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Abstract: 
Ferroelectric materials with high Curie temperature are highly desirable to 

construct sensors and transducers for high-temperature piezoelectric applications. 
Among the ferroelectric materials, Bi(Zn0.5Ti0.5)O3: BZT is considered to be one of the 
most promising materials. However, BZT is unstable in its pure form and can only be 
stabilized under high pressure or in solid solutions with other perovskite materials. In 
this study, two different lead free-based ceramic systems were carried out. Firstly, 
the complex perovskite Ba0.9Sr0.1[Ti1-x (Fe0.5Nb0.5)x]O3 (BST-FN) ceramic system with x = 
0.0, 0.1, 0.2, 0.3, 0.4 and 0.5 were synthesized via a solid state reaction method. The 
structures of the samples were found to be tetragonal and the tetragonality of which 
decreased with increasing the FN content. The dielectric constant and loss tangent 
were found to increase with temperature. The highest r was 2941 with the tan  of 
0.713 for x = 0.2 at room temperature and at 1 kHz. Secondly, The (1-
x)Ba0.9Sr0.1[Ti0.8(Fe1/3Nb2/3)0.2]O3–xBiZn1/2Ti1/2O3 solid solution ceramics were 
synthesized via a solid-state reaction method where x = 0.02, 0.04, 0.06, 0.08 and 
0.10. The XRD analysis demonstrated that with increasing BZT content in (1-x)BSTFN–
xBZT, the structural change occurred from the rhombohedral to the tetragonal phase 
at room temperature. Changes in the dielectric behavior were found to depend on 
the BZT content. 
Keywords :  Ferroelectric properties, Lead-free ceramics, Piezoelectric ceramics 
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 (ultrasonic vibrations) 

   

   

  

  

  

  

 

2.10.4  (sensor) [26-27] 

   

      

  (measurable output) 

  

    

 

 direct effect   (ultrasonic 

sensor)    (knocking sensors)  (Pressure sensor) 

 (force sensor)  (velocity sensor)  

(temperature sensor)  (surface acoustic wave sensor) 

  

 

    (accuracy) 

 (hysteresis)  (response)  

(sensitivity)  (reliability)  
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2.10.5  surface acoustic wave sensor (SAW) [26] 

SAW  Rayleigh  

direct  converse effect 

 SAW   

 (interdigital tranducer) ( ) 

  SAW 

  

 (electroacoustic)    SAW  [27-28] 

1)

 104 

 

2)  SAW  

line  photolithography   delay 

 

  

front-end  IF filter, CATV  VCR   

    SAW 

 SAW filter  2  

 SAW filter  2  2.16 
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 2.16  surface acoustic wave [26] 

 

 SAW 

   PZT 

 

 SAW  SAW 

 delay (TCD) 

  

  

 RF    

 RF  f  periodicitrd 

  

 

         (2.20) 

 

 vs  SAW  f0   

SAW   

 

 SAW bandpass filters 

  

 ks
2  

SAW 
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   ks
2 

 

 

                 (2.21) 

 

 vf  vm   

 SAW   ks
2  

(bandwidth) 

 

   (filter) 

  

 delay 

   (

) v0  TCD 

 

  (fraction 

bandwidth)  (insertion loss) 

 

2.11  

 

   2  3 

 (binary and ternary system)   

   (lead zirconate titanate)  

PZT  

 (PZT) [8] 
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  (PZT) -

   (Ideal perovskite) 

(ABO3)  A   B  -

 (Complex perovskite) (AA BB O3)   A  B 

 2   

 A    B 

 A  (Pb) 

  

 (lead-base) 

 (normal)  

  (Relaxor)     

  

 (tetragonal)  390o  [29]  

   

 

  

 (Tetragonal)  (Rhombohedral) 

  -

  Zr/Ti  52/48  53/47   

  (Morphotropic Phase Boundary : MPB) 

  PZT   PZT 

   

PZT  (Curie temperature :TC)   PZT 

 TC  

 PZT   

   (doped)  

(solid solution)  (Composite ceramics) 
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1.  (  800 ) 

 (sintering) 

 

2.

(reproducibility)  

3.   

  3 

 

  

   

   

 

  (bismuth zinc titanate: Bi(Zn0.5Ti0.5)O3)   BZT 

 (perovskite)  

  ABO3  2.17 

 

 

 

 

 

 

 

 

 2.17  ABO3  BZT 

Bi3+ 

Zn2+, Ti4+ 

O2- 
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 (BZT)  

 (ionic polarization)  150 C/cm2 

 (point-charge polarization) 

  [30]  BZT 

  c/a  1.211 

  [30]  BZT 

  

 [31-32]   

(x)PbTiO3 - (1-x)Bi(Zn1/2Ti1/2)O3 : xPT-(1-x)BZT  x = 0.6, 0.7, 0.8, 0.9 

 1.0  

 c/a  1.11  x  0.6  c/a 

 700  [5] 

   

  (1-x)(K0.5Na0.5)NbO3 - xBi(Zn1/2Ti1/2)O3 : (1-x)KNN 

– xBZT  KNN   420  

 (Pr = 33 C/cm2)  (d33  160 

pC/N)  KNN  

  KNN – BZT 

   

  x  x  

0.01  (Orthorhombic)  x  0.01  0.03 

 (Rhombohedral) 

  [13] 

  BiScO3 -  Bi(Zn1/2Ti1/2)O3 – BaTiO3 

 BT  50%   MPB 

 5 – 10 mol% BS – BZT  

  A site  B site [6] 
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  A-site   B-site    

    [14] 

 A-site   (mol %)   

B-site    A-

site  10-15 mol %  B-site  40-

50 mol % 

 A-site   

 

 A-site  

 

 A-site  (Curie Temperature :TC) 

 

 B-site  (Curie Temperature :TC) 

 

 (BaFe0.5Nb0.5O3 : BFN)  

  YokoSuka [35], Tezuka et al. [36], Raevski et 

al. [37]  Saha [38]  BFN 

  

  1350–1400oC -

 40,000  

      Intatha 

 2006 [39]  LiF  BFN BFN 

 (solid-state reaction)  LiF  1-5% 

  LiF 

  LiF  

  LiF  

845 oC  LiF 

 LiF   BFN  
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   Rama et al. [40] 

 BFN  

 Saha  Sinha [41]   (POWD) 

  BFN  (monoclinic) 

  ( r)  (tan ) 

 LiF  

 LiF  BFN   LiF  845 oC 

  LiF   

anionic (F- O2-) substitution    2006 

Eitssayeam  [7] 

 PZT  BFN  (1-x)PZT-xBFN  x = 0.1, 0.2, 

0.3, 0.4  0.5   BFN  -

   PZT 

  x = 2  BFN 

 

 BFN   BFN 

  BNT 

  cation 

 15% 

  BZT  

   

  

   PZT-BZT 

  BZT-BFN  

 

  PZT  

PZN  

 



 3 

 

 

   

  4    

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  

 Ba0.9Sr0.1[Ti1-x(Fe0.5Nb0.5)x]O3 (BST-FN)  

 (1-x)Ba0.9Sr0.1[Ti0.8(Fe0.5Nb0.5)0.2]O3 – xBiZn0.5Ti0.5O3 

(BSTFN - BZT) 

 2   

   

 

3.1  

 3.1  Mixed Oxide  

   

-  (Barium carbonate); 98.50 %  

-  (Iron Oxide) 

-  (Zinc oxide); 99%                                

-  (Niobium oxide); 99.95% 

-  (Titanium (IV) oxide);  

   99-105% 

-  (Bismuth Oxide) 

-  (Zirconium (IV) oxide);  99% 

-  (Barium carbonate) 

-  (Strontium carbonate);  

98% 

-  (Ethyl alcohol); 99.9% 

BaCO3 

Fe2O3 

ZnO 

Nb2O5 

TiO2 

 

Bi2O3 

ZrO2 

CaCO3 

SrCO3 

 

C2H5OH 

Fluka 

Riedel-de Haën 

Sigma Aldrich 

CERAC 

Sigma Aldrich 

 

Fluka 

Sigma Aldrich 

Sigma Aldrich 

Sigma Aldrich 

 

Fluka 



35 
 

 [MRG5380203] 

 

   

-  (Polyvinyl alcohol: PVA) 

-  (Acetone); 99.8% 

-  DI (DI water) 

-  (Alumina oxide) 

-  (Silver) 

CH3COOH3 

 

 

Al2O3 

 

Fluka 

Merck 

 

Fluka 

Merck 

 

3.2   

 3.2  Mixed Oxide  

 

-  500  

-  (magnetic bar) 

-  

-  

-  

-  

-  

-  

-  

-  ball mill 

-  (hot plate) 

-    

-  220 400 800  1200 

-  

-   AND  

-  

-  10  
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-  

-  

-  

-  

-  (hot plate) 

-  (magnetic bar) 

- Ti/SiO2/Si 

-  

-  PECVD 

-  Ti  

-  

-  

 

 3.3  

 

 

 

 

 

 

 

 

 

 

 

 

3.3  (Mixed oxide) 

 

-    D500 

-  L-C-R meter   Agilent E4980A 20 Hz- 2MHz 

-  model 6093 

-   S5865 d33 meter 

-  (poling) 

-  

-  
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3.3.1    

    

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3 

 Ba0.9Sr0.1[Ti1-x(Fe0.5Nb0.5)x]O3 (BST-FN) 

 (1-x)Ba0.9Sr0.1[Ti0.8(Fe0.5Nb0.5)0.2]O3 – xBiZn0.5Ti0.5O3 

(BSTFN - BZT) 

 (1-x)Ba(Zr0.2Ti0.8)O3-x(Ba0.7Ca0.3)TiO2 (BCT-BZT) 

 (Mixed oxide)  

3.1 – 3.4  

3.3.1.1  

 

 (dispersion)   

3.3.1.2  ball milling 

 24   

 magnetic stirrer 

  

3.3.1.3  120 º   12  

   3.4 

  

 

3.3.2  

3.3.2.1  1.0   

 (polyvinyl alcohol; PVA)  4%  1   

3.3.2.2  

 10   (hydraulic press) 

 (uniaxial pressing)  25 kg/m2  15   

3.3.2.3   
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  PSZT-ZN   

 PSZT-ZN  

3.3.2.4  (sintering) 

 3.5 
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 3.1  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3 

 

 

 

 

 

 

 

 

 +  

 

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3 
X  0.00  0.10  0.02  Y  0.00  0.50  0.10 

BaCO3 + SrCO3 + TiO2 + Fe2O3+ Nb2O5 

 calcine 900º  
/  10º /  

 XRD 

Ball mill  24 h 
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 3.2  Ba0.9Sr0.1[Ti1-x(Fe0.5Nb0.5)x]O3 (BST-FN) 

 

 +  

 

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3 
x  0, 0.1, 0.2, 0.3, 0.4  0.5 

BaCO3 + SrCO3 + TiO2 + Fe2O3+ Nb2O5 

 calcine 1200º  
/  10º /  

 XRD 

Ball mill  24 h 
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 3.3  (1-x)Ba0.9Sr0.1[Ti0.8(Fe0.5Nb0.5)0.2]O3 – 

xBiZn0.5Ti0.5O3 
 

 

 

 

 +  

 

 (1-x)Ba0.9Sr0.1[Ti0.8(Fe0.5Nb0.5)0.2]O3 – xBiZn0.5Ti0.5O3 
x  0.02, 0.04, 0.06, 0.08  0.10 

BaCO3 + SrCO3 + TiO2 + Fe2O3+ Nb2O5 + Bi2O3 + ZnO2 

 calcine 1200º  
/  10º /  

 XRD 

Ball mill  24 h 
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 3.4  

 

 

 

 

 

 

 

 

 3.5  



43 
 

 [MRG5380203] 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 3.6  

 

 3.3.3  (Sintering)  

   

  

   

   (neck)  

 (solid state sintering)  3 

 

1. (initial stage)    

2. (intermediate stage)  (open pore) 

   

3.  (final stage)  (close pore) 

   3.7 
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  3.7   [28] 

    .  

