgﬂm%ﬂﬂlm’?a@]‘
Ti, ,,Ni

lwAneaNlwdauad 0.75CaCu,Ti,0,,~0.25Li o niumsaulianusauluvssannmea

0.30 ~ 70.02 0.68

asnauiimsiwasuudaniosmnn dmduiaquniin caCu,Ti,0,, luthsanududing) 40 Mpa ¢ &’
uaze tand vesmagadeiicaeuineneii udiilaiinanuiAugINT) 40 MPa Miaf £’ uaze tand vos
magadeiisniuueidaiiias i & Agannuesiaqusiio Cacu,Ti,0,, Famguiissnnsunn
waqﬂszqwmxmﬂluLﬂ‘su‘*?';mﬂe?;ﬁmﬁqﬁaqiwwaqaaﬂ%mu (amuz@'%’u (acceptor  state)) ﬁLﬁ(ﬂlu
Tawsaide Tagnwzagaiviiuauinsy deiumsiivinamesamusgFuiiuouinsuiinnazdenal
Waranalnzasmadanaunaniasnnmanisnhessanudu uaznalnmsduduuuiangu
(elastic deformation mechanism) TugniEuduzasmslianuduiuiaguniin CaCu,Ti,0,, Mitdau
munmiiliasnnmswmimihuesenuduaziieiusiaduiamnnnd tufaamuzgiuiasediiay
LﬂiuuazﬁmwmaﬁﬂsﬁgqmﬂGia'ﬁ‘n%wa?lmmwmﬁu dnaliauiamaladidnadnlainasunasiu
ANNIAY (Yimnirun et al., 2006) iaanamduiliifinanngu danuiulildhanumnaasaunsy

azgniivlifizwneanas asnna € sasiaquaniin CaCu,Ti,0,, FuilulFanaiulsuaruiuany

winzaswaunsy Fuduldauuuudransaas IBLC (Wu et al., 2002) aeuue € 2893dqua9iin
CaCu,Ti,0,, NUAULWNINTULNDA N NRUIYBIYDULNTUSAINLLBINNNITANT WY DILTIUAL
SmsuTaquniinaaulwdnuss 0.75CaCu,Ti,0,,-0.25Li, 4 Tiy o,Ni, ;0 NEIUMIBUIRANN

v

Souluussenmeandnau wuhansamaladdne3nimsuasuwlasmuusaautiasannaauaaslunmn
# 4.76(2) mswasundasietulugiendusuduiilivhiiu wami‘nﬂaaﬂmm’i%’ﬂfﬁé’wudﬁaq
L?mﬁﬂé'f\iﬂénfiﬂui’aqlmmuﬁmSLﬁﬂm%ﬂﬁﬁmmLaﬁasmﬂiﬁmsmmﬂm{ﬂau (WA 4.74(2))
wasmeldusuduuuuunuds anuadssdaanududsnaniiiaguiasmnmsadyiaguaiin
Li, ,,Ti, ,,Ni, 55O %mwdqmaiﬁwamﬂsuwaﬁaoymwﬁn CaCu,Ti,0,, HANNANNLEDEIADUIIENNE

G99 LATAMNAULUULNULAE?
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Ml 4.76 mMswdsuwlasiuenuauLUULIUAEYIM € uasA) and  Naumgiivias vaeian
129180 () CaCu,Ti,0,, was (2) TaqLysninaanlwde 0.75CaCu,Ti,O0,,
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4.4 auliinmaledidnninzaianuwidn Cuo
4.4.1 MIANYINAYBUNTY DAULNIY wazkarasusiau llihnszuansasaaaianialii
waznladidnesnzasiaguaaiin Cuo
Tumaeillddnmaniansladidnasouasaniamaluihuesiagunin cuo Taald
Anwuazasmanauauasmlwihmelunsunsuuasiivaunsu sunikszssusdulnihnssuanss
ffidoautiimalwihuazantamaladidnesn madeluduilldduansifaauniin cuo nnTagus
CuO (99.999%) Iﬂilﬁﬁl’d(ﬂqNﬂlﬂﬁugﬂiﬂﬂﬂﬁﬁlﬂﬁl’JﬂLLNLﬁIuLLUULLﬂuLﬁ'ﬂ’J Lﬁmmuﬂauﬁlﬁgﬂﬁﬂﬂl.m
wiinfigamndi 920 uaz 980 °C iflunm 10 #lus Snvasdaguzsddasaamaamauazlasa
apadnuasiaquniin Cuo Ashumaunwiingndninlasmeiin SEM uaz XRD mud ey Saquanin
fshumasfnmnlasahemumamauarlasaeundnldgninandafmhnaasdiarnin Wi lasld
miduduiaauiadssigdiduinbdnlnse madnmansameladidnainuasantiamaluihuasiag
wiin cuo Tuniadeillddnunlugegamgii -60 81100 °C uazlugeanud1o® 8910° Hz uasld
ussauluihnszuanselugae 0-3 aad

L T L I}
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=

MW 4.77 MWy SEM WuEviheadld@qusnin CuO NEnumsnniinnaumadl (n) 920 °C uaz
(2) 980 °C Wluna 10 #laa

HaM3AnHanwasFuIualaTaemeganaadiagueiin cuo lagldinaia
SEM uaessalumwit 4.77 wuhlassahamsgameiisnunzlsznaudeinsunazaaunsy Jaqunin
Cuo fhumswniinfigamgii 920 °C Fgwgululassahadisadnies wiiaqusiin cuo fkums
wnuiinfigamndi 980 °C Tassaaiidnvasiiimssadeaunsuiiuiuuaslinugwgululasiai auna

o

insuwdalagyseanmadidquniin CuO NEumsniingavnil 920 °C was 980 °C Huna

4 [
av aoa v =

Ussanme 4.57 uaz 9.57 Um auaIGU lasaiumegamarasiaqusin CuO vesiveiiiidnuuszi
uanaNNNMITENNENUleanguITeuea S Sarkar uazAnE (Sarkar et al., 2008) laelaqusAniile
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naMAdeiinsdawiuannnuasignguidsennn Turasiiagnin cuo  NduaNsilaly

& &

DALY S Sarkar wazany HswguiazululasaHamaamaduiinuinauaziizinezesnsulay

@agUTEIN 1.4 Um W1NAENNTIIEQENIN CuO Nlannnuiveil

4x10*

3x10*

2x10*

1x10* |-

0 L—&—-10°C

Tl 1 1 1111111 1 1 1111111 1 1 1111111 1 1 1 1111l
10° 10° 10* 10° 10°
Frequency (Hz)
4x10*
3x10*
w 4
2x10
4 AA
1x10 AA
AAA
O 100 “Frequ;‘:cy (HIZL;Ok " AA
[l Lol Lol Lol Lo
10° 10° 10* 10° 10°

Frequency (Hz)

Mui 4.78 Msuldsunlasnuanudsasautameledidnainyesiaqusiin CuO NiEhumsenwiing
auNil (1) 920 °C uaz (2) 980 °C
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a

P P @ a wa a g ' A a g  a [
Namiﬂﬂ‘mm’iLﬂaﬂuuﬂmﬂum’mmlmﬁuwwmlﬂmaﬂmﬂ (ﬂjﬂ\?ﬂlﬂalaﬂmiﬂ (8 )

a

wazmsgaydeameladianasn (€')) vaadgqunin Cuo Mhumsinkiinfigamg)il 920 °C waz 980

Y

]
[ o 1 =~

°C aauaaelumni 4.78(n) waz 4.78(2) mMuddu wuhe € vasTaqusin Cuo dangunnlaad

maglugn 10°-10° Yssiduifhauladuadisiinulunuideiide mafier € Agunndananil
ansaiatulegsssumaneludnesiages Fdiduiludashunssiumslaldelaasunassig
a9 wisshunszsuumswniinlasmsmuguanuduussnmawuuiiay daiudlafinsandaduns
UszgndlFnuluauaaud Saquniin cuo Fuiluiagiidanuhaulailuagnduiasmnitiuiag

panluinisend nmdisansandanlalulFinasnansluglyesilduunuazmsin nmwi 4.78

(n) waz 4.78() wuiﬁ'aqmswﬁﬂlmﬁtﬁﬂm%ﬂﬂm CuO ﬁwqﬁﬂssum‘zmﬁ'ﬂuuﬂaqﬁummﬁwm g’
flgumgiicnadefuiawnin CCTO  wasiidnsusindatungdnssuinuluiagladidnainnguuns
Nio daitldnenuinudrluasudu ndnie a & Saiigeanniianud uandeamudiiinanniue
&' fichinnatatusunduussaanndasiumaiaiiesasemsgandeneladidnasn Tasfiadananiias

daudunislulugnenudfg@uiaiingumnizeammaass aauaeaaslumwunsnzas  Mwd
4.78(n) way 4.78(%) BUgienalnazamsnszdumeaNNIaY

NEAMINAaINUNA € 2aadaquninikiumswnuiiniigamai 980 °C fen
NNNIIEANKIUMIENRTENIaMKYN 920 °C HaMsMAaadaInaialeNNFNNUSAULATIETINNMY
Jama nanAsznansuilvginheesiaguniniiumsnniiniiguugi 980 °C 13vzaina i

g’ fieniinanniu NnenumMHTeuad Sarkar uazane (Sarkar et al., 2008) latauaiie €' ﬁgqmﬂ
ansiaquniin cuo adudiosmnmsTwanlswfunuy Maxwell-Wagner iAo ufifnduiasswing
wsuuazzauinsy  lesilusadlesnndamminlwihiidsfusevihansunazrauinsy Tagnsudl
amwinlwihiigsnhdmzeunsy amwihlwihilgeeunsusaiisumailosmnmsiilaasusas cu™

Watumelunsy dufivinameunsufiamslaasuzes cu™  whiu deiud € Adsiunasiag
wdin Cuo  aasReNNMsinIuBas Cu’ Adefumelunsy uwazaafimmaiiasnnmsd
Winamasdasivesndauiiddululassaeiiiamailasnngumglaesmsunwiiniidraiu vie
mmﬁmmnm’nﬁﬂ‘[mLu‘tﬂuLnsuﬁﬁwum%njwaﬁaqmswﬁﬂﬁmumﬂmNﬁﬂﬁqﬁuw{]ﬁ 980 °C
mnmwumﬂ"nmmwﬁ 4.78(n) uwaz 4.78(Y) NAYBINMITHBUAIEMLABLENASTA

a °

(T) Mg 9 ensammnalannanudunusasanms

u

wr =1 (4.34)

Wa o =2af, Taah f Aeanud o unsiiazasmsgadameleddnain (€) wazwuinms

wasuwlasnugamgiizasnanzasmstsuaasmsleddnadningdnssuiuluamunguae Arhenius
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Faaaslumndl .79 nanufuzsadunsvl wasnunszdudmiunssuiumsiauaaems
ladidna3nuasiaqunin Cuo fiknumsinuiinfigamnsi 920 °C wag 980 °C aansndnnuld Tasil
Al52an00 0.195 eV Waz 0.230 eV mudAu wamsdamudayaiihaulaia mwdsnunsedu
ém%’umsmumﬁvjauﬂammqlm5Lﬁﬂm’%ﬂwaﬁaqmeﬁﬂﬁmumstmNﬁnﬁqmwgﬁ 980  °C il
innnhiagikhumsienaiinfigamgi 920 °C wamsneaasdsnanilnaiennmsiiiaqusiio cuo 7
iumsunwiinfigumgd 980 °C fitnsuiifuwnaillugnh dswaliiiaanulidiussdevrasnms
JaFeazatazaanlulasasi lauaraiaduanuunwssssindnuuududu wiaiodulawy
wnadnmelunsy waflannassietudinaniminsodualiauiammailnihanas Famsaaa
é’qm\'nﬁawmwaiﬁlﬁmmnﬂﬁauuﬂawaﬂmm%’wmﬂﬂﬂmaﬁ'&qLszmﬁﬂ CuO LLazﬁﬂﬂg‘imsLﬁuﬁu

YBINGINUMINIERUSMTUNSEUIUMSHBUAMENNLABIENATN

-11.0

0 920°C;E,=0.195eV
570 980°C; E_=0.230 eV
-12.0 |-

P L

l_)
= 125}

I

-13.0
-13.5

I

40—
4.0 4.2 4.4 4.6 4.8

1000/T (1/K)

Muil 4.79 mswdsuwlasivgamgizeanarasmsiauaaemaladidna3nyedigquwnin Cuo 1
FUNMSEOKTNTNMBON 920 °C uaz 980 °C
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M 4.80 Bunuaufiddoungaumnil 30 °C zaviaguwiin CuO NEUMIIKINTNgMH 920 °C
meladnswarasusiaulnihnszuanselugie 0-3 Tad mwunsnuaasmwesing

analnagaiiile

mideluduilislddnndniworawasusiduliihnssuanssdaautidmeladidnasn
wazaiamalwihludumeunsuuaziveuinsurasiaqrnin Cuo MnramsnAasIRaLaasluani
4.80 wuhmnevasaineduduiiuaudiiedousieiennaufimnadnsudaisussduluihnszuanss
(de bias) 10 0 9 3 Taad wamanaaesdanadamsaaasasrnumumulwihddaudaiia
ussgulnihnszuaass daliussduluinszuaasannnh 3 Tad audamsiansaslugagunsoiuas
MINeaad KadInaNHleEdSinarasnssuaiifaduluisaslwihassganisnasauauiang
lodiEnasnfinniduly deiumsaaaswasenudumulwihdasmnmaiinasssduluihnssusass
anaiimmaiiissnnnsgyderszgmelueniin nmwunsnaesnni 4.80  Fauaasanlnadu
dufiuaufidatoulndyadiie wuhiilaegeuassadiiiesssanlnafuduiuaudidedoulifing
wasuwasduussduluihnssuansaild vamsnaassdananamansnasnalademslindeuwiasiy
useeulwihnssuaasswasand@meluihludiuzawnsuluiagssniin cuo Faadafungdnssums
wasuwlasmaladidnasnuazmalwihilzasiaanin ccto  datuilasnnuamsliussduluih
ATLUANTIINMEUBN (Guo e al, 2006) usnniudfanuhusisulnihnssusassiliinada

v ] a s a [ a a a [ 4 ] v ] o
ﬂ’]ﬂﬁ‘ﬂl(ﬂ’ﬂLaﬂﬂiﬂ?lﬂﬁ’lﬁ)llfﬁi'lﬁdﬂ CuO NANNIAN 9 aaudaelunng 4.81 P E UMINILND

w90 U AN SzUan TN IR R ANTY N1580aea9A) € AenaNTUNELA8ANDINITaNa9YaINS
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Twalswduilomnuazasmsliussdulnihnssuaass daiumsliussduluihnszuanssluiagunin
cu0  annsadralazassamstiulszgmeluiag msliussaulwihdaiaguniinladdnasn cuo
avsdinaliiiansiadmvashundndiifetuiinauinsy Faiualianuguasdndluihamany
fAaTuiinduiassnhunsuazaunsuiionugiaass faiulssadassivmansaiamunsdnginay

nsulainndu wazaualimsszanyalszgmainduawsunsuanss aeluanezaemslne sy

Nanauazana e & anag

10° ¢

oV
06V
|12V

1.8V
24V
3.0V

103 Ll Ll Ll
10° 10* 10° 10
Frequency (Hz)

)