   .  

  .  

 

  

   

    

  

    

   

-      

  

  2     

 

 

 (PVA)   

 500 oC  1   
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 PVA     (pore)  

  1,350 oC  

 

3.4  (bulk ceramics)  

3.4.1  (X-ray diffraction, XRD) 

 (X-ray diffraction 

technique)  

 (hkl)  (scattering) 

 

 

  

 

 

 

 (sample holder) 

  

 

 XRD (  3.9)  2   15o 

 2   60o 

  2   JCPDS 

 2   d-spacing  

 

    d = 
sin2

     (3.1) 

 

   d      (d-spacing) 

       (  = 1.54439 oA) 
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 3.8  X-ray diffractometer 

 

3.4.2  

 (% shrinkage) 

  

(d)   3.2  3.3 

 

   drv 2
           (3.2) 

 

 �     

 r    

d    

 

   
100

1

21

v
vvS       (3.3) 

 

   S        
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1        

 2      

 

3.4.3  

 (density) 

 Archimedes  2  

  (W3)  (W2) 

 24   (W1) 

 3.4  

 

   
OHc ww

w
2

32

1
            (3.4) 

 

 H2O    

 C   

 W1   

 W2   

 W3   

 

3.4.4  

 600 800 1000  1200  1  
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3.4.4.1  (dielectric properties)  

  

 (  25o )  L C R  

 3.11   (tan )  20 Hz 

– 2 MHz 

  2  

 600 o   15   10 o /

 1 kHz 10 kHz 20 kHz  100 kHz 

 2    

  

 3.5 

 

     r =  
A

Cd
o

    (3.5) 

   

   r      

           C       (F) 

           d       (m) 

           A       (m2) 

           0     8.854*10-12 F/m 
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 3.9  E4980A 20 Hz – 2 MHz Precision LCR meter 

 

 

 

3.4.4.2  (dielectric constant VS 

temperature) 

  

   

 ( r) 

  

   30 o

  400 o  /       5 o /   

E4980A 20 Hz – 2 MHz Precision LCR meter 

 3.11 
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 3.10  

 

3.4.4.3  (ferroelectric measurement)  

 PSZT-ZN 

 

   

 (remanent polarization; Pr) 

 (coercive electric field; Ec)  (hysteresis 

analyzer) Precision High Voltage Interface  20 kV/cm 

 3.12  holder  

(silicone oil)  (electric breakdown) 

 3 kV  (standard 

capacitor)  Sawyer Tower circuit (  3.12)       

 (hysteresis loop) C/V Characterization  IV Characterization  
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 3.11  

 

 

3.6.4.4  (piezoelectric coefficient, d33) 

  PSZT-ZN 

  2  

 (poling)   

  60 º  

 dc  3 kV/mm  30   3.13 

 24  

 KCF S5865 d33 meter (  3.14)  
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 3.12  

 

 
 

 3.13  KCF S5865 d33 meter 

 

3.6.4.5  (electromechanical coupling factor; k) 

  (electromechanical coupling factor, k) 

 

  

  k  



53 
 

 [MRG5380203] 

 

  k 

  (reactance)  (impedance) 

  (kp) 

 100 kHz – 500 kHz  3 kV/mm 

 30   E4980A 20 Hz – 2 MHz Precision LCR meter 

 k  3.6 [16]  Fr  

Fa  

 10  kp  (planar 

coupling factor)  

                                                   (3.6) 

 Fr   (minimum impedance frequency)  

  (resonance frequency)  Hz 

Fa   (maximum impedance frequency) 

  (anti-resonance frequency)  Hz 



 4 
 

 

  

  4    

  1  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3 

  2  Ba0.9Sr0.1[Ti1-x(Fe0.5Nb0.5)x]O3 (BST-FN) 

 3  (1-x)Ba0.9Sr0.1[Ti0.8(Fe0.5Nb0.5)0.2]O3 –  

                     xBiZn0.5Ti0.5O3   (BSTFN - BZT) 

 

 
 

4.1  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3 

 4.1.1  

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3 

 1,350oC    

 1,350oC 

  4.1 

 

 

 

 

 

 

 

 

 

 4.1  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  
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4.1.2  

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3 

  4.2 

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3 

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  4.2  

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  1,000oC  

5.7838 g/cm3   1,100oC  5.7951 g/cm3  1,200oC 

 5.4409 g/cm3  1,300oC  

4.8629 g/cm3  1,100oC  

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  1,350oC 

 

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3

 1,100oC   

 

 4.1  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  

 1,350oC  4   

 

 

 

 

 

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3 

 (g/cm3) 

1,000oC 5.7838 

1,100oC 5.7951 

1,200oC 5.4409 

1,300oC 4.8629 
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 4.2  

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  1,350oC 

 

 

4.1.3  

  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3 

   4.1  

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  1,000oC 

 23.67 %  1,100oC  14.71 %  

1,200oC  13.13 %  1,300oC  6.54 % 

 1,300oC   

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3   

Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  1,350oC 
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 4.2  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3 

 1,35 oC  4  Ba1-XSrX[Ti1-

Y(Fe1/2Nb1/2)Y]O3   

 

 

Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3 
 

1,000oC 23.67 % 

1,100oC 14.71 % 

1,200oC 13.13 % 

1,300oC 6.54 % 

 

 

 4.3   

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  1,350oC 
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4.1.4  

 

 1,100oC 

 

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  

1,350oC  (Silver paste) 

  30oC 

 500oC  

 

  

Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  1 kHz 
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 4.3    

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  1kHz 

 

Dielectric 

Property 

Dielectric 

Property 

  

 

r tan  

 

r tan

1 X=0.00,Y=0.00 1717.888 0.019 19 X=0.06,Y=0.00 1750.946 0.033

2 X=0.00,Y=0.10 3291.892 0.325 20 X=0.06,Y=0.10 2055.411 0.247

3 X=0.00,Y=0.20 2416.043 0.578 21 X=0.06,Y=0.20 4503.984 0.920

4 X=0.00,Y=0.30 3578.241 1.065 22 X=0.06,Y=0.30 3454.717 0.635

5 X=0.00,Y=0.40 594.3898 0.404 23 X=0.06,Y=0.40 1256.522 0.326

6 X=0.00,Y=0.50 987.065 0.645 24 X=0.06,Y=0.50 627.5305 0.762

7 X=0.02,Y=0.00 1370.000 0.021 25 X=0.08,Y=0.00 2173.131 0.032

8 X=0.02,Y=0.10 2963.453 0.315 26 X=0.08,Y=0.10 2717.768 0.617

9 X=0.02,Y=0.20 695.293 0.727 27 X=0.08,Y=0.20 1961.617 0.460

10 X=0.02,Y=0.30 3001.761 0.696 28 X=0.08,Y=0.30 1942.327 0.363

11 X=0.02,Y=0.40 996.471 0.295 29 X=0.08,Y=0.40 1381.829 1.050

12 X=0.02,Y=0.50 1112.945 0.268 30 X=0.08,Y=0.50 711.122 0.403

13 X=0.04,Y=0.00 1934.774 0.0242 31 X=0.10,Y=0.00 2479.425 0.254

14 X=0.04,Y=0.10 2527.085 0.316 32 X=0.10,Y=0.10 2098.143 0.345

15 X=0.04,Y=0.20 1095.495 0.228 33 X=0.10,Y=0.20 1277.599 0.263

16 X=0.04,Y=0.30 1054.561 0.317 34 X=0.10,Y=0.30 4045.917 1.240

17 X=0.04,Y=0.40 682.633 0.252 35 X=0.10,Y=0.40 1339.198 0.333

18 X=0.04,Y=0.50 442.698 0.636 36 X=0.10,Y=0.50 3732.311 0.394
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( ) 

 
( ) 

 4.4  ( r) ( )  

(tan ) ( )  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  X=0.00,Y=0.00-0.50 by 

step 0.10 
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  4.4  1 kHz  X = 0.00, Y = 0.30 -

 ( r)  2416.043  (tan ) 

 1.065  X  Y 

 X = 0.00, Y = 0.00  ( r)  1717.888 

 (tan )  0.019  X = 0.00, Y = 0.30 

 ( r)  (tan )  
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( ) 

 

 
 

( ) 
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 4.5  ( r) ( )  

(tan ) ( )  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  X=0.02,Y=0.00-0.50 by 

step 0.10 
 4.5 1 kHz  X = 0.02, Y = 0.30 -

 ( r)  3001.761  (tan ) 

 0.696  X Y 

 X = 0.02, Y = 0.00  ( r)  1370.000 

 (tan )  0.021  X = 0.00, Y = 0.30 

 ( r)  (tan )  
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 4.6  ( r) ( )  (tan ) 

( )  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  X=0.04,Y=0.00-0.50 by step 0.10 

 

 

 

 
( ) 

 
( ) 
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 4.6  1kHz  X = 0.04, Y = 0.10 -

 ( r)  1095.495  (tan )  0.228 

 ( r)  X Y  

 (tan )  X = 0.04, Y = 0.50  

(tan )  X = 0.04, Y = 0.00  ( r)  

1934.774  (tan )  0.0242 
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( ) 

 

 

( ) 

 

 4.7  ( r)( )  

(tan ) ( )  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  X=0.06,Y=0.00-0.50 by 

step 0.10 
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 4.7  1kHz  X = 0.06, Y = 0.20 -

 ( r)  4503.984  (tan ) 

 0.920  X Y 

 X = 0.06, Y = 0.00  ( r)  1750.946 

 (tan )  0.033  X = 0.06, Y = 0.20 -

 ( r)  (tan )  
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( ) 

 
 

( ) 

 

 4.8  ( r) ( )  

(tan )( )  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  X = 0.08,Y = 0.00 - 0.50 

by step 0.10 
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 4.8  1kHz  X = 0.08, Y = 0.10 -

 ( r)  2717.768  (tan )  0.617 

 ( r)  X Y 

 (tan )  X = 0.08, Y = 0.40 -

 (tan )  X = 0.08, Y = 0.00  ( r) 

 2173.131  (tan )  0.032 
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( ) 

 

 

( )  

  

  

 4.9  ( r)( )  

(tan ) ( )  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  X = 0.10, Y = 0.00 - 

0.50 by step 0.10 
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 4.9  1 kHz  X = 0.10, Y = 0.30 - 

 ( r)  4045.917  (tan ) 

 1.240  X Y 

 X = 0.06, Y = 0.00  ( r)  2479.425 

 (tan )  0.254  X = 0.10, Y = 0.30 -

  ( r )  (tan )  

   1 kHz 

 ( r)  

 

  

   

  4.4 - 4.9   1 kHz  X = 

0.00 - 0.10  0.02 ,Y = 0.00  (tan ) 

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  Y = 0.00 - 0.50  0.10 

 ( r)  (tan ) 

 (tan ) -

 (tan )  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  Y 

 