Mwil 4.81 dndwavasunaulnibnssuaassdamsiasunlasivenuduasd € vasiaqusiin
CuO Mehumsunuiinigamgil 920 °C Wuna 10 #laa

o o v va v o = § a o a § o a
4.4.2 m1:N&mwu553%31\1amummalv\lwmummmﬁlmmnmnﬁgwmmqmswn CuO

nuTeludniiladnwmanuduwusszninanddmeluihiunsiean € fgannuas

aqusiin Cuo Tagd@nwruuuudasaneedinmanson g Mwi 4.82  udaemsdsuulasiu
Aanudzasd € Ngamniiane g MnwansnaassnunMadsuwlaniuenuduesm € inginssu
MsiauAIaNIladanaSnAdIBLUUIIABINITHBUAIENILABLANASAYBILAUIY “Dabye-like

relaxation” @1 €' {AaAa90E1NTINTINANND GBI NYBINTANMBENTINTIZIAdaUN LUEA

]
=

dunisianudgeuiisaamaiuinanny m €' fangunnfianudduaasdamsiialwanlswdula
aganysal luzaizimsanagnaunaweasm € enudgulunaiissnnmsnauiaasanlnihy
52310 deealimsaavaussmalwihiiunssuiumsluanlswdulaismunsaiioduldagianysal
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agnalsiau Lﬁ'aqmwgﬁLﬁuﬁu%éﬂﬁiwaﬂamﬁ’uﬁé’mwmmauaumﬁ(‘%ﬁyu AU SABUTLBIM
ladidnasnageanysaifuialaienuiagedu
Imaﬁalﬂuﬁawq&mmmsc\iauﬂmﬂmqlm&?\ﬂm‘%ﬂmmina%mﬂ&huuum‘hamm‘a
HaunaameladLina3nues Cole—Cole feanmsn 4.16 mnmsUsudisunuuiassmeadiadansanu
wuudaesiudayavesd € flannmanaassssuaaslunni 4.82 wuhnawasmsauaaema
laddna3niisanasasunadinn 4.70 Jsdlu 0.22 Ws ilegaumniivinan 213 84 293 K wa
Fananiniddeimsifisdusasenumnuiveadlalnaliihuszsasnmsialwan lsesud Gy (Wu et
al., 2002) NnuaMsUSuiiBudayannMINaaaIt UL WUNNTTIIUMIHBUAMBTNNLABLEN

1
. a

asniiezuludggunin cuo anulndldasnunginssumsiuansdumuuuuiraadlugauaivaus

e Toyaresa £ Nawamnasasiiisuussnnnuuuhasaiiusadlonnnnuamsnausuaams
T ludruvesauinsu (Bueno et al., 2006; Sarkar et al., 2008)

iafiazihlawgdnssumaih ihlufaquniin cuo mAdeillddnmantiamaeluin
29938qNHn Cuo ToadEnwmanmwmsihlWihuuunssuaadu (ac conductivity) sauaaslumui 4.93
wuhdunnidnvaihudfunumuununuueusasudnudsiianuiduazionuigs wazdiuues
unsifidnuasdu IﬂaﬁﬁuﬂswwﬁmmuLtmuauﬁmsLﬁ'aus‘hLmi.iqlﬂg‘immﬁ'ﬁgq%mﬁaqnmgﬁ
iinanngu wodnssumsihlWihdinanilminsoasnelaalduuuiions diaums

oc=0,+Af"+ A" (4.35)

W o, Aeammwihlwihzeswauinsu (grain boundary conductivity) uazeuls A,, A, p, and q @
v ] & o I ool a = ] Y|

Aaafl Tuauns 4.35  waeas oy + A TP Wunaifiesuedensieuaamamaluihzessaunsy
(grain-boundary conductivity relaxation) t¥® f L¥ZY nalnazasammihlnihuesiagusiinly Cuo

v P ] Y I ] Y

lawaauarnnisnisdauearanielnirzaszauinsutilunismsiauaaranisinirzesinsu
(bulk conductivity relaxation) tNatduiuvinedy 1-3 Nuaaslumni 4.83 Aeuamslsuiisudaya
PNMINABNNUFNNITN 4.35 VAHAMINAFRNNUNMIONNILUT p waz g NnMsUSusuimg
wasuwaseman 0.85 1lu 0.94 wazan 1.69 Wy 2 mudau @rwes A, tWnzuan 7.8 x 10°° 1Ty
2.5 x 10" S/cm dumaediuys A, daanasain 4.8 x 107710y 1.5 x 10 isgamgiianasan
213 @ 323 K uannniiuddanun o, dmswdsuudasmugungindulumungues Arhenius #
Hamsmwaawasnunszqumah ivihluduwewsunsununiaszana 0.196 ev  Tagan
wasnufidnalaifisganimasnunssdudniunssuiumsiauaaranialadidnaindaian
0.184 eV
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3x10°

2x10° - meSse |
A
_w L
1x10" H
i Cole-Cole
grain contribution
0 yo the totle dielectric response
iyl iRy Ry
10° 10° 10° 10°

Frequency (Hz)

M 4.82 wamsuSuiiieud € 2aeianwnin Cu0 NNNANMINAFINUKUUTINBINITHBUANY
MaladLana3nuas Cole-Cole

-2
107 ¢ 3
E -100
E E,, = 0.196 eV
B o~ o
B b‘a 115
-3 _E/ -12.0 W
1 0 E - 125 g
Foo AT
r 135
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B 1000/T (1/K)
-4
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—— 213 K

107 —>—243 K
—O0— 273K
Model
-6 III 1 1 1 IIIIII 1 1 1 IIIIII 1 1 1 L1111
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Frequency (Hz)

Mui 4.83 wamsUsuiisumanmumsih llihnssuadauadddn@iin Cu0  NNNANMINAFBINY
WUUBNMNENMSN 4.35 Mwunsnuaaemsildsunlasnugamngivesgmwin lwiha
YBUNTY
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E 0.0025 ——0V
E go.oozo A 06 V;
10_1 _ % 0.0015 ——0c 1 2 V
= —o—tav
2 i o.oooo -f"/ 2.4V
' 10- E_ . 00 05 10 15 20 25 30 _O_ 3 O V
g F dc bias (V)
) i
o 10°
10" & -
10'5 _|||| ool ol 1 Ll L1
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Frequency (Hz)

Mwi 4.84 dndwazasusiaulnihnssuaassdaammihluihnssudnsawesiaguniin Cuo

andwazasusaulnihnszugasedaanimaluihuesiaguniin cuo uaaslaasnn
fi 4.84 WuivddAenannmssuiisudayasmmilWihnssusadufuaumsii 4.34 aeea o, ile
PnmalSuiiisufiduiisduan 3.80x107° il 2.25x107 s/em iilainusdulnihnszuansann
0-3 Tad wamsnasssiiuaastsdhusduliihuuunssusasifinadasmwmailiihueseuinsy

deRnsandernuduiusszrimsiion & Agunnfusnidmsihluihuuunssuaady wuihmansu
u,azwauLﬂsutﬂudmﬂszﬂauﬁﬁwﬁmwmmsmauaummﬂﬂﬂwuazmﬂmﬁLﬁnm%ﬂwaﬁaqmmﬁn CuO
Tasmsasuaussnalwihilosnnzauinsuaziimsnausuasiienuie lusasiimsasuauaamsluih
Tudnmaunsusziullmuuuuiassmsiuanisduraanneusziimsasvaussmalwihlugsenad
figanhauzesauinsy
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uni 5 ﬁgﬂwaminmaamaz‘ﬁmauauuz

Tunuidaiilavhmsduensiuasd@nmantidnaledidanadnuasiag CCTO, Jaqngu NiO,

v [}
[

CCTO-LTNO wlupanlnda waz Cuo Fuilungaiagiiaasiilodidna3nigsnnn (10°-10%) uaziien
wWasuulasmugamgitesann lunddsiilagednmuazUsulpantianmelodidnasniiaueanian
wanzantian s ludszandldnuade saunsladnwiiiangaanduniaannauainisianed

laddnasniigannluisawail namsiseannsoagUlansealyil

5.1 daarsin CCTO
mAseluduilldmhmaeiauesdnnanianeladidneinuasiaauniin cCTo fiwdaulas
BmaeIoumaedl 335 Aedslramauuuiiie lium weriswedwediidou TaquiiIenldannis
manwiliimnaaymesgluszduinTuwes wasiinnafiindumugamgizasmawnuaalad Agamaid
waalad 800 °C Wuna 8 Filas wnevaseymansiilénnmaniauninuizitunetssanm 97.6
84.9 Udr 85.3 nm MWMGU Tmneaymadinanifinneiidiuisudndes Yaqueiin ccto 7
wiswldnniaguansmagiaiifianuuiuiguazunenngwsu Tassahanegamasznaudeinsy
wazEauINTY MANTiladidna3nuesiagniin CCTO (fianwd 1 kHz) iifuansildnnmandouns
saAsilfeagludtszana 10000-20000 Faquniinfiedsuannisldenuasiswedmesdtaud
masiiladdnainfildsuulasmnuanuivasinn lunuziidhasiladidnainuesiaainiaunnislaa
wanvuEiimswasuulatmuenuiduathann HAMSANINHNITHMSHBUMENABEN®ASA
sasiaauniin CCTO Mndsumniaguiitumsunalsnid 800 °C Uvsddang@nssumaniouamems
lodidnmsnitededuuuuiaamainng waswuhdullmuwuudiaasmsinalseduwuy Maxwell-
Wagner lagldwasnulunszuviumseauaaramaladianasnuseana 0.122  0.210 uaz 0.116 eV
dwdufaquniin ccto  Mwisnlasislramauvuiiiie 35ldan waridwedwesiindou  muddu
HansAnwantanellihwuhnssuumsisuamenaladdnesnianudunusiunalnamsinlnih
mulufaquniin ccto  Fulumsiidaeiiladidnasniigunnuasiaqunia ccTo  aafiauwg
idlasnnnszraumseauauasmsluiheunssurumstnan lswduiiduauumeluiae wu fraunsu
uaznialay (grain boundary and domain barriers layer capacitance effect) w%aﬁﬁzuamuﬁﬁaé’uﬁa

SERITNANIMBENAUDENINTA (surface barrier layer capacitance effect)
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5.2 JaQ@Nnngx Nio

middeluduilldhmsiedeniageninngu Nio mesiiladidnasnuasiagnauiimananiiy
laleamsiiadieloaauma g W Ti, Al, Fe waz V S3uNumMs@azad Li logwIananiswadwasinla
ls%a 3msaaredmeannday wazislyalmauuuiite nansideaasoagulaamaiznmsieien
Fadtalulil

5.2.1 Jaguniinngw Nio w3ealagiznadwaslnlalsda

dwsudaquendin Li TiNi,__ O (LTNO) aAdeludniilammsduansduazfnm

anvamelwvbuazanifineledidanainaasiaqunin Li,Ti Ni,__ O die x = 0, 0.02, 0.05, 0.10 W@
y = 0, 0.02, 0.05, 0.10, 0.15 WUNUTINUNMSEAD284 Li uaz Ti loavuadeannaamsiiatnaag 9
warlaseaamegamazesiag LTNO yndeuluiidanmzld Taswlandnuasisg LTNO nadanen
faaues Nio Tusaiziadouuzas NiTio, gnwuhldidetuluiaaueniin LTNO #ifiviinamsla
Ti 100 5 mol % wasiadavuiivSinaiuuanuinomes Ti #l#lay %ﬁﬁmmmﬁmmﬂlaaau
209 Ti  ildlauiviinaniudadfasssmsunuitlulassaiandnaas Nio aguls fow Ti - @anse
wnuilulassaaldistulasdinyinamslavnes Li wamsnmlasahomegamanuhlasads
yagamezasiagENin LTNO Usznaudisinsuuazaauinsy uennnidewuh lafioymazinaidn
294 NiTiO, 219Use3™e 0.1-0.3 Um Lﬁﬂﬁuﬁﬁmﬁwaﬁaq LTNO #ifivsinamslaU Ti wnnd Li
woziilaviinmslatuas Li  aufivinannnnd Ti aqmﬂwumLﬁﬂﬁqnén‘ﬁaﬂmﬁﬂiu‘[ﬂsqa%q
HaNANEINGANsINNLABENA3N WuIgquwsin LTNO nm‘éaulwﬁdwmﬁ 1@§L§ﬂm%ﬂﬁg\1mﬂ
Tagaglugae (10°-10°) wgdinssumstipuamamaladidnainianudunusiulasiasienegama log
mauauamsfienuigeldiiazulunndei lusasiimstiaurmems ladidnasniianuddainss
wotuluTaqueiin LTNO fifivsinamsTavsas Ti anand Li dafulassaemegamedififinmh
agsziiiosnngninaqudiensunna@nuas NiTio, wadnssumsweurmeaiinnuidmifannuauss
Fumnuiiinmheasiagieds  Tesanuduanuiisuvgiiesnnnnaymazes NiTio, fiunagy
fvthuazautiimaeiifuinaduiomhuesiag LTNO Hduduldnawamsdnmmaaulianuiau
Tuussnmansnauiliidewgdnssumaladidna3nuasiaquniin LTNO masiiladidnasniianudin
(<10'  Hz) fehgedundsnnmsavlianuiou luansiicailadidnasnfianuigaidanadies
dnifes wamsaulvanuiauldduadanginssumstaunmemaladidnainuesiag LTNO naluzgas
anuiduargs uazlddanalimmagaudamsladidnainiimanasduinnnmsanasasaamii lwih
nssuansaluian S‘z’hmmina%mﬁﬂ(ﬂmﬂwqﬁnﬁumsmﬂzfmlaqﬂizﬁ; Ni*" uag Ni'” wodinssucauaas
maladdnainuazmab lWihuuunssugassainsaadnelaloamslssgndlduuuinaswes Cole-
Cole MIMAUaNMIEBIM N IWThnIzUTns9
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SmIuaquedn LiFeNi,_ O (LFNO) TuamAdeillddnnnazasdunuiuee g @
worululassaomegamediinadesutinemaladidnedn wuhiuamnuitnmhsesiaglddmaatns
wnndasutiimeladidnainuesiaqnin LENO masitladidnasniimaasuiedatufionihuesiag
wiinean Tumeassiudummsgademaladidnainiianudmimaiamnniy anuduauuses
Fuinmhiatuilasnnmsssaunaanaiatunas NiFe,0, ilnaguiufionihuesiag LENO #Eudiy
lalagannmsienzdmemaiia XRD waz SEM-EDS wamsdnwdndwazasusiaulnihnszuanss
wudh Measitladidnaindcmanasandaiiaafiainusduluwihnszuanse lunazidmagadams
ladidnasniianuddfieinanngy wamanasasansoadngldh dndliihanstuiizaunsud
anuznamandannmsliusdulnihnszuaass dualianusumulwihiizauinsuisiaaasasi
datilasmumstiinusadulwihnszusnss unazimsilwihmelunsusesiag LINO  lifing
Wasuulasnuusadulwihnszuaass wanmsnaaasnanuatsinisg LiNo  dluagilifiens
asnanamsluih Ussnaudsduainuuewauinsuuasinmhussiagiian wazdusaansuiiii
Manednh deiusmasiilodidneiniigannuasiag LENO fsansoesueldlesandeiugiunains
Twanlswiuiiinduisoaansu-rauinsu uasiiinduismassuusngazasfiomi-dusasansieiniiied
meluy