 (space charge) 

 

 

 

 

 

 

 

4.1.5 -

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  1 kHz 
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 4.10  ( r) ),( )  

 (tan ) ( )  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  X=0.00,Y=0.00-

0.50 by step 0.10 

 
 4.10  1kHz  X = 0.00, Y = 0.30 

 ( r)  X = 

0.00, Y = 0.00  (Curie temperature: Tc)  120oC 

 ( r)  9235.0  X  Y 

 ( r)   Ba1-XSrX[Ti1-

( ) 

( ) ( ) 
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Y(Fe1/2Nb1/2)Y]O3  Y = 0.00 - 0.50  0.10  

( r)   (Curie temperature:Tc)  

 (tan )  ( r) 

 

 

 

  

 

 4.11  ( r) ),( )  

 (tan ) ( )  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  X=0.02,Y=0.00-

0.50 by step 0.10 

 

( ) 

( ) ( ) 
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 4.11  1kHz  X = 0.02, Y = 0.30 

 ( r)  X = 

0.02, Y = 0.00  (Curie temperature:Tc)  225oC 

 ( r)  1161.23  X  Y  

 ( r)   Ba1-

XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  Y = 0.00 - 0.50  0.10 

 ( r)   (Curie temperature:Tc) 

  (tan )  ( r) 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

( ) 

( ) ( ) 

  4.12  ( ),( ) ( r) -

 (tan ) ( )  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  X=0.04,Y=0.00-0.50 

by step 0.10 
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 4.12  1 kHz  X = 0.04, Y = 0.10 

 ( r)  X = 

0.04, Y = 0.00  (curie temperature:Tc)  110oC 

 ( r)  8504.08  X  Y -

 ( r)  75oC - 150oC 

 ( r)  X = 0.04, Y = 0.00  X  Y  

Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  Y = 0.00 - 0.50  0.10 

 ( r)  (curie temperature:Tc) 

  (tan )  ( r) 
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 4.13  ( r) ( ), ( )  

 (tan ) ( )  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  X = 0.06, Y = 

0.00 - 0.50 by step 0.10 

 

 4.13  1kHz  X = 0.06, Y = 0.20 

 ( r)  X = 

0.06, Y = 0.00  (curie temperature: Tc)  110oC 

 ( r)  8879.08  X  Y 

 ( r)   Ba1-XSrX[Ti1-

( )

( ) ( ) 
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Y(Fe1/2Nb1/2)Y]O3  Y = 0.00 - 0.50  0.10  

( r)  (curie temperature: Tc)  

 (tan )  ( r) 

 
 

 

 
 

 

 

 

 

 

 
 

 

 

 4.14  ( r) ( ), ( ) 

-  (tan ) ( )  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  X = 0.08, Y = 

0.00 - 0.50 by step 0.10 

 

( ) 

( ) ( ) 
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 4.14  1 kHz  X = 0.08, Y = 0.10 

 ( r)  X = 

0.04, Y = 0.00  (curie temperature:Tc)  100oC 

 ( r)  8306.88  X  Y 

 ( r)  75oC - 125oC 

 ( r)  X = 0.08, Y = 0.00  X  Y 

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  Y = 0.00 - 0.50  0.10 

 ( r)  (curie 

temperature: Tc)   (tan ) 

 ( r)  

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 



78 
 

 [MRG5380203] 

 

 

 

 

 

 

 

 

 

 

 
 

 
 

 4.15  ( r) ( ), ( ) -

 (tan ) ( )  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  X = 0.10, Y = 

0.00 - 0.50 by step 0.10 

 

 4.15  1kHz  X = 0.10, Y = 0.30 

 ( r)  

 X = 0.10, Y = 0.50  X = 0.10, Y = 0.30 

 X = 0.06, Y = 0.00  (curie temperature: Tc) 

 95oC  ( r)  4517.10  X 

( ) 

( ) ( ) 
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 Y  ( r)   

Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  Y = 0.00 - 0.50  0.10 

 ( r)   (curie temperature:Tc)

  (tan )  ( r) 

 

   ( r)  1 

kHz  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  X = 0.00 - 0.10  0.02, Y = 

0.00  (curie temperature: Tc)  100 - 

130oC  (tetragonal)  Ba1-

XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  X = 0.02, Y = 0.00  (curie temperature: 

Tc)   225oC 

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  Y = 0.00 - 0.50 

 0.10  ( r)  

 (curie temperature:Tc)   (tan ) 

 ( r)   ( r)  

 (tan )   
 

4.2   Ba0.9Sr0.1[Ti1-x(Fe0.5Nb0.5)x]O3 (BST-FN) 

  

Ba0.9Sr0.1[Ti1-x(Fe0.5Nb0.5)x]O3 (BST-FN) 

  x  0, 0.1, 0.2, 0.3, 0.4  0.5  

 1200  1350 C  2  4   

 4.16 

 Rietveld  Inorganic Crystal Structure Database ICSD  

67520  43622     

 FN  BSTFN  

 x = 0.00  
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 4.16  Ba0.9Sr0.1[Ti1-x(Fe0.5Nb0.5)x]O3 

 

  refinement  

(tetragonality: c/a)  BSTFN  4.17 

 x = 0.0    c/a lattice parameter 

 FN   c/a  x > 0.3 

  4.16  c/a  

1.0085  1.0017  FN  x = 0.0  0.50 
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 4.17  Ba0.9Sr0.1[Ti1-x(Fe0.5Nb0.5)x]O3 

 

  4.18  4.19  

 1 kHz  ( r)  (tan ) 

  

 FN  x = 0.2  

   Fe2+  

  Fe2+ 

 Fe3+  
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 4.18  

Ba0.9Sr0.1[Ti1-x(Fe0.5Nb0.5)x]O3 

 

 

 

 4.4  Ba0.9Sr0.1[Ti1-x(Fe0.5Nb0.5)x]O3 
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 4.19  

Ba0.9Sr0.1[Ti1-x(Fe0.5Nb0.5)x]O3 

 

  4.19  

   FN  

 

  

 FN    

  4.4   

  1 kHz 

 x = 0.2  2941    

  1  x = 0.4  1 MHz 

 x  

 1 kHz  1 MHz 

 x = 0.3, 0.4  0.5    
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4.3  (1-x)Ba0.9Sr0.1[Ti0.8(Fe0.5Nb0.5)0.2]O3 – xBiZn0.5Ti0.5O3    

     (BSTFN - BZT) 

  

(1-x)Ba0.9Sr0.1[Ti0.8(Fe0.5Nb0.5)0.2]O3 – xBiZn0.5Ti0.5O3 (BSTFN - BZT)   

  x  0.02, 0.04, 0.06, 0.08  0.10 

  1200  1350 C  2    

4.20   x  

 (1-x)BSTFN - xBZT  

 BZT   x = 0.10  97.8% 

  

 

 
 4.20   x  

(1-x)BSTFN - xBZT 

 

  (1-x)BSTFN - xBZT 

 x   XRD  4.21 

  Reitveld 

 3      
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 Inorganic Crystal Structure  

 x  (1-x)BSTFN - xBZT  x = 0 

   

x = 0.02  x    

(002)  (200)  

 

 

 
 4.21  (1-x)BSTFN - xBZT 
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  2  

refinement   (tetragonality: c/a)  

 (1-x)BSTFN - xBZT  4.21  x = 0.0  

 BZT  c/a  

1.000 to 1.006  x  0.0  0.10 

 

 
 

 4.22  (1-x)BSTFN – xBZT 

 

 4.5  (1-x)BSTFN – xBZT  
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  4.5  (1-x)BSTFN – 

xBZT  BZT  x = 0.04 -

  5947  x = 0.04  

4.22   

 2  450°C 

  (1-x)BSTFN - 

xBZT  BZT   x = 

0.02   
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 4.23  

(1-x)BSTFN – xBZT 

 



 5 

 

 

   4 

   

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  

 Ba0.9Sr0.1[Ti1-x(Fe0.5Nb0.5)x]O3 (BST-FN)  

 (1-x)Ba0.9Sr0.1[Ti0.8(Fe0.5Nb0.5)0.2]O3 – xBiZn0.5Ti0.5O3 

(BSTFN - BZT) 

 

5.1  

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  

  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  X 

 0.00  0.10  0.02  Y  0.00  0.50  0.10 

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3

 1,000oC, 1,100oC, 1,200oC  1,300oC 

   1350oC  4  

  

  

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3 

 1,350 oC  4                       

Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  1,000 oC , 1,100 oC , 1,200 oC  1,300 oC 

 1,100 oC 

1,300oC 

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  X = 0.00  

0.10  0.02  Y = 0.00  ( r)   

(tan )  Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3  Y = 

0.00-0.50  0.10  ( r)   
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 (tan )  

 ( r) (curie temperature:Tc) 

 Ba1-XSrX[Ti1-Y(Fe1/2Nb1/2)Y]O3

  

 

 

 Ba0.9Sr0.1[Ti1-x(Fe0.5Nb0.5)x]O3 (BST-FN)  

  

Ba0.9Sr0.1[Ti1-x(Fe0.5Nb0.5)x]O3 (BST-FN) 

  x  0, 0.1, 0.2, 0.3, 0.4  0.5   

 

 FN  BSTFN  

 x = 0.00  

 ( r)  (tan )  

  FN 

 x = 0.2   

   

 FN  

 

  

 FN    

 

 

 

 

 

 (1-x)Ba0.9Sr0.1[Ti0.8(Fe0.5Nb0.5)0.2]O3 – xBiZn0.5Ti0.5O3 

(BSTFN - BZT) 
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   BZT   BSTFN – 

BZT    

  BZT  

 x = 0.10  

 (1-x)BSTFN - xBZT  x  x = 0 

  

 x = 0.02  x   

 (1-x)BSTFN - xBZT  

BZT   x = 0.02 

  

 

5.2  

   

 

  

    

 

1.  

  

 

  

 

  

  

 high speed  
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 2   2  

  

  

 

2.  
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In this work, the complex perovskite Ba0.9Sr0.1[Ti1-x (Fe0.5Nb0.5)x]O3 (BST-FN) ceramic
system with x = 0.0, 0.1, 0.2, 0.3, 0.4 and 0.5 were synthesized via a solid state
reaction method. The ceramics were subsequently examined at room temperature by X-
ray diffraction using Cu Kα radiation to identify the phase composition of each sample.
The structures of the samples were found to be tetragonal and the tetragonality of which
decreased with increasing the FN content. The relative permittivity and loss tangent
were found to increase with temperature. The highest εr was 2941 with the tan δ of
0.713 for x = 0.2 at room temperature and at 1 kHz.

Keywords Lead-free piezoelectric; phase transiton; barium strontium titanate; barium
iron niobate

Introduction

Non-lead dielectric and piezoelectric ceramics have been of much interest for replacing
the lead compositions that causes environmental pollution nowadays. A few potential
systems of lead free materials are ABO3 perovskites based materials. Recently, giant
dielectric constant (εr) has been reported on certain composition of ternary perovskite
based BaFe0.5Nb0.5O3 (BFN) of certain compounds compositions. For instance, several
researchers, such as Yokosuka [1], Tezuka et al. [2], Raevski et al. [3], Saha and Sinha
[4, 5], Intatha et al. [6, 7] have reported that the BFN-based electroceramics exhibit a
relaxor behavior by showing very attractive dielectric and electrical properties over a wide
range of temperatures. However, the dielectric loss of BFN ceramics is high. In order to
decrease dielectric loss, some dopants or solid solution were added into BFN ceramics.

Barium strontium titanate (BaxSr1-xTiO3) is a solid solution family composes of barium
titanate and strontium titanate with its Curie temperature covering over a wide temperature
range. When strontium atoms were introduced to A site of perovskite barium titanate matrix
replacing barium atoms, the phase transition temperature of paraelectric to ferroelectric
decreases and the phase transition behavior changes from sharp to diffuse [8, 9].

This study has been focused on the solid-state preparation of complex perovskite
Ba0.9Sr0.1[Ti1-x(Fe0.5Nb0.5)x]O3 ceramic system, with particular reference to the effect of
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the composition on the dielectric behavior and phase evolution of the ceramic, with the
aim of achieving low loss while keeping high relative permittivity. The dielectric properties
against temperature and frequency were also studied.

Experimental

Polycrystalline samples of Ba0.9Sr0.1[Ti1-x(Fe0.5Nb0.5)x]O3 (BST-FN) were prepared by
solid state reaction method. The oxides and carbonate powders of BaCO3, Fe2O3, SrCO3,
Nb2O5 and TiO2 were mixed in corresponding molar ratios by ball milling in a bottle of
ethanol for 24 h and dried at 120◦C. After that, all powders were calcined at 1200◦C for
2 hours. After completion of the process, X-ray diffraction measurements were performed
with a PAN analysis x-ray diffractometer using CuKα radiation. All patterns were refined
by the Rietveld method for phase analysis. For the dielectric measurements, the reground
powders were pressed into discs with diameters of 10 mm and typical thicknesses of 2 mm.
All samples were sintered at 1350◦C for 4 h. After sintering, silver paste was applied to both
sides of the samples. The relative permittivity and dielectric loss of the sintered ceramics
were measured as a function of temperature with an automated dielectric measurement
system. The system consists of a LCR-meter and environment controlled chamber, both
temperature and dielectric properties were measured and recorded by a computer. Changes
of εr and tanδ at room temperature were also measured at 1 kHz and 1MHz.

Results and Discussions

Figure 1 shows the XRD patterns of Ba0.9Sr0.1[Ti1-x(Fe0.5Nb0.5)x]O3 (BSTFN) sintered
ceramics with x = 0.00, 0.10, 0.20, 0.30, 0.40 and 0.50. After refining by the Rietveld
method, the peaks were analyzed according to the Inorganic Crystal Structure Database
ICSD No 67520 and 43622. The phase of all compositions are perovskite phase. The results
indicated that changes of the lattice parameters of the BSTFN ceramics were observed
depending on FN content. Tetragonal phase was observed for x = 0.00 sample. The lattice

Figure 1. X-ray patterns of BST-FN ceramic.
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166/[372] S. Eitssayeam et al.

Figure 2. Lattices parameter of Ba0.9Sr0.1[Ti1-x (Fe0.5Nb0.5)x]O3 system.

parameters of the ceramics were calculated by the refinement method. The cell parameters
and tetragonality (c/a) obtained for each BSTFN composition is given in Fig. 2. The result
of the cell refinement showed that the BSTFN system with x = 0.0 sample is a single
tetragonal phase. It can be seen that the c/a lattice parameter showed little change with
increasing FN content. However, the tetagonality(c/a) of the samples with x > 0.3 slightly
decreased. These results are in accordance with the peak splitting in Fig. 1. The value of the
c/a parameter decreased from 1.0085 to 1.0017 when the FN content increased from x =
0.0 to 0.50.

The temperature dependences of the dielectric properties at 1 KHz for Ba0.9Sr0.1

[Ti1-x(Fe0.5Nb0.5)x]O3 ceramics are shown in Fig. 3 and Fig. 4. Both the relative permittivity
(εr) and dielectric loss (tan δ) values increase with temperature. The relative permittivity
at room temperature of the FN doped BST ceramics increased with increasing FN content
up to x = 0.2. After that the relative permittivity decreased drastically. The dependent of
relative permittivity on temperature phenomenon is similar to that reported in previous
work, where the concentration of Fe2+ ions is known to be very sensitive to temperature,
and it increases as temperature increases [10]. It is known that the co-existence of Fe2+

and Fe3+ ions on equivalent crystallographic sites can give rise to an electron hopping
conduction mechanism. Due to the finite hopping (or jump) probability of electrons, this
conduction mechanism tends to come into effect only at lower frequencies. An alternative
explanation is related to disorder in the B-site cations of complex perovskites, as suggested
by Majumdar et al. [11].

The dielectric loss is low at room temperature and increases with temperature as shown
in Fig. 4. In the FN containing ceramics, the dielectric loss was found to increase with
increasing FN content. The increasing of dielectric loss may be due to possible mechanism
for oxygen vacancies in structure involves the electric conductivity. In this latter case, the
mobility of the oxygen ion may be induced, causing the increase of conductivity reflected
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Figure 3. The relationship between relative permittivity and temperature.

by the dielectric loss results. This mechanism would account for the increase in dielectric
loss with increasing FN content.

Change of the relative permittivity and loss tangent against frequencies were also
measured at room temperature and tabulated in Table 1. In this work, the frequencies of
1 kHz and 1 MHz were employed due to equipment limitation. At 1 kHz the highest
relative permittivity was found at the BSTFN ceramic with x = 0.2 (εr = 2941). For other
compositions the εr values dropped but still in the same order. The loss tangent values are
lower than 1 except that of the sample where x = 0.4. For measurement at 1 MHz, the εr

Figure 4. The relationship between dielectric loss and temperature.
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Table 1
Relative permittivity and dielectric loss at room temperature

Relative pemittivity Relative pemittivity
Sample (1 kHz) tan δ (1 MHz) tan δ

X = 0.00 1998 0.018 1813 0.0143
X = 0.10 2225 0.325 1541 0.0045
X = 0.20 2941 0.713 504 0.0736
X = 0.30 2186 0.432 259 0.3266
X = 0.40 1778 1.006 227 0.6177
X = 0.50 2626 0.446 123 0.4270

value decreased with increasing x. Considering the loss tangent data between 1kHz and
1 MHz (Table 1), it can be seen that the loss tangent values at high frequency decreased
rapidly except that of the composition where x = 0.3, 0.4 and 0.5. Further attempt should
be carried out for other compositions in addition to obtaining the better values of relative
permittivity and dielectric loss.

Conclusion

The effect of FN addition on the structure and dielectric properties of Ba0.9Sr0.1

[Ti1-x(Fe0.5Nb0.5)x]O3 (BST-FN) system was investigated for various chemical compo-
sitions. The BST-FN (where x = 0.0 to 0.5) ceramics were prepared by mixed oxide
method. All samples were identified as a single phase with a perovskite structure. Lattice
parameters of the tetragonal phase were found to vary with chemical composition. The
tetragonality, c/a decreased with increasing x which is indicative of tetragonal symmetry
by Rietveld method, while sintering temperature was kept at 1350◦C. The result shows that
the dielectric permittivity of BST-FN slightly increased with temperature, the loss tangent
was higher than 0.3 at low frequency where x is higher than 0.1.
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The (1-x)Ba0.9Sr0.1[Ti0.8(Fe1/3Nb2/3)0.2]O3–xBiZn1/2Ti1/2O3 solid solution ceramics were
synthesized via a solid-state reaction method where x = 0.02, 0.04, 0.06, 0.08 and 0.10.
The structural and electrical properties of these ceramics system were investigated
as a function of the BZT content by X-ray diffraction (XRD) and dielectric measure-
ment techniques. The XRD analysis demonstrated that with increasing BZT content in
(1-x)BSTFN–xBZT, the structural change occurred from the rhombohedral to the tetrag-
onal phase at room temperature. Changes in the dielectric behavior were found to depend
on the BZT content.

Keywords Lead-free piezoelectric; phase transiton; barium strontium titanate; barium
iron niobate; bismuth zinc titanate

Introduction

Complex perovskite piezoelectric ceramics have been widely used for various electronic ap-
plications, such as capacitors, sensors, actuators and transducers because of their excellent
dielectric and ferroelectric properties. However, the most of commercial piezoelectric ce-
ramics are containing with lead compound for example, lead titanate, lead zirconate titanate
and lead magnesium niobate. Due to environment concern, lead free piezoelectric ceramics
received much attention over the few years. Barium strontium titanate (BaxSr1-xTiO3 or
BST) is a solid solution between barium titanate and strontium titanate. Barium titanate is
ferroelectric material with a curie temperature of 120◦C, while strontium titanate is a para-
electric material at room temperature [1]. The ferroelectric transition temperature of BST
can be changed by varying the Ba/Sr ratio. Solid solutions with x = 0.2 to 0.5 are normally
used to shift the transition temperature to, or just below, room temperature. These materials
have unique combination of large dielectric constant, high tenability, low dc leakage, low
loss tangent, and stable operation at high temperature [2, 3].
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High dielectric constant (εr) has been reported for complex perovskite BaFe0.5Nb0.5O3

(BFN). For instance, several researchers, such as Chung et al. [4], Wang et al. [5], Raevskite
et al. [6], Saha and Sinha [7], Intatha [8, 9] have reported that the BFN-based electroceramics
exhibit a relaxor behavior by showing very attractive dielectric and electrical properties
over a wide range of temperatures. Recently, Bochenek et al. [10] has reported that BFN
ceramics has both ferroelectric and magnetic properties like PbFe0.5Nb0.5O3 ceramics.
However, high tan δ still was the main problem of BFN.

Bismuth zinc titanate [Bi(Zn0.5Ti0.5)O3; BZT] is a new lead-free polar compound with
a calculated ionic polarization of over 150 μC/cm2, the largest calculated point-charge
polarization of any previously reported Pb or Bi-based perovskite [11]. However, BZT
is unstable in its pure form and can only be stabilized under high pressures or in solid
solutions with other perovskite end members [12]. Recently, it was shown that the addition
of BZT is effective in enhancing the tetragonality and increasing the transition temperature
of PbTiO3 ceramics [13, 14].

An aim of this work was to find the new lead free piezoelectric system and improve the
dielectric properties of lead free piezoelectric ceramics BST by study the solid solution of
(1–x)[BST-BFN]–xBZT ceramics. The small amount of BZT was used to partially substitute
BST-BFN. The influence of BZT addition in the phase transition and morphologies of BST-
BFN ceramics was investigated. This work may provide an alternative approach for the
development of lead free piezoelectric ceramics.

Experimental Procedure

In this study, the ceramics in system of (1-x)Ba0.9Sr0.1[Ti0.8(Fe1/3Nb2/3)0.2]O3–xBiZn1/2

Ti1/2O3 were synthesized by the conventional mixed oxide method. Reagent grade of metal
oxide powders were used in this work, where x = 0.02–0.10. The starting powders were ball-
milled for 24 h. The mixed powders were then calcined at 1200◦C for 2 h with heating and
cooling rate of 10◦C/min. Subsequently, the calcined powders were pressed into disc shape
and sintered at 1350◦C for 2 h with constant heating and cooling rate of 10◦C/min. Phase
formation of the samples was studied by an X-ray diffraction (XRD) technique (Philips
X-ray diffractometer). For electrical properties characterization, the sintered samples were
ground to obtain parallel faces, and the faces were then coated with silver as electrodes. The
dielectric constants and dielectric loss of the sintered ceramics were measured as a function
of temperature with an automated dielectric measurement system. The system consists of a
LCR-meter and environment controlled chamber, both temperature and dielectric properties
were measured and recorded by a computer.