dwsuiaqunin  Liy,,V Nig,, O (LVNO) mAdeluduilldanmlasiadrams
Jameuazantifimeladidna3nuasiaqunin LVYNO wuhiaidstunes Ni,V,0, fiatululasead
fimsavauiizauinsuuarlddenalimnainsurasiag LVNO finnaiilainniemansaasinsldlasnaln
ansmauniinuuuareweuvmiiedussinssumsduansiiaquniin LVNO masillad

Bne3nuesidg LVNO deasasdiatinidanamslavaas v Tesfisdszana (Menud 1 kHz wash

guuivies) 6.2x10%, 3.5X10°, and 3.1X10" éww%’uﬁ’aqms’lﬁﬂﬁﬁL'ﬁlaulwmﬂmﬂﬁa y=0.02, 0.05
woz 0.10 mudeu mavasuulasesmasiiladdnasnaenaniiiiennmsszanyes Ni,V,0, fiwau
insululSnaiinniuidamaeaunsufienuvniidisdy - desmnmsiilasahomegameanuy
IBLC #as¥aq LVNO dstulesandeiiugiuzasnalamsTnanlsduiuy Maxwell-Wagner a1a130
ﬁg{auﬂoﬁ"ﬁn@hmﬁlm§L§ﬂm'%n°z|aﬁae]lmwﬁn LVNO asfifanadiiannuvinussaunsuiiaanniy
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Giant dielectric constant &’ of ~(2.8-3.7) X 10* was observed in high purity CuO (99.999%)
ceramics with grain sizes of 4.57*1.71 and 9.57%3.01 wm. The &' and E, increase with an
increase in grain size due to the different electrical properties in the grains. The high dielectric
response observed in the CuO ceramics can be described by the internal barrier layer capacitance
model. The resistance of grain boundaries (Ry,) and the dielectric constant of the CuO samples
decrease with increasing dc bias due to the decrease in grain boundaries capacitance, whereas the
resistance of grains (R,) remains constant. © 2008 American Institute of Physics.

[DOI: 10.1063/1.2957063]

Giant dielectric ceramics with good thermal stability and
Ba/Pb-free have recently attracted much attention due to
their potential applications in microelectronics such as ca-
pacitors and memory devices. Recently, there has been con-
siderable interest in giant &’ materials because they might
offer the opportunity to increase the performance and/or de-
crease the dimensional size of these devices. These materials
include CaCu;Ti;O;, (CCTO),'”  A(Fe;»B,,)0; (A
=Ba,Sr,Ca and B=TaNb,Sb),*”’ (M,N)-doped NiO (M
=Li,Na,K and N=Ti,ALSi,Ta),*'"* and Cu0.">'® Unlike a
complex multistage synthesized (Ba,Sr)TiO;, all of these
materials can be fabricated to form an internal barrier layer
capacitance (IBLC) structure by one-step processing.17
Among them, CuO is of great interest because it is a simple
compound which is low-cost, lead-free, environmental
friendly, easy to prepare in the pure form, and available com-
mercially in large scale.'® So far, only a few studies have
reported on the dielectric properties of CuO ceramics,'>!°
and it still has to pass through an extensive compatibility test
before it becomes available for commercial applications in
devices. In the work reported by Sarkar et al.,” the purity of
starting CuO powder for fabrication of CuO ceramic is 99%,
and so 1% of impurities would possibly affect the giant di-
electric response in the CuO ceramic. It has been reported
that only 2.5 at. % Mn doping (CaCuzMn Tiz¢0;,) can
suppress the dielectric constant in CCTO by up to two orders
of magnitude, and the nonlinear varistor characteristics dis-
appear completely.l&19 Therefore, it is important to prepare
the CuO ceramics using high purity CuO powder. This will
rule out the impurity effects on the high dielectric constant in
this CuO system, and thus the origin of giant dielectric re-
sponse can be proposed.

In this paper, we report the dielectric behavior in high
purity CuO (99.999%) ceramics with two different grain
sizes of 4.57%1.701 and 9.57=3.01 um. Interestingly, the
activation energy and &’ were found to increase with an in-
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crease in grain size. The high dielectric response in the CuO
ceramics arises from the IBLC effect. It was also observed
that the resistance of grain boundaries (GBs) (R,,) and di-
electric constant of the CuO samples decrease with increas-
ing dc bias due to the decrease in capacitance of GBs,
whereas the resistance of grains (Rg) remains constant.

High purity CuO (99.999%, Cerac) powder was used to
fabricate the CuO polycrystalline ceramics. The CuO powder
was pressed into disks and then sintered at 1193 and 1253 K
for 10 h to obtain bulk CuO ceramics with different grain
sizes, hereafter referred to as CuO-1 and CuO-2, respec-
tively. The sintered ceramics were characterized by x-ray dif-
fraction (XRD) (Philips PW3040, The Netherlands) and
scanning electron microscopy (SEM) (Hitachi S-4700, Ja-
pan). XRD patterns (not shown) confirm a single phase of
CuO in both samples. The ceramic samples were polished
and electroded by silver paint on both sides of the disk-
shaped samples. They were allowed to dry overnight. The
dielectric response of the samples was measured using a
Hewlett-Packard 4194 A impedance gain phase analyzer over
a frequency ranging from 1 kHz to 1 MHz and an oscillation
voltage of 1.0 V. The measurements were performed over a
temperature ranging from 213 to 353 K using an inbuilt
cooling-heating system. Each measured temperature was
kept constant with an accuracy of =1 K.

Figure 1 reveals the surface morphologies of the sintered
CuO ceramics. As can be seen, the morphologies change
with the sintering temperature, and the grain size increases
with increasing sintering temperature. The mean grain sizes
of CuO-1 and CuO-2 are 4.57*1.71 and 9.57*3.01 um,
respectively.

The frequency dependence of &’ for CuO-1 at various
temperatures was demonstrated in Fig. 2. It is clear from Fig.
2 that both samples exhibit the giant &’ of ~2.8 X 10* for
CuO-1 and ~3.7 X 10* for CuO-2 [inset (1) of Fig. 2] at low
frequencies and at 263 K. Each sample exhibits similar di-
electric behavior where ¢’ displays a step decrease at high
frequency and shifts to higher frequency at higher tempera-
ture, accompanied by the appearance of corresponding peaks

© 2008 American Institute of Physics
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FIG. 1. SEM micrographs of the CuO ceramics. (a) CuO-1 sintered at
1193 K and (b) CuO-2 sintered at 1253 K.

in the imaginary parts of the dielectric spectra. This overall
dielectric response observed in our CuO ceramics is similar
to those observed in CCTO (Refs. 1-3 and 20-23) and
LiXTini]_x_yO.8 It is worth noting that the giant &’ response
in high purity CuO ceramic in this study does not arise from
the effects of any impurities, as observed in the case of CuO
ceramic prepared using a 99% CuO starting powder reported
in Ref. 15.

Sarkar e al."’ reported the detection of the microscopic
amount of Cu** in CuO polycrystalline ceramics by using
x-ray photoelectron and transmission electron microscopies.
They also proposed that the concentration of Cu* is lower in
GBs than in grains.16 Therefore, the conduction mechanism
in CuO is mainly governed by hole hopping between Cu**
and Cu’*, which produces a p-type semiconducting grain.
Since the GBs consist of only Cu?*, it behaves as an insulat-
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FIG. 2. (Color online) The frequency dependence of &’ for CuO-1 at various
temperatures; inset (1) shows the frequency dependence of &” for CuO-1,
and inset (2) displays the frequency dependence of &’ for CuO-2.
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ing wall."> From these results, an array of boundaries and
grains is formed and high &’ is achieved for CuO ceramics.
Therefore, the authors concluded that the giant dielectric re-
sponse in CuO ceramics is attributed to the IBLC effect.'®
From our experimental results, we found that &’ increases
with an increase in the grain size. This implies that the high
dielectric response in our CuO ceramics has a close relation
to the IBLC mechanism. According to the simple series layer
model for the IBLC, the dielectric constant of ceramics can
simply be expressed as &' =~ g,,d/t, where &g, is the dielec-
tric constant of the boundary layer, d is the grain size, and ¢
is the boundary layer thickness. Hence, the dielectric con-
stant of the ceramics would increase with an increase in the
grain size, which is in good agreement with our results ob-
served in the CuO ceramics.

Generally, the dielectric relaxation can be represented by
a Debye relaxation relation, and the dielectric relaxation time
7 can be obtained by the relations wr=1 and w=2m7f,,, where
f is a characteristic frequency corresponding to the peak of

. and 7 should follow”*

7= 15 exp(E,/kgT), (1)

where E, is the activation energy required for relaxation, 7,
represents the pre-exponential factor, kp is the Boltzmann
constant, and 7 is the absolute temperature. The activation
energy (E,) of the relaxation processes of CuO-1 and CuO-2
can be calculated from the fitted curves following Eq. (1)
(not shown). The results reveal that E, increases from 0.195
to 0.230 eV with an increase in grain size from 4.57 = 1.71 to
9.57+3.01 wm. Therefore, the values of the activation en-
ergies of CuO-1 and CuO-2 are close to the reported value of
0.248 eV for the CuO (99%) ceramic."” The small difference
of E, between our samples and that of Ref. 15 may be due to
the difference in the purity of starting CuO powder.

As well known, the giant ¢’ response of materials, which
is enhanced by IBLC mechanism, demonstrates the close re-
lationship between dielectric relaxation and the conductivity
in the grain interior.>>?° Therefore, the variation of grain size
will probably result in the change of the amount of defects in
the CuO ceramics. This affects the electric conductivities of
the bulk and leads to the difference of activation energies. It
has been shown by the dielectric spectroscopy analysis that
the grain has a major contribution to the giant &’ value of
CuO at low temperature, whereas GB contribution dominates
around room temperature and above.'® The grain response of
CuO to the overall &’ value might be due to the presence of
defects such as the existence of domain boundaries (DBs)
within the grain. The increase in E, value with increasing
grain size observed in our CuO samples may be considered
on the basis of DBs within the grain. DBs usually develop
inside larger grains and influence the mobility of charge car-
riers at different frequencies, i.e., the migration of charge
carriers is restricted by DBs.”” Hence, the total potential bar-
rier inside the grains is increased by the increase in the grain
size causing the increase in E,. Moreover, the existence of
DBs in larger grains might be responsible for the higher &’
value in our CuO-2. However, the evidence of the presence
of DBs is beyond the scope of our work, and further work is
needed to make a more detailed explanation about it.
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FIG. 3. (Color online) (a) Impedance spectra as a function of dc bias for
CuO-1 at room temperature; inset (1) shows an expanded view of the high
frequency data close to the origin, and inset (2) displays the frequency
dependence of &’ for CuO-1 under 0-3 V dc bias.

Let us now consider the complex impedance spectros-
copy, which is a powerful tool in separating the bulk and the
GB effects. Data collected from this technique can often be
modeled on an ideal equivalent circuit consisting of two par-
allel RC elements connected in series, one RC element for
the bulk and the other for the GB response.28 Figure 3 shows
the complex impedance (Z*) plot containing a large semicir-
cular arc with a nonzero intercept on the Z’' axis at high
frequencies. Here, we assign the nonzero intercept at high
frequencies and semicircle at low frequencies to the charge
transport within the grain and GB effects, respectively. As
can be seen, with increasing dc bias, the radius of the arc
significantly decreases, whereas the high frequency noninter-
cept does not change [inset (1) of Fig. 3]. According to the
above-mentioned equivalent circuit, as the dc bias increases,
Ry, decreases whereas R, remains constant. The inset (2) of
Fig. 3 shows the effect of the dc bias on the frequency de-
pendence of &’ for CuO-1. It is clear that ¢’ of CuO-1 de-
creases as the applied frequency increases at a frequency
range from 1 kHz to 1 MHz. This indicates that the capaci-
tance of GBs decreases with increasing dc bias being accom-
panied by the decrease in Rgb.29 Noted that the dc bias de-
pendence on the electrical property behavior of CuO-2 (not
shown) is also found to be similar to that observed in CuO-1.

As previously discussed, the grain contribution plays a
major role for the giant &’ value in CuO ceramics at below
room temperature, whereas GB contribution dominates
around room temperature and above. At room temperature,
the resistance of GBs and &’ decrease with increasing dc
bias. Then, the capacitance bridge is not balanced at voltages
over 3 V due to the large leakage current. When the dc bias
is over the limit balance, the charge carriers can be across the
potential well at GBs, thus the free charges accumulated at
GBs (interfacial polarization) disappear, and then the total
polarization is only contributed by the grains. Note that the
decrease in capacity upon application of a dc bias is due to

J. Appl. Phys. 104, 036107 (2008)

an extension of a depletion region as observed in CCTO thin
films.™® We think that part of the decrement in &’ due to the
influence of dc bias is contributed by GBs, and the remaining
value of ¢’ after the dc bias over limit balance is contributed
by grains. Therefore, the dc bias should have effects on the
electrical properties of GBs, whereas it has no effect on
grains.