Results and Discussions

The (1-x)Ba0.9Sr0.1[Ti0.8(Fe1/3Nb2/3)0.2]O3–xBiZn1/2Ti1/2O3 ((1-x)BSTFN–xBZT) ceram-
ics when x = 0.02, 0.04, 0.06, 0.08 and 0.10 were calcined at 1200◦C and sintered at
1350◦C. Figure 1 shows the relationship of density and shrinkage against x content of the
ceramic sample in (1-x)BSTFN–xBZT system. These results showed that the maximum
density increased amount of BZT was added. Maximum density of (1-x)BSTFN–xBZT
was found at x = 0.10. These is 97.8% consistent with previous reported [13, 14]. In the
same way, phase evolution of (1-x)BSTFN–xBZT ceramics of each x content was investi-
gated by XRD techniques. Figure 2. shows the X-ray diffractograms. The XRD results was
refined by Reitveld method base on three structure of tetragonal, rhombohedral, and cubic
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Figure 1. Shows the effect of composition on the density and volume shrinkage of ceramics.

phase. The peaks were analyzed according to the Inorganic Crystal Structure Database. The
results indicated that change of crystal structure occurred as a function of (1-x)BSTFN–
xBZT compositions. Rhombohedral phase appeared as x = 0.00. Mixed tetragonal and
rhombohedral phases began to occur at x = 0.02 and gradually transforms to tetragonal
phase when x content increasing, as can be seen at (002) and (200) peaks. The lattice
parameters of the two co-existing ferroelectric phases in the ceramics were calculated
by the refinement method. The cell parameters and tetragonality (c/a) obtained for each
(1-x)BSTFN–xBZT composition is given in Fig. 3. The result of the cell refinement showed
that the (1-x)BSTFN–xBZT system having BZT content in the range x = 0.0, where the
ceramic has single phase rhombohedral symmetry, for higher x values, the cell parameters
are dependent of the BZT content. The value of the c/a parameter increased from 1.000
to 1.006 when the BZT content increased from x = 0.0 to 0.10. At higher x values the
parameter (a) of the rhombohedral (1-x)BSTFN–xBZT phase slightly decreased.

Figure 2. X-ray patterns of (1-x)BSTFN–xBZT ceramic.
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Figure 3. Lattices parameter of (1-x)BSTFN–xBZT system.

The dielectric constant at room temperature of the (1-x)BSTFN–xBZT ceramics are
shown in Table 1. The dielectric constant at room temperature decreased with increasing
BZT content up to x = 0.04. After that the dielectric constant increased drastically. The
maximum dielectric constant was 5947 at composition x = 0.04. The variation of dielec-
tric constant and dielectric loss as a function of temperature is shown in Fig. 4(a) and
(b) respectively, for various x contents. The results indicated that the tan δ values were
below 2 from room temperature to 450◦C, beyond such temperature, higher tan δ values
were obtained. The dielectric constant of (1-x)BSTFN–xBZT ceramics increased with in-
creasing temperature and BZT content and became broad curve from x = 0.02 onward. In
normal dielectrics, the dielectric constant increases with temperature monotonically while
in ferroelectrics a sharp peak is observed at the transition temperature. However, in the case
of relaxor ferroelectrics a broad peak in the permittivity vs. temperature plot, with large
frequency dispersion is observed. This broad anomaly known as a diffuse phase transition
is believed to occur due to the dynamics of the polar domains in the relaxor material [15].
This anomaly is also seen in the temperature dependence of the dielectric loss. The sys-
tematic increase in dielectric constant with BZT content is likely to be due to the increase
in conductivity of the samples. It is possible that the concentration of Fe2+ ions in the
sintered BSTFN ceramics could be highly sensitive to sintering temperature. As is widely
known, the co-existence of Fe2+ and Fe3+ ions on equivalent crystallographic sites can

Table 1
The dielectric properties of (1-x)BSTFN–xBZT ceramic at room temperature.

x content Dielectric constant (1 kHz) tanδ (1 kHz)

0.02 5417 0.412
0.04 5947 0.731
0.06 4105 1.022
0.08 2151 2.259
0.10 3277 1.632
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Figure 4. The relationship between dielectric properties and temperature.

frequently give rise to an electronhopping type of conduction mechanism, which, owing to
finite hopping (or jump) probabilities, tends to come into effect at lower frequencies [9].

Conclusions

The effect of BZT on the structure and dielectric of (1-x)BSTFN–xBZT system was in-
vestigated for various chemical compositions. The (1-x)BSTFN–xBZT (when x = 0.02 to
0.10) ceramics are prepared by a mixed oxide method. Lattice parameters of the tetrag-
onal phase and rhombohedral phase were found to vary with chemical composition. The
evolution of the tetragonal phase, (200)/(002) transformed to a single peak (200) which
indicating rhombohedral symmetry with decreasing BZT content. The result shown that
the dielectric properties of (1-x)BSTFN–xBZT ceramics depend on composition. The
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broadness of dielectric constant peak increased and maximum dielectric constant decreased
with BZT content.
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The method of thermal annealing was applied to B2O3 doped BaZr0.07Ti 0.93O3 ceramics.
The modified ceramics were prepared via a solid state reaction method. The samples
were sintered at 1250◦C for 2 h, and then followed by the thermal annealing at 1000◦C
for 4–16 h to improve their electrical properties. The ferroelectric properties were
slightly decreased. However, an enhancement of piezoelectric properties was observed
after annealing, especially for 8 h annealing. The results were discussion in term of
composition variation after annealing.

Keywords Ferroelectric properties; piezoelectric properties; annealing

Introduction

It is known that Pb(Zr,Ti)O3 (PZT) is one of the most widely used ceramics in many
electronic devices due to their superior electrical properties such as piezoelectric and
ferroelectric properties. Unfortunately, they are not environmentally friendly due to the
toxicity of lead oxide, caused by lead loss at high temperature of processing. Thus, the
search for alternative lead-free piezoelectric and ceramics has been an interesting area of
research as a replacement for lead-based ceramics such as PZT. Recently, barium zirconium
titanate (BZT) was proposed as an interesting lead-free piezoelectric and ferroelectric
material [1–5]. The BZT with the formula Ba(ZrxTi1-x)O3 can be formed by substitution of
Zr ions at the Ti site (B-site) in the BaTiO3 lattice [2]. However, the sintering temperature of
BZT is quite high. Therefore, it is interesting to lower the sintering of BZT by adding some
sintering aid such as B2O3 [6, 7]. In the past, many workers have focused on decreasing
the sintering temperature and improving the electrical properties of BaTiO3 and modified
BaTiO3 by adding some sintering aids. Properties of B2O3 doped BaTiO3 has been reported
by Qi et al. [7]. Electrical properties B2O3 doped BaTiO3 were found to improve after
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dopping. However, it is believed that heterogeniety in composition and microstructure
still occured after sintering. To ameliorate this effect, post sintered annealing is effective in
decreasing heterogeniety in composition and microstructure as a result in further optimizing
the electrical-properties [8, 9]. In this work, the method of thermal annealing was applied to
B2O3 doped BZT ceramics. Effects of annealing time on the ferroelectric and piezoelectric
properties of the ceramics were investigated.

Experimental Procedure

BZT powders with a stoichiometric composition of Ba(Zr0.07Ti0.93)O3 were prepared using
a solid-state reaction method. Reagent grade of BaCO3, ZrO2 and TiO2 were used as
starting powders. The starting powders were mixed then calcined for 2 h at 1200◦C.
B2O3 (1 wt.%) was added and mixed to the calcine powder. The obtained powder was
pressed at into cylindrical pellets. The green pellets were sintered at temperatures ranging
from 1150–1300◦C for 2 h. The densest ceramics were annealed at 1000◦C for 4–16 h.
Phase formation was characterized by X-ray diffraction analysis (XRD). The densities of
the samples were measured using the Archimedes method. Microstructural evolution was
investigated using a scanning electron microscopy Piezoelectric measurements were carried
out using an impedance analyzer. P-E ferroelectric loop was determined using a Sawyer
Tower circuit.

Results and Discussion

In order to find the optimum conditions for producing the modified BZT ceramics with the
maximum densification, the modified BZT ceramics were sintered at various temperatures
ranging from 1150–1300◦C for 2 h. The ceramic with a maximum density value of about
5.660 g/cm3 was obtained from sintering at 1250◦C, for the annealing process. Fig. 1
shows the density values as a function of annealing time. The density value increases from
5.660 g/cm3 for the as-sintered sample to 5.710 g/cm3 for the 8 h annealing sample, and
then slightly decreases to 5.695 g/cm3 for the 16 h sample. The shrinkage profile which
is also shown in Fig. 1 exhibits a slight increase from 13.10% for the as-sintered sample
to 13.74% for the 16 h sample. This result suggests that sintering was nearly complete
when the sample was sintered at 1250◦C for 2 h and the longer annealing time allowed the
sintering process to continue until the process was completely finished [10].

Figure 1. Density and linear shrinkage as a function of annealing time for the modifiled BZT
ceramics.
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90/[296] P. Jarupoom et al.

Figure 2. Room temperature XRD patterns of as-sintered and annealed ceramics.

Phase evolution in the as-sintered and annealed samples was investigated using XRD
with the results illustrated in Fig. 2. The XRD results show that all samples exhibited a
solid solution with a perovskite phase. All of diffraction peaks correspond to a pure BZT
phase. Sharper and higher intensity in XRD peaks was observed for the 4 and 8 h samples.
This implied a higher degree of crystallinity in these ceramics [11].

Polarization-electric field hysteresis measurements were performed at room tempera-
ture. Fig. 3 displayed the ferroelectric hysteresis loops (P-E loops) of the modified samples.
All samples show a ferroelectric behavior. However, the hysteresis loop became slimmer
after annealing. Values of remnant polarization (Pr) and the coercive field (Ec) as a function
of annealing time are shown in Fig. 4. The values of Pr and Ec decrease from 8.1 μC/cm2

and 2.7 kV/cm for the as sintered sample to 9.8 μC/cm2 and 1.9 kV/cm for the 16 h
sample, respectively. Further, the annealed samples exhibited unsaturated hysteresis loops.
A previous work [12] suggested that the unsaturated hysteresis loop could be associated
with a high leakage current. To check this possibility, the leakage current densities of the
samples were determined. Fig. 5 illustrated a plot of leakage current density as a function
of applied voltage and annealing time. Higher leakage current densities were found for the
longer annealed samples, as expected. This result may be due to a formation of oxygen
vacancies which occur for the longer annealing [13].

Figure 3. Polarization vs. electrical field of the modified BZT ceramics annealed at various annealing
times.
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Figure 4. Variation of remnant polarization Pr and coercive field Ec modified BZT annealed at
various times. Inset shows value of Rsq versus annealing time.

To check the quantification of changes in the hysteresis behavior, a parameter called
squareness (Rsq) was determined following expression [14]:

Rsq = Pr

Ps

+ P1.1Ec

Pr

(1)

where P1.1Ec is the polarization at an electric field equal to 1.1 times of the coercive field.
The Rsq values as shown in the inset of Fig. 4 are in the range of ∼0.6254–0.7743. The
slightly change in Rsq indicates that the quantification of hysteresis loop is slightly changed
after annealing.