In conclusion, the high &’ of ~(2.8—3.7) X 10* has been
observed in polycrystalline CuO ceramics fabricated from
high purity (99.999%) CuO powder. The high dielectric re-
sponse observed in the CuO ceramics can be described by
the IBLC model. This work demonstrates that the grain size
has a strong effect on the electrical properties in the grains of
CuO. The ¢’ and E, were found to increase with an increase
in grain size. Under dc bias condition, &’ and Ry, decrease
with the increase in dc bias, whereas R, remains constant.
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We reported the effects of grain size on high dielectric and related electrical properties of
Lig 5 Tig 0oNig 930 (LTNO) ceramics, which were prepared by a direct thermal decomposition
method. The analysis of complex impedance indicated that these LTNO ceramics were electrically
heterogeneous consisting of conducting grains and insulating grain boundaries (GBs). Interestingly,
our results revealed that the dielectric permittivity (¢’) increases with the increase in grain size,
which can be well described by Maxwell-Wagner relaxation model. Furthermore, we also found
that the activation energy required for relaxation process (E,) and related activation energy of the
conductivity in the grain interior (E,) decreased with the increase in grain size. These results
suggested that the different microstructures resulted in chemical change (e.g., oxygen vacancies)
inside the grains, leading to the changes in electrical properties of the LTNO ceramics. © 2008
American Institute of Physics. [DOI: 10.1063/1.2990768]

I. INTRODUCTION

Dielectric oxide ceramics with high dielectric permittiv-
ity (") have raised considerable research attentions in recent
years because these oxides play an important role in micro-
electronics and have numerous technological applications
such as capacitors and memory devices.' Generally, high-
permittivity dielectric materials are ferroelectric and relaxor
oxides. However, both kinds of materials have &’ values that
strongly depend on temperature and their structures contain
lead, which pollutes the environment. Therefore, lead-free
materials with high-¢’ and good thermal stability are becom-
ing increasingly attractive. These promising materials re-
cently reported include CaCu;Ti,O,, (CCTO),"”’
(M ,N)-doped NiO systems (M=Li, Na, K and N=Ti, Al, Si,
Ta),lo_16 and CuO."""™® Most of the researchers attribute such
a high apparent &' to Maxwell-Wagner (MW) relaxation as a
result of semiconducting properties inside grains and insulat-
ing properties at grain boundary (GB) (Ref. 6) or electrode
interfaces.

For nonperovskite (M, N)-doped NiO materials, it is
now widely accepted that the high-&’ at radio frequencies is
associated with internal barrier layer capacitance (IBLC) ef-
fect arising from core/shell structure, which induces MW
polarization (i.e., interfacial polarization) at the interfaces be-
tween grains and GBs." The N-dopant is rich on the GBs
(indigent within the grains) and forms a second phase, which
acts as an insulator enclosing the core of the grain which is
semiconductive M-doped NiO particles, and the polarization
relaxation is closely related with the conductivity in the grain
interior." Moreover, Lin et al.®® have found that the huge-¢&’
response of Li TiyNi;_,_,O system could be also enhanced

—x-y
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by the polarization of defect dipoles such as oxygen vacan-
cies. Normally, such defect is easily induced by processing
conditions (e.g., sintering temperature and duration of
sinte:ring),6'2l_24 and the concentration of defect depend on
the microstructure of ceramics such as grain size.”> There-
fore, the processing conditions should have a strong influ-
ence on the polycrystalline ceramics properties (e.g., electric
conductivity and optical and dielectric properties). For ex-
amples, the &’ values of CCTO ceramics increase from 9000
to 280 000 with increasing the sintering time from 3 to 24 h
(grain size increases from ~5 to ~100 wm) at 1100 °C.®
Moreover, Shao et al”’ showed that the &’ values of CCTO
ceramics also increase from 1200 to 60 000 with increasing
the sintering temperature from 1000 to 1120 °C for 10 h.

Unfortunately, only a few studies have focused on the
effect of sintering conditions on the dielectric properties of
NiO-based ceramics. The study of the influence of sintering
conditions (effects of grain size) on the electrical properties
of (Li, Ti)-doped NiO ceramics have not been reported. Gen-
erally, the sintering conditions are often used to tune the
microstructure of ceramics, leading to dramatic changes in
its electrical properties. Thus, investigation of the effects of
sintering conditions may not only be useful to optimize the
preparing conditions for the future applications, but also be
able to provide the important clues about the underlying
mechanism governing the intriguing dielectric behavior of
ceramics.

In this paper, we report the effects of grain size on di-
electric and electrical properties of high-&’ Lig ¢5Ti 02 Nig 930
(LTNO) ceramics synthesized by a simple thermal decompo-
sition method. Our results revealed that high-¢’ increased
with an increase in grain size. Impedance spectroscopy (IS)
indicated that our LTNO ceramics had an electrically hetero-
geneous structure. The high-¢’ behavior and dielectric relax-

© 2008 American Institute of Physics

Downloaded 07 Oct 2008 to 202.12.97.114. Redistribution subject to AIP license or copyright; see http://jap.aip.org/jap/copyright.jsp



074109-2 Thongbai, Yamwong, and Maensiri

+Nio |

+ +

| + +
| : LTNO-2

|
Preie— h\_.,l LTNO-1
= e

20 30

Intensity (a.u.)

40 50 60 70 80
20 (degree)

FIG. 1. (Color online) XRD patterns of the LTNO powder and LTNO ce-
ramics (LTNO-1 and LTNO-2).

ation of the LTNO ceramics were also investigated, and it
was suggested that such a high-&’ response could be en-
hanced by the IBLC mechanism through MW relaxation. In-
terestingly, the activation energy required for relaxation and
related conduction activation energy inside the grain de-
creased with grain size increasing, which was attributed to
the effect of oxygen vacancies in ceramics.

Il. EXPERIMENTS

(CH;COO),Ni.4H,0 (99.0%, UNILAB),
C,H;Li0,.2H,0 (=97.0%, Fluka), and titanium(diisopro-
proxide) bis(2,4-pentanedionate) 75 wt % in 2-propanol (Ti-
solution) (99%, Acros) were employed as starting raw mate-
rials. The polycrystalline LTNO ceramic samples were
simply prepared by the following procedure. First, stoichio-
metric amounts of (CH;COO),Ni.4H,0, C,H;Li0,.2H,0,
and Ti-solution were dissolved in distilled water and mixed
in alumina crucible using a magnetic stirrer. Then, the mixed
powder was decomposed at a temperature of 650 °C for 10
h. The obtained LTNO powder was pressed into pellets of
9.5 mm in diameter and ~1-2 mm in thickness by a
uniaxial pressing method at 200 MPa. Finally, these pellets
were sintered at 1200 and 1280 °C for 4 h in air. Throughout
this paper, we assigned symbols of LTNO-1 and LTNO-2 for
the samples sintered at 1200 and 1280 °C, respectively.

The sintered ceramics were characterized by x-ray dif-
fraction (XRD) (Philips PW3040, The Netherlands) and
scanning electron microscopy (SEM) (Hitachi S-4700, Ja-
pan). The ceramic samples were polished and electroded by
silver paint on both sides of the disk-shaped samples. They
were allowed to dry overnight. The dielectric response of the
samples was measured using a Hewlett Packard 4194 A im-
pedance gain phase analyzer over the frequency ranging
from 100 Hz to 10 MHz and at the oscillation voltage of 1.0
V. The measurements were performed over the temperature
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ranging from —50 to 130 °C using an inbuilt cooling-heating
system. Each measured temperature was kept constant with
an accuracy of =1 °C.

lll. RESULTS AND DISCUSSION

Figure 1 displays the XRD patterns of the prepared
LTNO powder and sintered ceramics with different sintering
temperatures, confirming a single phase of NiO in the pow-
der and ceramic samples. We have thus produced good
LTNO powder at a much lower reaction temperature com-
pared to those prepared by conventional sol-gel route'’ and
polymerized complex route.'" All of the main peaks are com-
parable to that of powder diffraction pattern of NiO in Ref.
32. The values of lattice parameter calculated from XRD
spectra are shown in Table I. These values are close to value
reported in Ref. 32. Additionally, it is also important to no-
tice that a normal insulating phase NiTiO5; was not detected
in the XRD patterns. This is not surprising given that the
typical detection limit of the technique when the Ti content is
less than 0.05 and/or it might be attributed to the Ti-dopant
content, which is not over the solid solution limitation of
Ti—Ni-O system, forming a single solid solution.

The surface morphology of LTNO samples was revealed
by SEM, as shown in Figs. 2(a) and 2(b). It is clear that the
grain size increases with increasing the sintering tempera-
ture. The mean grain sizes are about 2.67*0.75 and
6.02*+2.38 um for LTNO-1 and LTNO-2 samples. Note
that large portion of porosity is observed in the microstruc-
ture of LTNO-1 sample, but LTNO-2 sample is dense ce-
ramic.

To confirm the existence of electrically inhomogeneous
in our LTNO samples, IS, which is a powerful tool in sepa-
rating out the bulk and the GBs effects,28 was carried out. In
general, Fig. 3(a) shows the impedance spectra of LTNO-2
sample as a function of temperature. The impedance semi-
circles became larger with decreasing temperature. When the
temperature was sufficiently low, other impedance semi-
circles were observed [inset of Fig. 3(a)]. Note that the
LTNO-1 sample also shows a similar spectra (not present).
The observation of two semicircles suggests that our LTNO
ceramics are electrically heterogeneous and the core/shell
model could be appropriated for further analysis. These re-
sults are similar to the other report in literature.'® Accord-
ingly, the observed semicircles at high and low temperatures
can be assigned to the effect of charge transport within the
grain and GB, respectively. The charge transport inside the
grain is mainly affected by the addition of Li ions in NiO,
leading to an increase of conductivity and some defects can
be introduced due to different valences of doped ions
(0.69 A for Ni2* and 0.68 A for Li*)."? For every added Li*,
one Ni?* is promoted to the Ni** state, which is the lost

TABLE 1. Lattice constant, grain size, &', and activation energy for LTNO-1 and LTNO-2 samples.

Lattice Grain size g’ E, E, Egp
Samples parameter (A) (pem) (300 K and 1 kHz) (eV) (eV) (eV)
LTNO-1 4.173 2.67*0.75 5534 0.320 0.324 0.562
LTNO-2 4.175 6.02+2.38 11187 0.303 0.315 0.483
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FIG. 2. SEM images of surface morphologies of (a) LTNO-1 and (b)
LTNO-2.

electron filling a state in the oxygen 2p valence band. The
lattice now contains Ni** and Ni** ions on equivalent sites
and is the model situation for conduction by polaron
hopping.29 In polaronic scenario, the temperature depen-
dence of the conductivity is, with a temperature dependence
prefactor, ascribed as,19

o« T exp(- ElkgT), (1)

where E, kg, and T are the activation energy, Boltzmann
constant, and absolute temperature, respectively. In general,
the GB effect on electric conductivity may originate from a
GB potential barrier, which should be ascribed by the Ti-rich
boundary for (Li, Ti)-doped NiO system."” From the inter-
cepts of each semicircular arc with the real axis, the resis-
tance of the grain R, and the resistance of the GB Rgg can be
obtained. As a result, conductivity data were obtained for the
grain (o,) and GB (osg) components. We found from Fig.
3(b) that both o, and ogp values at different temperatures
follow Eq. (1). Accordingly, in the LTNO-2 sample, the con-
duction activation energies inside the grain and at the GB
were obtained to be E,=0.315 eV and Egg=0.483 eV, re-
spectively. These results strongly indicate that the grain and
GB have different characters of electrical transport, forming
an electrically heterogeneous structure. This difference was

J. Appl. Phys. 104, 074109 (2008)

a0t
(a)
i a
niot{ ¢ 120°c :
o 0% N

2x10*] . g%

2" (Q)

110" 4
=100 Hz
o i —
0.0 4.0x10* &6.0x10"

Z' (Q)

5 E =0315eV

E, =0483eV
'72.4 28 32 36 40 44 48
1000/T (K )

FIG. 3. (Color online) (a) Impedance spectra as a function of temperature
for the LTNO-2 sample. Inset is the impedance spectra at low temperature.
(b) The Arrhenius plots of the conductivities of the grain and the GB.

also observed in the LTNO-1 sample. The summary of acti-
vation energies and related parameters are also tabulated in
Table I. From this point of view, it is appropriate to make the
assumption that such the appearance of electrically heteroge-
neous should be a key factor of affecting the dielectric be-
havior in our LTNO ceramic samples.

To clarify the assumption above, we have studied the
temperature dependence of &’ and the dissipation factor
(tan &) for LTNO samples at various frequencies, as shown
in Fig. 4. Tt is clearly seen from Figs. 4(a) and 4(c) that both
samples exhibit high-&" of 5534 for LTNO-1 and 11 187 for
LTNO-2 at room temperature and 1 kHz, and each sample
has a similar dielectric behavior. Below 10 kHz, the dielec-
tric constant is nearly temperature independent over the mea-
sured temperature range. However, with increasing fre-
quency, &' dramatically drops to low values at low
temperatures, being accompanied by the appearance of cor-
responding peaks in the tan & [Figs. 4(b) and 4(d)]. More-
over, the tan 6 peak moves to a higher temperature range
with increasing frequency, which is a suggestion of the ther-
mally excited relaxation process. With decreasing the tem-
perature, the electric dipoles freeze through relaxation pro-
cess and then the rate of polarization is decreased, resulting

Downloaded 07 Oct 2008 to 202.12.97.114. Redistribution subject to AIP license or copyright; see http://jap.aip.org/jap/copyright.jsp



074109-4 Thongbai, Yamwong, and Maensiri
5
10
(a)
10" 1qsn
B Eiwuﬁmmmdmn
W 4 oo

—a—100 Hz
—a—1 kHz
——A10 kHz
—w—35 kHz
100 kHz
—e—2380 kHz
—s—1 MHz

0 10 40 EO0 O
Tempemture{"C)

FIG. 4. (Color online) [(a)
for the LTNO-1 and LTNO-2, respectively.

in the dramatic decrease in &’ value. According to the
LTNO-2 sample, the increase in tan § at high temperature is
mainly due to the effect of dc conductivity.10 Note that the
overall dielectric behavior in the reported samples is similar
to that observed in the other prepared LTNO methods,'*"!
which is in marked contrast to the well-known ferroelectric
one, resulting from structure distortion due to a soft-mode
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and (c)] Temperature dependence of &’ for the LTNO-1 and LTNO-2, respectively. [(b) and (d)] Temperature dependence of tan &

condensation. Therefore, the high dielectric response in our
LTNO ceramics might be attributed to the apparent electri-
cally heterogeneous structure in the ceramics.

We have further studied the frequency dependence of the
real (&') part and imaginary part (¢”) of complex permittivity
at various temperatures in order to obtain the underlying
mechanism of high-g¢’ response in the LTNO samples, the

100 1k 10k 100k iR

Frequency [Hz)

FIG. 5. (Color online) [(a) and (c)] Frequency dependence of &’ for the LTNO-1 and LTNO-2, respectively. [(b) and (d)] Frequency dependence of &” for the
LTNO-1 and LTNO-2, respectively. Inset of (b) shows the comparison of &’ at room temperature over the measured frequencies. Inset of (d) demonstrates the

Arrhenius plots of the relaxation process.
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results are shown in Fig. 5. As demonstrated in Figs. 5(a) and
5(c), the &’ shows the high values at low frequencies, and it
rapidly decreases if the frequency is sufficiently high. This
step decrease shifts to higher frequency with increasing the
temperature, corresponding to the movement of the &” peaks.
Such a behavior is typical for the Debye-like relaxation,
which for the present work can be attributed to the MW
relaxation. The MW relaxation model was usually employed
to explain the observed high-g’ in electrically inhomoge-
neous materials.'® Thus, this may be the most appropriate
one to elucidate the origin of high-¢’ in our LTNO samples
due to the different electrical transport between the grain and
the GB, as confirmed by the IS study (Fig. 3).

We now turn to see the dielectric relaxation behavior of
the LTNO samples, which usually provide important clues
for the explanation of the related mechanism.”® The inset of
Fig. 5(d) shows the plot of In(7) versus 1/T, in which the
solid line is the fitted result obeying the Arrhenius law, i.e.,

7= 15 exp(E,/kgT), (2)

where 7, is the pre-exponential factor, E, is the activation
energy for the relaxation, kg is the Boltzmann constant, and
T is the absolute temperature. 7 is calculated from the rela-
tions wr=1 and w=2m7f,, where o is angular frequency and
[, 1s the characteristic frequency corresponding to the peak
of &”, as displayed in Figs. 5(b) and 5(d). According to the
fitted curve in the inset of Fig. 5(d), for the LTNO samples
with different grain sizes, the activation energy (E,) for re-
laxation process can be obtained. The values of E, are 0.320
and 0.303 eV for the samples of LTNO-1 and LTNO-2, re-
spectively. From Table I, the activation energies of the con-
ductivity in the grain interiors of the sample of LTNO-1,
Eg~0.324 and LTNO-2, Eg~0.315 eV obtained from Fig.
3(b) are very close to the activation energies required for
relaxations. These results imply that the nature of charge
carriers responsible for dielectric relaxation peaks and dc
conduction belongs to the same category, indicating that the
polarization relaxation has a close relation to the conductiv-
ity in the grain interior."” Consequentially, £, and E, are
almost the same in value and the polarization process de-
pends on the conductivity of the charge inside the grain. This
behavior is consistent with the literature report for LTNO
prepared by sol-gel method."” According to the IS and di-
electric results, here we think that the high-&’ response in our
LTNO ceramics is mainly due to the MW relaxation caused
by the existent of electrically inhomogeneous in microstruc-
ture. Such structure is referred to as a core/shell structure,
i.e., the LTNO samples consist of semiconducting grains en-
closed by insulating boundaries, so the grains and their
boundaries give rise to the different electrical response in the
impedance formalism.

It is of interest to note that E, decreases from 0.320 to
0.303 eV with increasing the grain size from 2.67 +=0.75 to
6.02+2.38 um, corresponding to the increase in &', as
shown in Table I. As shown in the inset of Fig. 5(b), &’ value
of LTNO-2 sample is higher than that of LTNO-1 sample
over frequency range of 100 Hz—1 MHz. However, &’ of
both samples is almost the same in value at the frequencies
higher that 1 MHz. This is possibly due to the bulk effect.

J. Appl. Phys. 104, 074109 (2008)

Obviously, &’ increases with the sintering temperature and is
accordingly closely related to the polycrystalline microstruc-
ture, particularly to the grain size. Thus, the differences in
the values of ¢’ and E, for the LTNO-1 and LTNO-2 samples
are strongly affected by their microstructures. All these facts
indicate that microstructures play a crucial role in changing
the electrical properties and related dielectric behavior. The
observed microstructure dependence of dielectric properties
is similar to that observed in CCTO ceramics.”’

According to the IS results, grain and GB in our LTNO
samples have different values of conductivities (o, and ogp)
and dielectric permittivities (a;, and &gp). Therefore, the
0031(I)1p1ex permittivity in the LTNO system can be described
as

8Z=sg—j(rg/w, (3)

S:b =8~ JO . (4)

The total complex permittivity () can be quantitatively ap-
proximated by30

-1
t t
s*=L({+{ﬁ) , (5)
€ &

where 1, is the particle size of the conducting grain, fgp is the
thickness of boundary layer, and L=t,+tgg. Since L>1p
and 0,> o, Eq. (5) can be simplified as™

1
=3€+(3L")( . ) (6)
a ad)\1+jor

where a=1+0¢g,/&,,, T=ag,,/ 60, and 5=t,,/L.
At zero or very low frequency, the Eq. (6) can be further
simplified as

L
o = =Lab (7)
fop

From the relation in Eq. (7), it is reasonable to propose that
the different dielectric permittivity in LTNO-1 and LTNO-2
samples is affected by the grain size. Note that 755 are about
the same in value because it depends on the Ti-dopant con-
centration. It is important to note that the lower in dielectric
permittivity in LTNO-1 sample may also be affected by the
observed porosity, as shown in the SEM image of Fig. 2(a).
However, we believe that the grain size is still the main
effect on the dielectric properties of our LTNO ceramics. To
support this conclusion, we consider the dielectric permittiv-
ity of LTNO-1 (errno.1=5534) and LTNO-2 (&r1no-2
=11187) at room temperature and 1 kHz and evaluate the
ratio of the dielectric permittivity of LTNO-2 and LTNO-1
based on the dimensions of the grain observed in SEM. Since
both LTNO-1 and LTNO-2 have the same amount of Ti, the
thickness of GB fgp of these two samples may be assumed to
be the same. From Eq. (7) and by assuming 7gg and egg to be
the same for both the LTNO-1 and LTNO-2, the ratio of the
dielectric permittivity of LTNO-2 and LTNO-1 becomes
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By substituting Ljtno.1=2.67%0.75 wm and L;rnoa
=6.02+2.38 um into Eq. (8), &{ yto.o/ €] nTo; Was obtained
to be 2.25. This result agrees with the experimental result
(i.e.. & NToo/ €l NTO = 11187/5534=2.02).

For the present work, we speculate that high-¢’ response
in the LTNO samples is attributed to their electrically inho-
mogeneous structures. When the alternative electric field is
applied through the samples, the charge carriers are restricted
by the Ti-rich boundary, and thus the opposite charges accu-
mulate at the two edges of the GBs."” Consequentially, the
polarization formation primarily depends on the accumula-
tion of the charge via conducting in the grain interiors. This
provides an extended description for the physical explanation
for the underlying polarization. Therefore, the difference in
¢’ of LTNO samples with different grain size is attributed to
the different amount of the accumulated charges at GBs. As
well known, these accumulated charges in the LTNO ceram-
ics depend on the concentration of monovalent impurities
like Li* ions.'® For both of our samples, however, they have
the same chemical composition, but different sintering tem-
perature. Hence, the increase in &’ in the LTNO-2 sample
with higher sintering temperature may be attributed to the
other free charge carriers but does not related to the affect of
the dopant concentration. One may deduce from this assump-
tion that grains made by different sintering conditions could
have very different electrical properties. The fact that the
higher conduction activation energy of 0.324 eV for the
grains in LTNO-1 sample than that of 0.315 eV for LTNO-2
sample may imply that there are lower oxygen vacancies
concentration in the grains of LTNO-1 sample than in the
grain of LTNO-2 sample. This is reasonable because the
LTNO-2 sample was fabricated at the temperature of
1280 °C, which is higher than that of 1200 °C for the
LTNO-1. Based on the explanation above, we think that the
oxygen vacancies have the influence on the electrical prop-
erties of the LTNO ceramics and the contribution to the total
dielectric response in a LTNO system. However, the evi-
dence of the presence of oxygen vacancies is beyond the
scope of our work, and further work, i.e., the study of heat
treatment effects on the oxidizing and/or reducing atmo-
sphere on electrical properties, is needed to make a more
detailed explanation for it. It is worth to noting that the lower
7y values of the LTNO-1 sample than those of the LTNO-2
sample over the measured temperature is attributed to the
shorter distance between the nearest GBs in the LTNO-1
sample compared to the larger grain for the LTNO-2 sample.
Thus, the polarization of LTNO-1 sample is fully developed
at higher frequency than that of LTNO-2 sample at the same
temperature as shown in Fig. 5. This result was also observed
in CCTO ceramics.’’! Additionally, Egg also decreases with
increasing the sintering temperature (Table I). This is associ-
ated to the ceramic microstructure of LTNO samples. We
think that the higher Egp observed in the LTNO-1 sample
compared to that of the LTNO-2 sample is attributed to the
observed porosity in the LTNO-1 sample. Some of the GB
regions are replaced by the porosities (air gaps) in the
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LTNO-1 ceramic, and thus the total potential barrier at the
GB regions increases. Another possible of such observation
is that the defect equilibrium at the GB regions may be modi-
fied by the increase of grain size, affecting on the electrical
transport at the regions.

IV. CONCLUSION

The high-g’ of LTNO ceramics have been synthesized
by a simple thermal decomposition method. The complex
impedance spectroscopy indicates that the electrically het-
erogeneous structures exist in the LTNO ceramics consisting
of semiconducting grain and insulating GB. The ¢’ value of
our LTNO ceramics increases with the increase in grain size,
and the dielectric response can be well explained by the MW
relaxation model. The experimental results indicate that the
polarization relaxation has a close relation to the conductiv-
ity inside the grain. Our results also reveal that £, and related
E, and EGg decrease with the increase in grain size. It can be
proposed that the different microstructures lead to the chemi-
cal change (e.g., oxygen vacancies) inside the grains and at
the GBs.
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properties of grain and grain boundary of giant dielectric NiO-based
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We report the giant dielectric response and electrical properties of Lig o5Bg02Nig.93O (B=Fe, Ti, and
V) ceramics prepared by a polymer pyrolysis route. The giant dielectric response in these materials
can be ascribed based on the Maxwell-Wagner polarization and thermally activated mechanisms. It
is found that Fe, Ti, and V doping has a strong effect on the microstructure and the conduction of
grains and grain boundaries of these NiO-based ceramic systems, which make large contribution to
their dielectric properties. © 2009 American Institute of Physics. [DOI: 10.1063/1.3072356]

Generally, the relationship between the structure of ma-
terials and their properties is studied at two different levels of
length scale: microscopic and microstructural levels. Thus,
the inhomogeneities within macroscopically homogeneous
ceramic materials can be classified as microscopic and mi-
crostructural inhomogeneities. Lattice defects and the grain
growth are possible causes for these two inhomogeneities,
respectively.1

In recent years, high permittivity Bi/Pb-free dielectric
materials with good thermal stability particularly attracted
ever-increasing attention for their practical applications in
microelectronics such as capacitors and memory devices.
High-permittivity A,B,Ni,_,_,O ceramic system (where A
=Li, Na, and K and B=Ti, Al, Ta, and Si) is one of the most
important high-permittivity materlals that has been inten-
sively researched in recent years $Itis widely accepted that
a high dielectric permittivity (") of these materials is attrib-
uted to the Maxwell-Wagner (MW) polarization mechanism
based on the existence of the inhomogeneities of grarn grain
boundary (GB), and defects within the materials.” ! Interest-
ingly, the dielectric properties and related electrical response
of these NiO-based systems can be tuned by changing the
composition of the additives of A and B,>” which normally
have the effects on the grain and GB properties, respectively.
However, it has been reported that the Ti content in the
Li, TiyNi,_,_,O system also has a strong effect on the trans-
port properties inside the grain, which should be attributed to
the fact that some part of Ti entered into the NiO crystal
lattice. Moreover, it was found that the dielectric properties
of NiO-based ceramics depended on the sintering
temperature % and the feature of microstructure.’

In this work, we studied the effects of the microstructure,
grain, and GB modifications on the giant &’ properties of the
Lig 05Bo.02Nig 930 (B=Fe, Ti, and V) ceramics. The results
suggested that Fe, Ti, and V dopings had great impact on the
microstructure and the electrical transports of the grains and
GBs, which are major contributions on the giant &’ response
in these materials.

NI(NO3)2 6H20, LINO3, C16H2806Ti, FC(NO3)3 : 9H20,
C,oH,405V, (NH,),S,05, and acrylic acid were employed as

YAuthor to whom correspondence should be addressed. Electronic mail:
sanmae @kku.ac.th.
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starting raw materials. The polycrystalline Lig 5Ti 0oNig 930
(LTNO) ceramic sample was prepared by a polymer pyroly-
sis route. First, stoichiometric amounts of Ni(NOj3),-6H,0,
C6H230¢Ti, and LiNO5 were dissolved in 10 g of acrylic
acid aqueous solution (acrylic acid: H,O=70:30 wt %) un-
der constant stirring and heating at 100 °C. Second, a small
amount (0.5 g) of 5% (NH,),S,04 aqueous solution as the
initiator was added to the mixed acrylic acid solution to pro-
mote the polymerization. Then, the gel precursor was dried
at 350 °C for 1 h. The dried gel was ground and later cal-
cined at 700 °C for 5 h in air. The LTNO powder was
pressed into pellet of 9.5 mm in diameter and ~1-2 mm in
thickness by a uniaxial pressing method at 200 MPa. Finally,
this pellet was sintered at 1280 °C for 4 h in air. The
Li05V0.02Nig930 (LVNO) and LiggsFeoNig930 (LFNO)
samples were also prepared by the same method, but
Fe(NO;);-9H,0 and C,(H;,OsV were used instead of
C6H230¢Ti for the preparation of LVNO and LFNO, respec-
tively.