Figure 6 illustrated the values of the piezoelectric coefficient a function of annealing
time. The piezoelectric coefficients were found to improve significantly after annealing.
For the as sintered sample, the coefficient d33 was 278 pC/N. This value is close to the value
reported previously [6]. The 8 h annealed sample has the maximum d33 value of 297 pC/N,
which is considered as high value for lead-free piezoceramics [15, 16]. A plot of coefficient
g33 versus annealing time is also shown in Fig. 6. The coefficient g33 was calculated as the
following equation [17]:

g33 = d33

εoεr

(2)

Figure 5. Current density vs. voltage of the modified ceramics annealed at various times.
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Figure 6. Piezoelectric coefficients of the modified BZT ceramics annealed at various times.

where ε0 is permittivity of free space, εr is dielectric constant. The g33 value increased from
15.5 × 10−3 Vm/N for the as sintered sample to 17.9 × 10−3 Vm/N for the 8 h sample,
and then decreased to 17.1 × 10−3 Vm/N for the 16 h sample. This trend matches that
trend of the d33 value. Value of εr at room temperature as a function of annealing time is
shown in the inset of Fig. 6. The trend of εr was consistence with the trends of d33 and
g33. Therefore, annealing also improved the dielectric behavior of the samples. Comparing
Fig. 1 and Fig. 6, it can be seen that the density is an important factor in the higher
piezoelectric and dielectric properties of the samples, i.e. higher density results in higher
piezoelectric and dielectric properties.

Generally, ferroelectric domains are easier reorientation under applied electric filed as
results in a lower coercive field. Therefore, the increase in d33 value in the present work
may be due to the low Ec value which enables an easier poling [18]. Further, grain size of
the samples in this work was found to increase from 21.2 μm for the as sintered sample to
27.8 μm for the 16 h annealed sample. Therefore, the increase in d33 value in the present
work can be link to the low Ec value which in turn relates to the increase in poling efficiency.
It is also believed that the increase in degree of crystallinity and chemical homogeneous
in the annealed sample can also relate to the improvement. In the case 16 h annealing,
however, the reduction density may cause a deterioration of the piezoelectric properties.

Based on the present data, the annealing is a simple and effective method for the
improvement the piezoelectric properties in the modified BZT ceramics. This method may
assist to improve the properties of other BZT based ceramics.

Conclusions

The effects of annealing time on ferroelectric and piezoelectric properties of the modified
BZT ceramics were investigated. The longer annealing time resulted lower ferroelectric
properties, but the optimum piezoelectric properties were achieved for 8 h annealing. These
results suggested that thermal annealing is an effective and simple method to improve the
piezoelectric properties of the modified BZT ceramics. It also may be a good method to
enhance the electrical properties of other BZT based ceramics.
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Barium zirconium titanate powders were prepared by conventional ball milling and
vibro-milling methods. Barium zirconium titanate ceramics were fabricated from the
obtained powders. Properties of the ceramics were investigated. The vibro-milling ce-
ramics showed a better dielectric constant and relative tunability. It is proposed that
the better densification and degree of crystallinity for the vibro-milling ceramics are
responsible for better ceramics properties.

Keywords Vibro-milling; Dielectric properties; Relative tunability

Introduction

Barium titanate (BaTiO3) is a prototype of ferroelectric (FE) materials. This material
has a perovskite ABO3 structure. Because of its high dielectric constant, BaTiO3 and
BaTiO3 based ceramics (modified BaTiO3) are widely used as a capacitor [1–3]. BaTiO3-
based ceramics are also used in several types of electrical devices, such as sensors and
multilayer capacitors. It is reported that properties of BaTiO3 and BaTiO3-based ceramics
depended on many factors such as microstructures and dopants [1–3]. Therefore, many
investigators have extensively studied the parameters that affected on the behaviors of the
BaTiO3 and BaTiO3-based ceramics. Furthermore, these materials contain no lead oxide
therefore BaTiO3-based materials may be the promising candidates for environmental
friendly ferroelectric or piezoelectric materials which are the currently interesting research
topic [4, 5].

One of the most important BaTiO3-based ceramics is barium zirconate titanate
(Ba(Ti1-xZrx)O3, BZT). However, pure BZT ceramics have lower electrical properties than
many lead–based ceramics. Various approaches have been reported to improve the electrical
properties where doping is one method used to obtain the high electric properties of these
ceramics [6]. It was proposed that properties of BZT ceramics depend on its microstructure
[6, 7] which can be controlled by processing. Many reports suggested that vibro-milling
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method is an effective method to produce a fine grain ceramic powder, resulting in an
improvement of ceramic properties [8]. In the present work, effects of vibro-milling on the
microstructure and dielectric property of BZT ceramics were investigated. The result were
discussed and compared to the ceramics prepared by a normal ball-milling method.

Experimental Setup

Metal Oxide of BaCO3, TiO2 and ZrO2 were used as the starting materials. The metal oxide
powders were weighed based on the stoichiometric formula of Ba(Zr0.23Ti0.77)O3. The
starting powders were mixed in isopropanol. Two milling process techniques, conventional
ball-milling and vibro-milling methods, were performed in this experiment. The obtained
products were dried, ground using a mortar and pestle and then sieved before calcining for
2 h at 1250◦C, with a heating/cooling rate of 100◦C/h. The calcine powders were mixed with
3 wt.% polyvinyl alcohol (PVA) binder. The obtained powders were pressed into disc-shape
pellets with 10 mm in diameter. The green pellets were sintered at temperatures ranging
from 1350◦C to 1500◦C for 2 h. Phase formation was characterized by X-ray diffraction
analysis (XRD), using a diffractometer with CuKα radiation. The densities of the samples
were measured using the Archimedes’ method with distilled water as the media. For the
electrical measurements, fired-on silver electrodes were applied to the pellets which had
been ground to a thickness of 1.0 mm. Dielectric measurements were carried out using an
impedance analyzer (HP 4192A LF) over the range of 1 kHz to 1 MHz and temperatures
from −40 to 80◦C.

Experimental Results

Results of XRD diffraction for the samples prepared by conventional and vibro-milling
methods are shown in Fig. 1. The XRD result showed that both samples have a pure
perovskite phase, i.e. there was no evidence of impurity product or raw materials in the
XRD patterns of both samples. Sharper and higher intensity of most XRD diffraction peaks

Figure 1. XRD patterns of Ba(Zr0.23Ti0.77)O3 ceramics prepared using the conventional ball-mill and
vibro-milling methods.
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were observed for the vibro-milling sample. The full width at half maximum (FWHM)
of the (110) XRD peak for each sample was determined. In general, the degree of crys-
tallinity can be related to the FWHM of the XRD peak. A lower FWHM value implies a
higher degree of crystallinity. In this work, the FWHM was determined to be 0.3088 and
0.2727 degree for the conventional and vibro-milled samples, respectively. This suggests
a higher degree of crystallinity for the vibro-milling sample. In addition, the density value
for the vibro-milling sample was 5.964 ± 0.018 g/cm3 which was higher than that obtained
from the conventional ball-mill sample (5.887 ± 0.022 g/cm3).

The dielectric constant and loss tangent as a function of temperature of the materials
are illustrated in Fig. 2. The temperature dependence of the dielectric constant depicts a
weak relaxor behavior for both samples. The values of loss tangent were lower than 0.08,
over the measurement temperatures, for both two samples. It should be noted that the vibro-
milling samples had a higher dielectric maximum at the transition temperature (Tm ∼ 20◦C)
with maximum permittivity value of ∼14,600 (at 10 kHz) while the conventional sample
exhibited a rather lower dielectric maximum value (∼11,200 at Tm ∼ 20◦C).

Figure 2. Dielectric properties versus temperature of Ba(Zr0.23Ti0.77)O3 ceramics at various frequen-
cies, prepared by (a) conventional ball-mill and (b) vibro-milling methods.
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For normal ferroelectric materials, the value of dielectric constant above Tm obeys the
Curie–Weiss law. In case of relaxor ferroelectric materials, however, a simple quadratic law
can be used to describe a second order relaxor ferroelectric, i.e. the εr versus T relationship
follows a function with the additional variables γ and δγ [9, 10]

εm

εr

= 1 + (T − Tm(f ))γ

2δ2
γ

(1)

where εm is the maximum dielectric constant, εr is the dielectric constant, γ is the degree
of dielectric relaxation and δγ is the diffusiveness parameter of the relaxor ferroelectric [9,
10]. When γ = 1, Eq. (1) expresses Curie-Weiss behavior, while the equation for γ = 2
describes the ideal relaxor behavior with a quadratic dependence. The value of γ and δγ

can be calculated from a plot of log( εm

εr
− 1) versus log(T − Tm). The parameters δγ and γ

were 16.98 ± 0.01 and 1.79 ± 0.01 for the conventionally milling sample and 14.28 ±
0.01 and 1.77 ± 0.01 for the vibro-milled samples, respectively. The higher δγ for the

Figure 3. Capacitance as a function of applied voltage at various temperatures for Ba(Zr0.23Ti0.77)O3

ceramics, prepared by (a) conventional ball-mill and (b) vibro-milling methods.
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conventional samples indicates a more diffuse phase transition. In addition, the values of
γ were unchanged, suggesting that the degree of dielectric relaxation was same for both
samples.

Plots of capacitance as a function of applied voltage at various temperatures are
displayed in Fig. 3. The measurement was conducted across the transition temperature,
over the temperature range −40 to 80oC. Higher tunability was observed for the vibro-
milling samples. Generally, the relative tunability (nr) can also be defined as [11]:

nr (%) = C(0) − C(E)

C(0)
× 100 (2)

where C(0) and C(E) are the capacitance at zero and the higher electric field, respectively.
In this work, the C(E) values were measured for applied voltages up to 1.5 kV. Plots of
nr versus temperature are shown in Fig. 4. The general trend indicates that vibro-milling
sample exhibited a higher relative tunability through the measurement temperature. It
should be noted that the relative tunability was higher at Tm for both samples. This feature
was also observed in the work done by Tanmoy et al. [12].

Based on the results, the improvement of the dielectric properties in this work can
be related to the better densification of the vibro-milling sample. Normally, high density
of ceramics can reduce the effect of porosity on weakening dielectric constant. The lower
density ceramics (the conventional ball-milling samples), normally have more open pores.
Subsequently, theirs dielectric constants would be decreased. And the higher degree of
crystallinity for the vibro-milling sample may be another reason of the improvement. The
higher crystallinity ceramics show that they have lower defects in microstructure. In general,
more defects in poor crystalline is a reason for decreasing of the dielectrics constant. The
phenomena of higher dielectric constant with the higher crystallinity should be explained
by the removal of the obstacles that prevent the growth of microscopic polar regions.
Therefore, the vibro-milling method is a simple and effective method for fabrication of
Ba(Zr0.23Ti0.77)O3 ceramics.

Figure 4. Relative tunability versus temperature for conventional milling and vibro-milling samples.
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Conclusions

This work, we reported the properties of Ba(Zr0.23Ti0.77)O3 ceramics which their powders
were prepared by conventional ball milling and vibro-milling method. The vibro-milling
method produced a higher density and degree of crytallinity, comparing to the conventional
sample. Further, the vibro-milling ceramics exhibited a higher dielectric constant (at Tm)
and relative tunability. The better results for the vibro-milling sample were related to its
densification and degree of crytallinity. The present result suggested that the vibro-milling
method may be an effective method for fabrication of other ferroelectric lead free ceramics.
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Barium zirconium titanate ceramics with a composition of BaZr0.07Ti0.93O3 were syn-
thesized using a modified two step sintering process and the dielectric and mechanical
properties of the ceramics were investigated. The modified sintering helped to improve
the sinterability of the samples resulting in a high ceramic density. Improvements in
the dielectric constant, dielectric tunability and hardness values were also observed.
The enhancements in dielectric and mechanical properties were directly related to the
improvement in densification of the samples.