X-ray diffraction (XRD) (Philips PW3040, The Nether-
lands) and scanning electron microscopy (SEM) (LEO
1450VP, UK) with energy dispersive x-ray spectrometer
(EDS) were used to characterize the phase composition and
microstructure of the NiO-based ceramics. XRD patterns
(not presented) confirm a main phase of NiO in all samples
with no diffraction peaks of possible impurity phases. The
sintered ceramic samples were polished and electroded by
silver paint on both sides of the disk-shaped samples. The
dielectric and electrical responses of the samples were mea-
sured using a Hewlett Packard 4194A impedance gain phase
analyzer over wide range of frequency (100 Hz-10 MHz)
and temperature (from —60 to 150 °C) at the oscillation
voltage of 1.0 V. Each measuring temperature was kept con-
stant with an accuracy of =1 °C.

Figures 1(a)-1(c) show surface morphologies of the
LENO, LTNO, and LVNO ceramic samples, indicating that
Fe, Ti, and V dopings have a remarkable effect on their mi-
crostructures. The mean grain sizes of the LFNO, LTNO, and
LVNO samples are 3.3+0.9, 4.8 £2.0, and 46 = 14 um, re-
spectively. The observed abnormal grain growth in the
LVNO sample is attributed to a typical liquid phase of their
microstructure, which usually contribute to form grain-to-
grain bridges and to eliminate intergrain pores. The effect of

© 2009 American Institute of Physics
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FIG. 1. (Color online) SEM images of the surfaces for the samples of (a)
LTNO, (b) LFNO, and (c) LVNO; inset of (c) shows the fractured surface of
the LVNO sample. (d) EDS spectra of the grains and GB for the LVNO
sample.

V-dopant on the microstructure of ceramics has also been
observed in V-doped ZnO system. It was caused by the rela-
tively low melting points of V and the related second
phase.13’

The inset of Fig. 1(c) illustrates the fracture surface of
the LVNO sample, showing the obvious grain and GB struc-
tures. The EDS measurements of the grain (point 2) and GB
(point 1) of the LVNO sample, as shown in Fig. 1(d), reveal
the V-rich at the GB but not in the grain. The EDS spectra at
points 3 and 4 (not shown) are similar to that detected at
point 2, i.e., no corresponding peak of V observed. There-
fore, the shells of the grains of these three samples could be
regarded as Fe-, Ti-, and V-rich boundaries, while the core of
the grains is part of Li-doped NiO particles. Thus, dielectric
properties of these ceramics might be ascribed by the MW
polarization.

Figure 2(a) demonstrates the frequency dependence of
&’ and tan & of the samples of LFNO, LTNO, and LVNO at
room temperature, showing the giant &’ (10*—10°) response
in all samples. The LTNO sample has the lowest ¢’ among
these three samples over the measured frequency range, cor-
responding to the observed lowest value of tan 6. The &’ of
the LVNO sample is slightly higher than that of the LFNO
sample, and interestingly its tan 6 is lower than that of the
LFNO sample at below and above frequency 10* Hz. The
small step decrease in the LVNO sample at the frequency at
about 10* Hz might be attributed to the heterogeneous relax-
ation such as defect-induced polarization.” Figure 2(b) illus-
trates the temperature dependence of £’ of the LVNO sample
at the selected frequencies. The temperature independence of
e’ can be observed at frequency below 100 kHz. However,
with increasing frequency, &’ drops dramatically to the low
values at low temperatures, and such step decrease moves to
the higher temperature range with increasing frequency. This
is a suggestion of the thermally excited relaxation process.
The overall dielectric behavior is similar to those observed in
other NiO-based ceramics,2’6 which is in marked contrast to
the well-known ferroelectric one resulting from the structure
distortion due to the soft-mode condensation.

Figures 3(a) and 3(b) display the complex impedance
plain plots of the LVNO and LTNO samples, respectively.

Appl. Phys. Lett. 94, 022908 (2009)
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FIG. 2. (Color online) (a) Frequency dependence of &’ and tan & at room
temperature of the LTNO, LENO, and LVNO samples. (b) The temperature
dependence of ¢’ at selected frequencies for the LVNO sample.

The impedance semicircles become larger with the decrease
in temperature, and when the temperature is sufficiently low,
the other impedance semicircles of the LTNO sample can be
observed [inset of Fig. 3(b)]. The observed two semicircles
suggest the existence of the electrical inhomogeneities in the
LTNO ceramic. Accordingly, the observed semicircles at
lower and higher temperatures in the LTNO sample can be
assigned to the effects of the charge transport within the
grain and GB. Note that the impedance semicircles at low
temperature cannot be observed in the LVNO sample and the
LFNO sample (not shown). This is because the electrical
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FIG. 3. (Color online) The complex impedance plane plots for the samples
of (a) LVNO and (b) LTNO at various temperatures. Insets show the corre-
sponding impedance spectra at low temperatures. (c) and (d) are the Arrhen-
ius plots of the conductivities of the grains and GBs, respectively.
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responses of grains in both samples shift out of the measured
frequency range. However, we can assign the nonzero inter-
cepts at low temperatures to the effects of the grains.15 Con-
sequently, the core/shell model is appropriate for further
analysis. According to the polaron theory, the temperature
dependence of the conductivity (o) is, with a temperature
dependence prefactor, ascribed as™’

o« T exp(- ElkgT), (1)

where E is the conduction activation energy and kg and T are
the Boltzmann constant and the absolute temperature, re-
spectively. Generally, the GB effect on electric conductivity
may originate from a GB potential barrier,” which should be
ascribed by the Fe-, Ti-, and V-rich boundaries for our NiO-
based systems. Based on the RC Inodel,15 the resistances of
the grain and GB can be obtained at various measuring tem-
peratures. According to the fitted curves using Eq. (1) for the
LFNO, LVNO, and LTNO samples shown in Figs. 3(c) and
3(d), the conduction activation energies inside the grain (E,)
and at the GB (E,,) can be estimated—the values of E, are
0.190, 0.216, and 0.293 eV, while the values of Ey, are
0.240, 0.304, and 0.453 eV for the samples of LFNO, LVNO,
and LTNO, respectively. These results indicate that the grain
and GB of these materials have different characteristics of
electrical transport.

As previously reported,16 the different valence states of
A in the A0_03Ti0'10Ni0‘87O (A=K+, Mg2+, and Y3+) materials
had a remarkable effect on the dielectric properties of NiO-
based ceramics, which should be mainly attributed to the
large variation in E, values. In the present work, the different
observed values of E, and Ej, of these three NiO-based ce-
ramics imply that the Fe, Ti, and V doping have remarkable
effects on both grain and GB conductivities. Such various E,
values observed in the LTNO and LFNO samples may be
caused by the substitution of some parts of Ti** (0.68 A) and
Fe3* (0.64 A) ions into the Ni%* (0.69 A) ion sites in the NiO
crystal lattice, which induces the different defects (i.e., Fel'\Ii
and Ti%) in the grain interiors.”'” The different electrical
properties of these two samples can suitably be referred to as
the microscopic inhomogeneity effect. On the other hand, the
V-doping is most likely to present only at GBs to form a
second liquid phase, as clearly seen in Figs. 1(c) and 1(d).
Subgrains usually develop inside larger grains and affect the
mobility of charge carriers and the dielectric response at dif-
ferent frequencies.18 This would be responsible for the ob-
served highest low-frequency &’ of the LVNO ceramic
among these three samples. These results indicate that the
microstructural inhomogeneity has a strong effect on the
electrical properties of the NiO-based ceramics. Additionally,
the relaxation activation energies (E,) of the LVNO (0.224
eV) and LTNO (0.287 eV) samples are almost the same as
their E, values (data not shown). E, of the LFNO ceramic
with the smallest E,, cannot be obtained because its dielectric
relaxation peak shifts out of the measured temperature range.
Therefore, it is suggested that the observed lowest &’ of the
LTNO sample among these three samples and such disap-
peared relaxation peak of the LFNO sample are due to the
fact that the polarization relaxation in these three samples
has a close relation to the conductivity inside the grains.
Therefore, it is reasonable to suggest that the Fe, Ti, and V
dopants have significant effects on both the microstructure
and the electrical transports inside the grain and at the GBs,

Appl. Phys. Lett. 94, 022908 (2009)

which leads to the different dielectric responses in these
NiO-based ceramics. These different ceramic properties can
be ascribed to both microscopic and microstructural inhomo-
geneities, which should be due to the differences in the va-
lence state and the melting point of the dopants, respectively.

We now turn to see the effects of Fe, Ti, and V doping on
the GB conductivity in the NiO-based ceramics. Lin et al.”’
reported the positive values of the Seebeck coefficient of
Fe-doped NiO samples, indicating that holes are major car-
riers in these samples. In the case of the LFNO sample, we
think that the different concentrations of the holes at the
grains and GBs might be attributed to the effects of Li-doped
NiO and Fe-doped NiO, respectively. This is responsible for
the slight difference between E, and Eg, in the LFNO
sample. Thus, the different values of Eg, in our NiO-based
ceramic samples could be attributed to the difference in the
intrinsic properties of the GBs, which are affected by the
dopants.

In conclusion, the giant &’ permittivity Lig 5B 0oNig 930
(B=Fe, Ti, and V) ceramics have been investigated. The gi-
ant ¢’ response and related electrical properties of these ma-
terials are studied as functions of frequency and temperature.
Our results reveal that Fe, Ti, and V dopings have great
effects on both microstructure and electrical properties of the
grains and GBs, resulting in the giant &’ response in these
materials. The giant ¢’ behavior of these NiO-based ceram-
ics can be explained based on the MW polarization and ther-
mally activated mechanisms.
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Electrical properties of giant-permittivity core/shell structured LijsFe Niyos_,O (LFNO) are
studied as functions of frequency, temperature, and dc bias. Three electrical responses of depletion
surface (DS), grain boundary (GB), and bulk grain are detected in the LFNO ceramics. The DS and
GB effects can be separated by removing the surface samples, whereas the grain effect is extracted
by applying dc bias. It is found that the interfacial polarizations at the DSs and GBs are suppressed
by applied voltages. Our results suggest that the polarization relaxation in the LFNO ceramics is
closely related to the electrical response inside the grains. © 2009 American Institute of Physics.

[DOL: 10.1063/1.3120567]

It is generally believed that the presence of insulating
layers in polycrystalline ceramics has remarkable effects on
their electrical properties, and they are usually used to design
ceramic properties for practical applications. The effects of
insulating layers, e.g., depletion surfaces (DSs), grain bound-
aries (GBs), and internal domains within the bulk grain, on
high dielectric properties of materials are often observed. For
example, the existence of these three insulating layers in
CaCu;Ti O, (CCTO) ceramics have an influence on the
giant dielectric permittivity (¢') of the CCTO.' The
Maxwell-Wagner (MW) polarization (interfacial polariza-
tion) at these insulating layers has, therefore, been used to
ascribe the giant &’ response in this material. For
(A,B)-doped NiO ceramics (A=Li, Na, K and B=Ti, Si, Al,
Ta, V, Fe),*” it is widely accepted that the giant &’ response
in these ceramics is associated with their heterogeneous mi-
crostructure, consisting of semiconducting grains (A-doped
NiO) and insulating GBs (B-rich insulating boundaries). It is
interesting that the dielectric properties and the related elec-
trical response of these NiO-based systems can be modified
by varying the composition via additions of A and B.H°
Most recently, we found that the dielectric properties of (Li,
Ti)-doped NiO ceramics system depended on both sintering
temperature and grain size."' The presence of oxygen vacan-
cies and the existence of internal domains might be respon-
sible for these observations. These results imply that both DS
and bulk grain effects may have impacts on the electrical and
dielectric properties of these NiO-based ceramics. However,
the experimental results supported these are still missing.

In this paper, the effects of insulating layers on the elec-
trical properties of high-permittivity Li,osFe,Nijgs5_,O
(LFNO) ceramics are investigated. The results reveal that the
electrical responses in the DSs, GBs, and grains have signifi-
cant effects on the electrical properties of the LFNO ceram-
ics. The evident DS effect is proved by removing the sample
surface layer, while the bulk grain effect is identified by ap-
plying dc bias. The close relationship between the relaxation
mechanism and the electrical transport inside the grains is
observed.

“Electronic addresses: sanmae@kku.ac.th and santimaensiri @ gmail.com.
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The polycrystalline Lig gsFe 0sNig 99O and
Lig osFeq 1oNig gsO ceramic samples were prepared by a poly-
mer pyrolysis method. Details about the sample preparation
were given elsewhere.” The sintered LFNO samples were
characterized by x-ray diffraction (XRD) (Philips PW3040,
The Netherlands), Field-emission scanning electron micros-
copy (FE-SEM), and energy-dispersive X-ray spectroscopy
(EDS) (Hitachi S-4700, Japan). XRD patterns (did not show)
confirmed a main phase of NiO in both samples. However,
the second phase of NiFe,0, could only be observed in the
XRD pattern of the LijysFeq oNiggsO sample. The dielectric
and electrical properties of both as samples (before polished)
and polished samples were measured using a Hewlett-
Packard 4194A impedance gain phase analyzer over a fre-
quency ranging from 100 Hz to 10 MHz and an oscillation
voltage of 1.0 V. The measurements were performed over a
temperature ranging from —50 to 200 °C using an inbuilt
cooling-heating system. Each measured temperature was
kept constant with an accuracy of =1 K. Silver paint was
used as the electrodes. Throughout this paper, we assigned
symbols of LFNO-1Be and LFNO-2Be for the as-sintered
samples of Lij gsFeq sNig 99O and Lig sFe 1oNipgsO ceram-
ics and LFNO-1Af and LENO-2Af for the sintered samples
with  surface polishing of LiggsFeposNiggoO  and
Lig osFeq 19NipgsO ceramics.

Figure 1 reveals the fractured surface of the
Lig osFeq 1oNipgsO ceramic sample, showing obvious struc-
ture consisting of grains and GBs. Interestingly, the EDS
analysis, inset of Fig. 1, shows that the lower relative inten-
sity of Fe is detected at the white core regions (points 2 and
5), but it is high at the hilly dark regions (points 1, 3, and 6).
According to the XRD and ESD analyses, it is reasonable to
suggest the existence of the core/shell structure in the LFNO
ceramics, consisting of semiconducting core grains (e.g., Li-
doped NiO)'"” and Fe-rich insulating GBs (e.g., NiFe,0,).
The existent core/shell structure in the NiO-based ceramics
was also be observed in the (Li, Si)-, (Li, V)-, and (Li, Ti)-
doped NiO ceramic systems.ﬁ’g’10 It is worth noting that the
Fe-dopant is also rich on the outmost sample surfaces, as
displayed in the inset (b).

© 2009 American Institute of Physics
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FIG. 1. (Color online) Fractured surface of the LiysFeoNipgsO sample.
Inset (a) shows Ni (H) and Fe (A) element profiles obtained from the EDS
spectra at different points. Inset (b) is a SEM image of surface morphology.

It is clearly seen from Fig. 2 that the DS has a significant
influence on the high dielectric properties of the LFNO ce-
ramics. As illustrated in Fig. 2, after the LFNO-1Be sample
was polished evenly from both sides, the decrease in &' and
the exponential increase in the loss tangent (tan ) were ob-
served in the polished- LFNO-1Be sample (LFNO-1Af
sample). Under an applied electric field, some mobile
charges in the inner part of the bulk LENO ceramics may be
blocked by the DS. Thus, the MW polarization is produced
by the accumulated charges at the interface between the in-
sulating DS layer and the inner part. After the DSs were
removed, these accumulated charges are free and they be-
come mobile charge carriers. Consequently, the polarization
at the DS does not response, which causes decrease in the
total polarization. On the other hand, the observed exponen-
tial increase in tan ¢ is suitably attributed to the dc conduc-
tivity effect. It is interesting that the LFNO-1Af sample still
exhibits the high &’ response, implying that there may be
other polarizations contributing to the dielectric responses in
the LFNO-1Af sample.
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FIG. 2. (Color online) Frequency dependence of (a) &’ and (b) tan & for
LFNO-1Be (symbols) and LENO-1Af (solid lines) samples at various tem-
peratures from —40 to 200 °C with the step increase in temperature is
30 °C.

Appl. Phys. Lett. 94, 152905 (2009)

—~60F= 2 1 —~40r= o ]
= 60 o I[;HS.QE}E : " o (3) = §™ increasing| o (o)
F*LFNO-1Be & o O 300 @ debias/ 7 ——l
oG g aPEd ~ 295 2%
'I.nuuanuuu.u 8-0-0-4 b 20 ool ] o 8V
:'\.' 10
Pl 1 U ) :.I :- ; |
0 20 40 60 10 20 30 40

Z' (10*Q.cm) Z' (10*Qcm)

FIG. 3. (Color online) (a) Impedance spectra of LFNO samples before and
after surface polishing at 20 °C. (b) Impedance spectra as a function of dc
bias of LFNO-1Be. Inset shows impedance spectra of LENO-1Af.

Although the DSs were removed, the relaxation tan &
peaks still appear and the activation energy for relaxation
process (E,) remains almost constant, i.e., E,=0.483 eV
(0.419 eV) and 0.468 eV (0.411 eV) for the LFNO-1Be
(LFNO-2Be) and LFENO-1Af (LFNO-2Af) samples, respec-
tively. Therefore, the E, values of the LFNO ceramics may
actually be affected by the relaxation in the inner part of the
LENO ceramics. This is similar to that observed in the
CCTO ceramic,” which was clearly explained based on the
different electrical conductivities between the DS and inner
part due to the difference in oxygen concentration between
them. This might be responsible for the formation of the
insulating DS layer in the LFNO ceramics. Moreover, the DS
effect may also be attributed to the fact that the shells of the
grains are the NiFe,O, phase, which is rich on the outmost
surface layers of the LFNO ceramic samples [inset (b) of
Fig. 1].

Figure 3(a) shows the impedance spectra of the as-
sintered LFNO and polished-LFNO ceramic samples, prov-
ing the DS effect on their electrical properties. It is clear that
after the DSs of the as-sintered samples were removed, the
arcs of the polished-LFNO samples (LFNO-1Af and LFNO-
2Af samples) at lower frequencies decreased, whereas the
arcs at higher frequencies remained constant. These results
strongly indicate that the enhanced arcs in the low frequency
range contain two overlapped arcs, and thus the DS and GB
effects are roughly separated. Consequently, it is reasonable
to suggest that there are three sets of electrical responses in
the LFNO ceramics, i.e., DS, GB, and bulk grain responses.
Based on the above analysis, it is clearly proved from Fig.
3(b) that the interfacial polarizations of the DSs and GBs are
suppressed by applying dc bias, whereas the bulk polariza-
tion is independent of the biases. This suppression of the
interfacial polarization is similar to that observed in
Lay 7Sry3MnO5/BaTiO5 multilayers.12

Figure 4 demonstrates the effect of dc bias on the fre-
quency dependence of &’ for the LFNO-1Af sample at room
temperature. It is found that the &’ values below 10* Hz
decrease with the increase of applied Voltazge, corresponding
to the decrease in the capacitance of GBs,""* which is being
accompanied by the decrease in Rgp [inset of Fig. 3(b)].
These results suggest that, with increasing the applied volt-
age, the accumulated charge carriers are becoming more and
more overcome the potential barrier at the GBs, implying
that these accumulated charge carriers become mobile
charges. Consequently, the intensity of the space charge po-
larization at this region is decreased by the increase in the
applied voltage, while the conductivity increases due to the
increase in the mobile charge. This is confirmed by the ob-
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FIG. 4. (Color online) Frequency dependence of &' at various applied volt-
ages at room temperature for LFNO-1Af sample. Inset shows its frequency
dependence of tan & at different applied voltages.

served exponential increase in tan ¢ at the highest applied
voltage, as shown in the inset of Fig. 4. When the applied
voltage increases over 20 V, the dc bias is over limit balance
(over 20 V) due to the large leakage current, which results
from the large conductivity in the bulk ceramics.

Figure 5 displays the frequency dependence of the
imaginary parts Z” of complex impedance at selected tem-
peratures, in which Z" plots usually highlight phenomena
characterized by the large resistance.” Two thermally acti-
vated electrical responses are observed at lower and higher
frequencies—both shift to higher frequency with increasing
the temperature. To identify these electrical responses, the
frequency dependence of Z” has been studied as a function of
dc bias. As illustrated in the inset of Fig. 5, both the peak
height and frequency of the Z" peak of the electrical response
at the lower frequency are strongly dependent of the applied
voltage, but not for the higher-frequency electrical response.
As a result, the lower- and higher-frequency electrical re-
sponses are suitably identified to the GB and bulk effects,
respectively. Moreover, it was found that the plots of (Z”) .«
frequency and versus 1000/7 follow the Arrhenius law,
(does not present). The estimated activation energies of the
LENO-1Af (LFNO-2Af) were found to be 0.454 (0.408) and
0.444 (0.506) eV for the bulk grains and GBs, respectively.
The two activation energies of the electrical responses in the
LENO-1Af sample are similar to its relaxation activation en-
ergy. However, the activation energies of the grain electrical
response in the LFNO-2Af and its relaxation are almost the

-Z" (10° Q.cm)

O.
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FIG. 5. (Color online) Frequency dependence of Z” at various temperatures
for LENO-1Af sample. Inset shows the frequency dependence of Z” at dif-
ferent applied voltages for LENO-1Af sample.

Appl. Phys. Lett. 94, 152905 (2009)

same in value, while its activation energy of the GB is larger
than that of the relaxation activation energy. Therefore, it is
appropriate to suggest that the relaxation mechanism in the
LEFNO ceramics has a close relation to the conductivity in-
side the grains. Lin et al.,” reported that the dc conduction
activation energy of pure-NiO ceramics could be increased
by doping with Fe ions, which was attributed to the effects of
Fey; defects and the nickel vacancies. This might be respon-
sible for the observed large relaxation activation energy in
the LFNO ceramics comparing to the other NiO-based ce-
ramics systems.é’g_11 With the larger conduction activation
energy, the dielectric relaxation of the LFNO ceramics are
hardly activated by thermal. Thus, the polarization should
fully be responded at higher temperatures. From these points
of view, we think that the relaxation behavior of the NiO-
based ceramics can be adjusted by varying the semiconduc-
tivity of grains. Note that the increase of GB conduction
activation energy of the LFNO-2AF sample might be asso-
ciated with the accumulation of NiFe,O, phase at the GB, as
revealed in Fig. 1.

In conclusion, the high dielectric permittivity LFNO ce-
ramics were investigated as functions of frequency, tempera-
ture, and dc bias. Three thermally activated electrical re-
sponses were observed at the DSs, GBs, and bulk grains. The
effects of the DS and GB were separated by removing the
surface samples, whereas the applied dc bias was used to
identify the electrical response of the bulk grain. It was
found that the interfacial polarizations of the DSs and GBs
could be suppressed by the applied voltage, but not for the
bulk polarization.
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We report the effects of postsintering annealing in argon and compressive prestress on the giant
dielectric properties of CaCusTi O,—Lij3TipNipegO composites in the frequency range from
100 Hz to 1 MHz. After postsintering annealing, all compounds investigated still display a
Debye-like relaxation, which can be interpreted based on the Maxwell-Wagner model. The
dielectric behavior and the effect of compressive prestress of CaCu3Ti4O, and
CaCu;Tiy0,—Lig3Tig o Nig 63O after annealing are closely related to the oxygen vacancies in the

grain boundaries. © 2008 American Institute of Physics. [DOI: 10.1063/1.2937238]

I. INTRODUCTION

Giant dielectric ceramics with good thermal stability and
Ba/Pb-free have recently attracted much attention due to
their potential applications in microelectronics such as ca-
pacitors and memory devices. Giant-permittivity dielectric
response with weakly temperature-dependent permittivity
has been observed in CaCu;TiO;, (CCTO) (g’ ~10* for
polycrystalline ceramics and &’ ~ 10° for single crystals),l’3
NiO-based ceramic (&’ ~10%~10%),*® Ba,YMn;0,,5 (¢’
~10%,” and CuO (&' ~10%)."° Most recently, our group''
reported the giant values of &’ ~ 10° observed in polycrystal-
line CaCu3TizsO, ceramics reinforced with 10 mol % of
39 nm Lig3Tig0»NipeO (LTNO) nanoparticles. The dielec-
tric behavior of these composites exhibits Debye-like relax-
ation, which can be explained based on the Maxwell-Wagner
model, and the dielectric dispersions of the composites arise
from the internal barrier layer capacitor (IBLC) effect.'*"

Interestingly, the colossal dielectric constant of ~10° at
room temperature can also be obtained in CaCu;Ti O, after
annealing in argon at 1000 °C for 6 h, and this enhancement
was attributed to the increase in concentration of oxygen
vacancies and hence charge carriers."* The influence of
postsintering  annealing on dielectric properties of
CaCu;TiyO1, was further investigated by Wang and
Zhang.lj’16 They showed that the annealing treatment on
CaCu;Ti Oy, in reducing (nitrogen) and oxidizing (oxygen)
atmospheres has strong effects on dielectric properties of the
CaCu;TiyO4,. These results support the results reported in
Ref. 14 and strongly suggest that the concentration of oxy-
gen plays an important role in the dielectric properties of
CaCu3Ti4O1,. In addition to its interesting dielectric prop-
erty, CaCu3Ti O, has remarkably strong nonlinear current-
voltage characteristics without the addition of dopants.13
These excellent properties render this material particularly
attractive for a wide range of applications. However, in some
practical applications, dielectric ceramics may be subjected
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to mechanical or thermal stresses causing changes on their
properties. A prior knowledge of how the material properties
change under different load conditions is therefore crucial for
proper design of a device and for suitable selection of mate-
rials for a specific application. Despite that fact, material
constants used in many design calculations are often ob-
tained from a stress-free measuring condition, which in turn
may lead to incorrect or inappropriate device designs.

Most recently, we observed that postsintering annealing
in argon for 5 h leads to a significant increase in &’ for
CaCu;Ti O, ceramic, which is closely related to the oxygen
vacancies.'” The dielectric properties of the argon-annealed
samples were also found to change significantly with the
applied compressive stress (the absolute change can reach
25% at a maximum stress of 130 MPa), which could be ex-
plained by the stress-induced aging mechanism.'” The stress
dependence of the permittivity in CaCu;Ti O ,-based ceram-
ics has not been thoroughly studied. Herein, we investigate
the influences of the postsintering annealing in argon and
compressive prestress on the giant dielectric properties of the
(1=x)CaCu;Ti O, xLij 3Tig 1nNig 650 (CCTO-LTNO) com-
posites sintered in air at 1100 °C for 16 h.

Il. EXPERIMENT

The sample preparations of (1-x)CaCu;Ti O,
xLij3Tip0oNigesO (x=0, 0.1, 0.25, and 0.5) composites
are given in our previous publication.“ The dimensions
of the samples were ~12 mm in diameter and ~3 mm in
height. Here, we assign symbols of CCTO, 10%LTNO,
25%LTNO, and 50%LTNO, for the sintered samples of
(1-x)CaCu3Ti 0, - xLij 3Tig ¢oNig 630, with x=0, 0.1, 0.25,
and 0.5, respectively. A postsintering annealing process was
carried out in flowing argon (99.999% purity) at 1000 °C for
5 h, and we assign symbols of CCTO-Ar, 10%LTNO-Ar,
25%LTNO-Ar, and 50%LTNO-Ar, for the sintered samples
of CCTO, 10%LTNO, 25%LTNO, and 50%LTNO, after ar-
gon annealing. The sintered ceramics were characterized by
x-ray diffraction (XRD) (Philips PW3710, The Netherlands)

© 2008 American Institute of Physics
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FIG. 1. (Color online) XRD patterns of the sintered materials of CCTO and
CCTO-LTNO before and after annealing at 1000 °C for 5 h under flowing
argon. (a) CCTO, (b) 10%LTNO, (c) 25%LTNO, and (d) 50%LTNO.

and scanning electron microscopy (SEM) (LEO 1450VP,
UK). The frequency and temperature dependences of dielec-
tric properties for the as-sintered samples were measured us-
ing a Hewlett Packard 4194A impedance gain phase ana-
lyzer. Silver paste was used as the electrode, and it was
coated on both surfaces of the sample and dried overnight.
The dielectric properties of the samples after postsintering
annealing were measured under the influence of the compres-
sive stress through spring-loaded pins connected to an induc-
tance capacitance impedance (LCZ) meter (Hewlett Packard
4276A) at the frequency of 100 kHz at room temperature
(25 °C). The details of the system are described elsewhere.'®

lll. RESULTS AND DISCUSSION

Figure 1 shows XRD patterns of the sintered ceramics
before and after postsintering annealing, confirming only a
main phase of CaCu;TizO4, in all the samples with no dif-
fraction peaks of LTNO and other possible impurities such as
TiO,, CuO, CaTiO;, and NiTiO5. The values of lattice pa-
rameter a calculated from XRD spectra are shown in Table I;
these values are close to 0.7391 nm of that reported in
literature." Higher concentrations of LTNO did not result in
any noticeable shift in lattice parameter, suggesting that the
added LTNO is most likely present in the microstructure ei-
ther in the grain boundaries or as a second phase. Moreover,

J. Appl. Phys. 103, 114107 (2008)

TABLE I. Lattice parameter a and activation energies (E,) for CCTO-LTNO
ceramics before and after postannealing sintering.