Keywords Two step sintering; dielectric property; mechanical properties

Introduction

In the recent years, several lead free piezoelectric ceramics including the BaTiO3-based
ceramics, Bi-based perovskite, and alkaline niobate peroskites have received consider-
able attention from many researchers due to their high electrical performances as well as
an environmentally friendly nature leading to their use as a replacement for lead-based
ceramics such as Pb(Zr,Ti)O3(PZT) [1–3]. Among the BaTiO3-based ceramics, barium zir-
conium titanate (BaZrxTi1-xO3, BZTs) ceramics are of particular importance for electronic
devices and have been heavily investigated for many years [4–7]. The BZTs ceramics
can be obtained by the substitution of Zr ions at the Ti site (B-site) of BaTiO3 lattices.
Phase transition temperatures of BZT ferroelectrics occur for rhombohedral to orthorhom-
bic (T3), orthorhombic to tetragonal (T2), and tetragonal to cubic (Tc) phase transitions
and are strongly dependent on Zr concentrations. Previous reports, the concentrations of
Zr in range 0.065–0.085 exhibit the highest dielectrics constant at Tc (∼100◦C) and phase
transition temperatures are T3, T2 around 25◦C, 68◦C respectively [5]. This material has
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a perovskite-type structure and beneficial electrical properties such as a large dielectric
constant and high dielectric tunability [4, 7].

Recently, many authors have reported that properties of BZT ceramics can be improved
using dopants [8, 9]. However, it is known that the properties of many ceramics are also
influenced by the techniques of sintering. Therefore, various techniques have been reported
such as rapid-rate sintering, rate-controlled sintering, and two-step sintering [10, 11]. The
two-step sintering method is interesting because it can achieve a high ceramic density and
produces small grains with low grain growth rate [11]. Generally, the two-steps sintering
consists of two main firing steps i.e. firing until the ceramic has a density reaching >70% of
the theoretical density(the first step) followed by firing at a temperature lower than the first
step approximately 100–200◦C at a suitable dwell time(second step). This method has been
applied to some ferroelectric materials resulting in improved electrical properties [12]. For
the BZT ceramics, it has been reported that the electrical properties depends on grain size
[13]. Where a finer grains result in a lower dielectric constant and tunability. In this work,
we modified the two steps sintering to synthesize BaZr0.07Ti0.93O3 ceramics which are in
high dielectric constant range. For the modified sintering, sintering at T1 = 1450◦C for 2 h
was performed to prevent the existence of fine grains. The ceramics were then fired at T2 =
1250◦C at various dwell times. The effects of dwell time at the second step of the sintering
process on the ceramic properties were investigated. Investigation of a suitable dwell time
condition for the two-step sintering method was carried out.

Experimental Setup

BaZr0.07Ti0.93O3 powder and ceramics were prepared using a conventional solid state
reaction. High purity metal oxide of BaCO3, TiO2 and ZrO2 were used for the ceramic
process. The powders were mixed and calcined at 1200◦C for 2 h in air. The calcined
powder were then pressed into pellets and sintered with the conventional and the two-step
sintering processes. For the conventional method the ceramics were sintered at 1450◦C
for 2 h. For the two-step sintering, the samples were sintered at T1 = 1450◦C for 2 h
and then fired at T2 = 1250◦C for 2–8 h, followed by cooling to room temperature.
Organic impurities were eliminated by firing the green pellet samples at 500◦C for 2 h
for all samples. Phase formation was characterized by X-ray diffraction analysis (XRD),
using a diffractometer with CuKα radiation. The densities of the samples were measured
using the Archimedes’ method with distilled water as the media. The linear shrinkage was
evaluated the dimension of samples from before and after sintering by standard test method
ASTM designation: C 326-82. Microstructural evolution was investigated using a scanning
electron microscope and the grain size was determined by using the intercept method.
For the electrical measurements, silver electrodes were applied to the pellets which had
been ground to a thickness of 1.0 mm. Dielectric measurements were carried out using an
impedance analyzer (Agilent 4192A).

Experimental Results

The Results of the XRD examinations of the ceramic samples are shown in Fig. 1(a). Both
the conventional and two step sintering methods produced a perovskite phase. The two
steps sintering resulted in an increase of the intensity and a decrease of full width at half
maximum (FWHM) of the XRD peaks. The XRD intensity of (111) peaks from various
dwell time samples are shown in Fig. 1(b). Theirs FWHM are slightly decreasing, those
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Barium Zirconium Titanate Ceramics [335]/129

Figure 1. (a) XRD patterns of the samples for various dwell times at T2.and (b) XRD of (111) peak
of the samples. Inset shows the FWHM depend on T2

being 0.41, 0.35, 0.33 degree for the dwell time 0, 2, 4 h, respectively. However, the value
of FWHM is 0.38 degree at dwell time 8 h. From FWHM evaluation, it indicate that the
4 h dwell time (the 4 h sample) has a minimum FWHM implying the highest degree of
crystallinity among these samples, as mentioned by Cullity [14].

Density and shrinkage of the samples are shown in Fig. 2. The density increased from
5.71 g/cm3 for the 0 h samples (dwell at T2 for 0 h) to 5.83 g/cm3 for 4 h samples then slightly
decreased to 5.82 g/cm3 for the 8 h samples. The linear shrinkage increased from 13.8% for
the 0 h sample to 14.1% for the 8 h samples. These results reveal that densification of the
ceramics could be improved using the modified two steps sintering. The microstructures
of the selected ceramics are shown in Figs. 3(a) and (b). No fine grains were found for all
samples. A slightly increase in grain size with the dwell time, suggests that grain growth
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Figure 2. Density and linear shrinkage as a function of dwell time at T2.

rate is low. This is due to the effect of the low temperature at T2. Grain size as a function
of the dwell time at T2 is shown in Fig. 3 (c).

Figure 4 shows plots of the dielectric constant at room temperature as a function
of frequency over a range of 100–1 MHz. An increase in dwell time at T2 produced an
enhancement of the dielectric constant. All samples exhibited a frequency independence
of the dielectric constant over the frequency range 100–1 MHz. The maximum dielectric
constant was recorded for the 4 h samples. The highest dielectric constant is most likely
due to the higher density for the 4 h samples. Fig. 4 also shows loss tangent value as a
function of frequency. The increase in the dwell time at T2 has no effect on the loss tangent
value, though it should be noted that all samples reveal low values of loss tangent. For the
4 h samples, the loss tangent values were less than 0.02 over the frequencies 100–1 MHz
which are reasonably low and suitable for capacitor applications.

To study the dielectric tunability behavior, the dielectric constant under high applied
electric field was determined. The dielectric tunability behavior of the samples is illustrated
by the dielectric constant versus electric field curves at room temperature shown in Fig. 5.
The dielectric tunability can be defined as the ratio of dielectric constant at zero field to
its dielectric constant at an applied electric field (Eq. (1)) [15]. The relative tunability is
defined as the ratio of the change in dielectric constant between the result after an electric
field is applied to the dielectric constant at a zero field (Eq. (2)) [15].

n = ε(0)

ε(E)
(1)

nr (%) = ε(0) − ε(E)

ε(0)
× 100 (2)

where ε(0) and ε(E) are the dielectric constants at zero and the higher electric field,
respectively. In this work, the ε(E) values were measured at E = 2.0 kV/mm. A plot of nr

versus the dwell time at T2 is displayed in Fig. 6. A high relative tunability was observed in
the present material (64.5 ≤ nr ≤ 72.0%). The modified two steps sintering was also found
to improve the tunability with a limit at the 4 h dwell time at T2. The tunability increased
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Barium Zirconium Titanate Ceramics [337]/131

Figure 3. Microstructure of BZT07 ceramics fired at T2 for (a) 0 h and (b) 4 h, respectively and (c)
grain size as function of dwell time at T2

D
ow

nl
oa

de
d 

by
 [C

hi
an

g 
M

ai
 U

ni
ve

rs
ity

] a
t 2

1:
51

 2
5 

Ju
ne

 2
01

2 



132/[338] C. Kruea-In et al.

Figure 4. Dielectric and tangent loss (tanδ) at room temperature measured at various frequencies.

from 64.5% for the normal sample to 72.0% for the 4 h samples, and then decreased to
66.4% for the 8 h samples.

Venkatesh et al. proposed that tunability is proportional to the nonlinear coefficient β

and to the square of the electric field (at low field) which can be written as [15]

n ≈ 1 + 3β(εoε(0))3E2 (3)

The parameter β is an important parameter for tunable applications, since it controls the
tunability of the sample. Therefore, we can predict the tunability by using this parameter.
The typical values for β depend on the materials. Such as 2.8 × 109 J.C−4 m−5 to 4.6 × 109

J.C−4 m−5 for potassium niobate tantalite sintered via hot press and cold press techniques

Figure 5. Dielectric constant-electric field curves at room temperature of the samples.
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Figure 6. Tunability and relative tunability as a function of dwell time at T2 of the samples. Inset
shows the values nonlinear coefficient (β) as a function of T2.

respectively [15], and 13.4 × 109 J.C−4 m−5 for potassium niobate [16]. The values of β

of the samples are shown in the inset of Fig. 6. The value of β decreased from 2.75 × 109

J.C−4 m−5for the normal sample to 1.90 × 109 J.C−4 m−5 for the 4 h two step samples, but
increased to 2.53 × 109 J.C−4 m−5 for the 8 h two step sample. This result suggests that
this parameter can vary with processing parameter such as the dwell time at T2.

In this work, the mechanical hardness property was investigated because it is important
from the application point of view since this determines how resistant the ceramic is to

Figure 7. Knoop hardness versus dwell time at T2.
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fracture or microcracking when they work under the large electric fields. The result of a
Knoop hardness measurements is illustrated in Fig. 7. The Knoop hardness values increased
with increasing dwell time up to 4 h and then decreased. The improvement in hardness
value for the 2–4 h samples in the present work is most likely related to changes in density,
i.e. the higher density results obtained from the higher hardness sample. However, courser
grain for the 8 h sample may result in the drop of hardness value [17].

Conclusions

Barium zirconium titanate ceramics were synthesized by the modified two steps sintering.
By varying the dwell time at T2 at the second step of the sintering, the optimum dwell
time to obtain the improved dielectric and mechanical properties was found to be 4 h.
It is proposed that the improvements in the measured properties are due to the modified
two steps sintering process which produced a higher density ceramic. However, further
refinements in the relationship between dwell time at T1 and the temperature T2 should be
attempted to clarify these results over a broader range of parameters.
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Fabrication of transparent lead-free KNN glass
ceramics by incorporation method
Ploypailin Yongsiri1, Sukum Eitssayeam1,2, Gobwut Rujijanagul1,2, Somnuk Sirisoonthorn3, Tawee Tunkasiri2 and
Kamonpan Pengpat1,2*

Abstract

The incorporation method was employed to produce potassium sodium niobate [KNN] (K0.5Na0.5NbO3) glass
ceramics from the KNN-SiO2 system. This incorporation method combines a simple mixed-oxide technique for
producing KNN powder and a conventional melt-quenching technique to form the resulting glass. KNN was
calcined at 800°C and subsequently mixed with SiO2 in the KNN:SiO2 ratio of 75:25 (mol%). The successfully
produced optically transparent glass was then subjected to a heat treatment schedule at temperatures ranging
from 525°C -575°C for crystallization. All glass ceramics of more than 40% transmittance crystallized into KNN
nanocrystals that were rectangular in shape and dispersed well throughout the glass matrix. The crystal size and
crystallinity were found to increase with increasing heat treatment temperature, which in turn plays an important
role in controlling the properties of the glass ceramics, including physical, optical, and dielectric properties. The
transparency of the glass samples decreased with increasing crystal size. The maximum room temperature
dielectric constant (εr) was as high as 474 at 10 kHz with an acceptable low loss (tanδ) around 0.02 at 10 kHz.