Lattice parameter (nm) Activation energy (eV)

Materials Before After Before After

CCTO 0.7385 0.7391 0.112 0.112
10%LTNO 0.7385 0.7391 0.112 0.112
25%LTNO 0.7388 0.7389 0.116 0.112
50%LTNO 0.7387 0.7392 0.116 0.112

the values of lattice parameter of the CCTO-LTNO compos-
ites after postsintering annealing also did not result in any
noticeable shift in lattice parameter. Their values show little
change, which is comparable to the values of samples before
postsintering. These results indicate that the postannealing
sintering treatments did not change the crystal structure—the
structure of all samples remains cubic and centric.

Microstructures of the sintered composites ceramics
were revealed by SEM. The samples were fractured in order
to observe their composite morphologies. Figures 2(a)-2(d)
show SEM micrographs of the sintered samples revealing
polycrystalline grains with estimated grain sizes of 9.0 = 1.9,
88*1.7, 124%28, and 134=*27 um for CCTO,
10%LTNO, 25%LTNO, and 50%LTNO, respectively. No
change in grain size of the samples before and after anneal-
ing was observed. It is important to note that the thickness of
grain boundary cannot be accurately measured by SEM tech-
nique. However, the thickness of grain boundary was esti-
mated to about 50—200 nm for CCTO ceramic. It is seen
from the backscattered electron images of the fracture sur-
faces of the samples [Figs. 2(e)-2(h)] that a large portion of
porosity increases with increasing amount of LTNO, as can
be clearly observed in the microstructures of 25%LTNO and
50%LTNO. The LTNO nanoparticles distribute inhomoge-
neously and form clusters or agglomerates and locate be-
tween grain boundaries of CCTO matrix (indicated by ar-
rows). It is noted that no diffraction peaks of LTNO and the
other possible layer is impurities were detected by XRD, but
the inhomogeneous distribution of LTNO was observed by
the backscattered SEM images of the fracture surfaces of the
CCTO-LTNO composites. This indicates that the outmost
layer of the composites is LTNO and other possible impurity
deficient.  Similar  observation was reported for
CaCu;Ti 04,/ Ag composites having the Ag deficient in the
outmost layer and Ag rich in the inner part of the
composites.19

Figure 3 shows the real (¢’) and imaginary (") parts of
dielectric dispersion for the Ar-annealed samples, measured
at =50 °C over the frequency range of 100 Hz—1 MHz. It is
clearly seen from Fig. 3(a) that all of the samples exhibit the
giant dielectric constant (g’ ~1X 10*-3.5 X 10*) below the
relaxation frequency (f<<100 kHz). The drastic decrease in
the real parts of dielectric spectra of all samples is seen in the
frequency range above 20 kHz, accompanied by the appear-
ance of corresponding peaks in the imaginary parts of dielec-
tric spectra, as shown in Fig. 3(b). Moreover, the relaxation
peak in all samples shifts to higher frequency at a higher
temperature (not shown). The dielectric behavior of all
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samples after postsintering annealing still exhibits a Debye-
like relaxation similar to that of the as-sintered samples. The
dielectric behavior of the nonannealed and annealed samples
can be interpreted based on the Maxwell-Wagner model and
their dielectric dispersions arise from the IBLC effect.'!’
This behavior is also similar to that observed in CaCu3T;404,
ceramics reported in literatures. ' 2022

The E, values of the low-temperature relaxation deter-
mined from the slopes of Arrhenius plot of log 7vs 1/T [the
inset of Fig. 3(b)] were obtained to be ~0.112 eV for all of
the Ar-annealed samples. Annealing in argon results in a
slight decrease in E, values of the 25%LTNO-Ar and

J. Appl. Phys. 103, 114107 (2008)

FIG. 2. SEM micrographs of the ce-
ramic samples sintered in air at
1100 °C for 16 h: (a) CCTO, (b)
10%LTNO, (c) 25%LTNO, and (d)
50%LTNO; (e)-(d) show the backscat-
tered SEM micrograph of fracture sur-

face of CCTO, 10%LTNO,
25%LTNO, and 50%LTNO,
respectively.

50%LTNO-Ar, whereas the E, values of CCTO-Ar and
10%LTNO-Ar do not change with annealing treatment and
show the same value of 0.112 eV. This value is comparable
to the reported values of 0.067.2 0.08,'>** 0.093,%
0.059-0.076,” and 0.084-0.132 eV (Refs. 20 and 22) for
the grains of CaCu3T,0,. The E, values are also tabulated
in Table 1. Based on the Maxwell-Wagner model, it is seen
that the E, of the dielectric process is approximately equal to
that of the grain conduction process.”’21 Thus, the postsin-
tering annealing does not change the electrical properties of
the part of grains in CCTO matrix.

Figure 4 shows the dielectric constant (&) and loss tan-
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FIG. 3. (Color online) The frequency dependence of dielectric dispersions
of CCTO ceramic and CCTO-LTNO composites after postsintering anneal-
ing in argon at 1000 °C measured at =50 °C. (a) the real part &' and (b) the
imaginary part er. The inset displays the Arrhenius plot of log log(7) vs
1000/T.

gent (tan §) of CCTO and CCTO-Ar, 25%LTNO, and
25%LTNO-Ar. Figure 4(a) shows a significant increase in &’
at low frequency for the CCTO after postsintering annealing
(CCTO-Ar), accompanied by the increase in tan & at the
same frequency range. At high frequency, the &’ value of
CCTO-Ar gradually decreases to the ¢’ value of CCTO. For
the 25%LTNO and 25%LTNO-Ar [Fig. 4(b)], the &’ values
of these composite samples show a little change after anneal-
ing. The dramatic increase in ¢’ for CCTO-Ar is closely
related to the oxygen vacancies, as previously repor*[ed.17
Annealing the CaCu;Ti O, sample in argon atmosphere at
high temperature would increase the concentration of the
oxygen vacancies and thus increase ¢’ values, as obtained in
the nitrogen-annealed CaCu;Ti,O,, reported by Wang and
Zhang.16

At present, the extrinsic effect of IBLC is widely
accepted as the origin of the giant dielectric response
in both (Li, Ti)-doped NiO (Refs. 4 and 5) and
CaCu3Ti4012.12’13’15’17’2(H7 However, many aspects for the
origin of semiconducting grains and insulating grain bound-
ary regions for CCTO ceramics remain unclear. Li et al”®
proposed that the grain and grain boundary regions in CCTO
ceramics may consist of the same phase but with slightly
different compositions. Sinclair et al.”? reported that heat

J. Appl. Phys. 103, 114107 (2008)

treatment of CCTO pellets in N, at 1000 °C caused a sig-
nificant change in electrical properties at room temperature,
in which the resistance of grain boundary (R,;,) decreased by
two orders of magnitude but the resistance of grain remained
unchanged. They proposed a plausible explanation that the
semiconductivity of the grains arises from a small but sig-
nificant loss of oxygen during ceramic processing in air at
high temperatures, whereas furnace cooling allows reoxida-
tion to occur along the grain boundary regions, which con-
verts these regions into insulators. From this proposal, it im-
plied that the grain boundary region (the shell of grain) of
CCTO ceramic is the nonoxygen vacancy region. Interest-
ingly, the low-Ry, value of the sample after heat treatment in
N, can be reverted to the high-R,;, value of the as sample by
annealing in oxygen.29 From these results, it is strongly be-
lieved that the electrical properties of grain boundary have a
close relation to the stoichiometry of oxygen at this region.
Therefore, the difference in dielectric properties for our
CCTO and CCTO-Ar is greatly affected by the oxygen va-
cancies at the grain boundary. These indicate that an oxygen
at the grain boundary for our CCTO ceramic has been oxi-
dized during annealing treatment in argon, and the reoxida-
tion process during furnace cooling has been limited by an-
nealing in this reducing atmosphere. Hence, the thickness of
grain boundary layers for the CCTO-Ar has reduced to a
thinner layer compared to CCTO.

In our previous work,17 the dielectric behavior of CCTO
has been interpreted based on the Maxwell-Wagner model.
From this model, Liu ef al.’! estimated the dielectric constant
of bulk CCTO, i.e., &/~ ey(d,+dy,)/ dy,, Where &g, is the
dielectric constant of grain boundary layer, and d, and dy,
are the thicknesses of grain and grain boundary layers, re-
spectively. Therefore, the increase in the dielectric constant
of CCTO-Ar is possibly due to the decrease in its dg,. Bueno
et al™ used dielectric spectroscopy to examine CCTO to
demonstrate that at low frequency, the contribution of the
grain boundary can be separated from the total dielectric re-
sponse. At present, we propose that the increment of &' for
CCTO-Ar at low frequency is contributed by grain bound-
aries, which arise from the loss of oxygen and limited reoxi-
dation during furnace cooling. This suggests that the anneal-
ing treatment modifies the defect equilibrium at this region.
At high frequency, the ¢’ of CCTO-Ar slightly changes, as
compared to the ¢’ of CCTO. This corresponds to the un-
changed value of E, for the grains of the samples before and
after postsintering annealing. In contrast, the values of ¢’ and
tan o for the 25%LTNO-Ar are unchanged with Ar annealing
over the measured frequencies. We think that annealing in
argon does not cause a significant change in the total polar-
ization at the grain boundary of the 25%LTNO-Ar because
there are LTNO nanoparticles located between grain bound-
aries of the CCTO matrix."" This suggests that the LTNO has
more contribution on polarization at this region than the
grain boundary of CCTO matrix.

Figures 5(a) and 5(b) show the stress dependent dielec-
tric properties of CCTO-Ar and 25%LTNO-Ar, respectively.
It is clearly observed that the dielectric properties of both
samples change significantly with applied compressive
stress. The absolute change of &’ can reach 16% and 7% at

Downloaded 12 Jun 2008 to 202.12.97.114. Redistribution subject to AIP license or copyright; see http://jap.aip.org/jap/copyright.jsp



114107-5 Thongbai et al. J. Appl. Phys. 103, 114107 (2008)
10° ' = 10°
qrak boudary cortrbution —=—g_CCTO .
tothe DEIdkkctc rsporse —8—z_CCTO-Ar C
) ame rpost-aniealng —e—tang CCTO F
10° - —o—tans CCTO-Ar o 10"
’E
ot
= _ L
@ 10* : - 10" 2
grain boundary : oo E'*f =
relazation M@Sﬁ'p' -
L i o [
4 .Q.* -1
107 4 L L L Tl o = 10
. .
100 1k 10k 100k 1M
(@) Frequency (HZ} FIG. 4. (Color online) Room temperature &’ and tan &
of (a) CCTO and (b) 25%LTNO, before and after
L] 2 postsintering annealing.
10 —8—Z _25%LTHD 10
. —0 7 25%LTNO-Ar o
9 —a—tanb 25%LTNO
10° - —&—tang_25%LTNO-Ar 10"
] ™ E
e i 0
@ 1p* 4 L' s
: O o7
] *
10° - 107"
;|| o (O —— Oy i Bl
100 1k 10k 100k 1M
(b) Frequency (Hz)

the maximum stress of 130 MPa for CCTO-Ar and
25%LTNO-Ar, respectively. However, the changes in dielec-
tric properties with the stress in the CCTO-Ar and
25%LTNO-Ar follow opposing trends. For the CCTO-Ar,
both &’ and tan § increase with increasing stress and inter-
estingly continue to decrease upon the reduction of the ap-
plied stress [Fig. 5(a)]. On the other hand, the dielectric
properties of the 25%LTNO-Ar sample decrease when the
stress is increased in the range of 0—40 MPa, and beyond
this range, ¢’ and tan & are almost unchanged with compres-
sive stress [Fig. 5(b)]. As previously discussed,'” the
CCTO-Ar possesses very much higher concentration of the
oxygen vacancies in the grain boundaries, as compared to the
25%LTNO-Ar. With lower concentration of oxygen vacan-
cies, 25%LTNO-Ar should contain more mobile dipoles that
can easily be activated by the applied stress. Hence, this
leads to a stress-induced aging mechanism,'”*! which results
in the decrease in ¢’ and tan & at the low stress level. In the
case of the CCTO-Ar, with very high concentration of the
oxygen vacancies, there are competing mechanisms between
the stress-induced aging and the elastic deformation. Ini-
tially, with the stress-induced aging mechanism still dominat-

ing, most of the oxygen vacancies come to rest at the grain
boundaries and stabilize the stress influence, as it is observed
that the dielectric properties are rather stable at a lower stress
level.'”*" A further increase in the compressive stress may
result in a slight decrease in the grain boundary thickness.
The effective dielectric properties of this ceramic, which can
be regarded as the IBLC,12 therefore increase, and the de-
crease in the effective dielectric properties follows with the
reduction of the stress, as observed in Fig. 5(a). Here, we
attribute that the differenes in the absolute change of &’ un-
der compressive stress are closely related to the concentra-
tion of oxygen vacancies in the grain boundary.

IV. CONCLUSION

In conclusion, the giant dielectric behaviors of polycrys-
talline CaCu;Ti,O;, and CaCu;TisO,—Liy3Tig0Nig g0
composites subjected to postsintering annealing and com-
pressive stress were investigated. The dielectric behavior of
all samples after postsintering annealing still exhibits a
Debye-like relaxation. A significant increase in &’ was ob-
served for CCTO-Ar at low frequency, whereas an unchange
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