Keywords: potassium sodium niobate, nanocrystals, ferroelectric, glass ceramics

Introduction
Potassium sodium niobate [KNN] (K0.5Na0.5NbO3)
which has a complex perovskite structure was first
reported in 1960 by Egerton and Dillon [1]. It also has a
high curie temperature of 420°C, piezoelectric constant
(d33) of 80 pC/N, and coupling factor coefficient (kp) of
0.35. The crystal structure of KNN is dependent on the
temperature [2], where an increase from room tempera-
ture to 200°C causes an orthorhombic-tetragonal phase
transformation, and when the temperature is higher
than 420°C, the tetragonal phase changes to a cubic
phase or becomes paraelectric.
The phase diagram of (1-x) KNbO3-xNaNbO3 by Jaffe

et al. [3] shows that the morphotropic phase boundary
of this system occurs at an × approximately 0.5, at
which the two orthorhombic phases separate. The as-
fired ceramics from this system were found to posses
the maximum piezoelectric value even though it is still
far from that of the lead-based materials, such as PZT.

KNN has recently been subjected to intensive studies as
a promising lead-free ferroelectric to replace the toxic
PZT.
Ferroelectric glass ceramics were first developed in

order to combine the electrical properties of ferroelec-
tric crystals and the transparency of a glass matrix,
which makes them suitable for electro-optic applications
especially electronic parts, such as electro-optical, high-
power lasers, optical integrated circuits, adaptive optics,
optical resonator, microwave, and pyroelectric devices
[4,5]. KNN ferroelectric glass ceramics have been inves-
tigated and attracted much attention since the 1970s [6].
Many research projects have reported that the main
problem producing KNN glass ceramics concerns the
difficulty in generating the crystallization of the glass
ceramics with a pure KNN phase. A secondary phase
always occurs in the heat-treated samples.
In this work, the incorporation method was integrated

into the glass-ceramic fabrication process. This method
modifies the production process by aiming to crystallize
only the KNN single phase and reduce the chance of
any unwanted second phase which frequently occurred
in the conventional method. In this method, starting
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powders of simple oxides were mixed to form glass
batches which could then be subjected to a heat treat-
ment schedule for crystallization, as described in the
report of Prapitpongwanich et al. [7]. They also reported
that a glass ceramic containing a single LiNbO3 phase
was achieved in the LiNbO3-SiO2 system when using
the incorporation method. In addition, they were able to
make nanocrystals of LiNbO3 with improved dielectric
property and higher transparency.
In this work, KNN powders were first prepared by cal-

cination, then mixed with SiO2 in a Pt crucible, and
melted at a suitable temperature. The quench and heat
treatment processes were then followed by the crystalli-
zation of the KNN crystals, respectively. Here, we report
on the physical and electrical properties of the prepared
KNN glass ceramics generated using silicate glass modi-
fied via the incorporation method. Phase identification,
thermal analysis, and microstructures of the prepared
glass and glass ceramics were also investigated by X-ray

diffraction [XRD], differential thermal analysis [DTA],
and scanning electron microscopy [SEM], respectively.

Materials and methods
Figure 1 compared the conventional glass-ceramic
method and the incorporation method. In the conven-
tional glass-ceramic method, all simple oxides of a
desired composition were melted before being subjected
to the heat treatment method for crystallization, while in
the incorporation method the calcination or mixed-oxide
method was first employed to synthesize the KNN pow-
der before mixing with the glass former oxide which in
this case is SiO2. To prepare (K0.5Na0.5NbO3) or KNN
powder, starting powders (purity > 99%) of K2CO3,
Na2CO3, and Nb2O5 were first mixed to form the KNN
phase. All compositions were mixed for 24 h, using a wet
ball-milling method with alumina balls in a polyethylene
bottle. Then, the powders were dried for 24 h and cal-
cined at 800°C in ambient pressure for 2 h. The X-ray

Figure 1 Comparison between the conventional glass-ceramic method and the incorporation method.
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diffraction technique was then used to analyze the phase
of the calcined powder. Then, the prepared KNN pow-
ders were mixed with SiO2 in a KNN:SiO2 ratio of 75:25
(mol%) using a mortar. Next, the mixture was melted in
an electrical furnace at 1,300°C for 1 h. The melt was
then quenched between stainless steel plates at room
temperature. The prepared glasses were subjected to a
heat treatment schedule at the crystallization tempera-
tures ranging from 525°C to 575°C in order to form the
glass ceramics with the desired crystal phase. These crys-
tallization temperatures were determined from the DTA
trace (Du Pont Instrument, USA) of the as-quenched
glass. The density of the glass and glass-ceramic samples
were measured employing Archimedes method. The
XRD (D500 type, Siemens, UK) and SEM (JSM 6335F
type, JEOL, JP) techniques were used to investigate the
phase composition and to observe the microstructure of
the glass samples, respectively. Two parallel surfaces of
the glass ceramics were polished and sputtered with gold
as electrodes for the electrical contact. The room tem-
perature dielectric constant (εr) and dielectric loss (tanδ)
of the glass ceramics were measured at various frequen-
cies from 10 kHz to 1 MHz using a precision LCZ meter
(E4980A type, Agilent Technologies, Malaysia).

Results and discussion
The XRD pattern of a calcined KNN sample (Figure 2)
displays the diffraction peaks of the KNN perovskite

phase, together with an unknown phase. The unknown
phase here was K2Nb8O21 (JCPDF 31-1060), which may
have occurred from compositional fluctuation during
the calcination process. This is in accordance with
results reported in the study of Egerton and Dillon and
Bomlai et al. [1,8] that the alkaline carbonate precursor
was sensitive to moisture, leading to difficulty in obtain-
ing a KNN single phase when using the conventional
mixed-oxide technique.
The resulting glass product was light yellow transpar-

ent and mechanically robust. To prepare the KNN glass
ceramics, many past research projects have used less
than 30 mol% of SiO2 because it produces a suitable
ratio to exhibit transparent regions, therefore, 25 mol%
SiO2 was chosen to prepare the glass in this work
according to Yongsiri et al. [9] However, it has also
been reported that the KNN glass with a low content of
SiO2 possessed low mechanical strength.
The thermal parameters such as glass transition [Tg]

and crystallization [Tc] temperatures of the prepared
glass were obtained from the DTA trace as shown in
Figure 3. The Tg and Tc in this system were found to be
at about 508°C and 648°C, respectively. The KNN glass
was then subjected to a heat treatment schedule at var-
ious temperatures from 500°C-648°C to study the crys-
tallization behavior of this glass system. It was found
that the glass ceramics subjected to the heat treatment
at temperatures higher than 575°C were opaque, while

Figure 2 X-ray diffraction pattern of KNN calcined at 800°C for 2 h.
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the lower Tc gave highly transparent glass ceramics.
Further investigation has mainly concentrated on those
transparent glass-ceramic samples heat treated at lower
temperatures.
The appearances of the prepared glass ceramics are

shown in Figure 4. The transparency was found to
decrease with increasing temperature of heat treatment.
Figure 5 shows the optical transmission spectra recorded
at room temperature of the glass and glass ceramics heat
treated from 525°C-575°C. The as-quenched glass is opti-
cally transparent with nearly 80% transmittance. The

transmittance of the heat-treated glass ceramics decreased
greatly with increasing heat treatment temperature, while
the absorption edges were found to shift toward higher
wavelengths. This indicates the change in color from light
yellow to brownish yellow of the corresponding glass cera-
mics. The low transmittance of the glass-ceramic samples
may be attributed to the light scattering due to the occur-
rence of crystals in the sample with sizes larger than 200
nm [10]. Considering the refractive index of the as-
quenched glass which is approximately 1.65, and the KNN
crystal which is in approximately 2.2, this difference is

Figure 3 DTA trace of the as-quenched glass.

Figure 4 Appearance of the glass-ceramic samples at various heat treatment [HT] temperatures.
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another factor causing the light scattering at the crystal
and glass matrix interface, giving rise to the low
transparency.
Figures 6 and 7 show the XRD patterns and density

values of the resulting glass and glass ceramics. As can
be seen from the XRD patterns, the samples heat treated
from 500°C to 550°C have an amorphous pattern, while
that of the 575°C sample contains diffraction peaks of
KNN with a highly amorphous phase, giving rise to the
lowest transparency of this sample. In Figure 7, the as-
quenched glass had the lowest density of about 3.67 g/
cm3, and the heat treatment caused a general increase
in density. It can be assumed that the higher density of
these glasses ceramic resulted from the growth of the
KNN crystals during the crystallization treatment.
SEM micrographs of the glass ceramics are shown in

Figure 8. These micrographs show a bulk crystallization of
the KNN phase with a rectangular shape occurred in the
glass matrices of all heat-treated samples. Even though,
the amorphous XRD patterns were observed in the glass-
ceramic samples heat treated at temperatures lower than
550°C, it is clear from the SEM result that crystallization
of the KNN phase occurred in all temperatures lower than

the observed Tc of 648°C from the DTA trace. It is likely
that the incorporation method using 75 mol% of calcined
KNN powder melted together with 25 mol% SiO2 of glass
former initially stabilized the KNN nuclei, and then, when
this glass was subjected to the further heat treatment pro-
cess, the additional heat was sufficient to generate the
crystal growth of the KNN phase.
The average crystal sizes observed from the SEM micro-

graphs are summarized in Table 1. From the micrographs
of the samples heat treated at 525°C and 550°C, the KNN
crystals were rectangular in shape and were embedded in
the glass matrix with random orientations. The diagonal
values (D) of these crystals are approximately 117 ± 8 nm
for 525°C and 145 ± 18 nm for 550°C, which is less than
200 nm, and therefore, affected less light scattering than
that of the larger crystals from the glass-ceramic samples
heat treated at the higher temperature of 575°C. The cross
sections of the KNN crystals in the glass-ceramic samples
heated at 575°C have a different morphology than other
samples. These crystals lost the rectangular shape and had
an average size (D) of about 330 nm.
Considering previous works of Petrovskii et al. and

Zhilin et al. [11,12] which studied the phase separation

Figure 5 Percent transmittance of glass-ceramic samples at various HT temperatures.
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Figure 6 XRD patterns of glass-ceramic samples at various HT temperatures.

Figure 7 Density of glass and glass ceramics versus HT temperature.
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Figure 8 SEM micrographs of glass-ceramic samples at various HT temperatures. (a) at 525°C, (b) at 550°C, (c) 575°C (10,000×).

Table 1 Summary of crystal morphology and crystallite sizes

Heat treatment temperature: (°C) Shape Average crystalline size (nm)

525 L = 272 ± 224
D = 117 ± 8

550 L = 285 ± 234
D = 145 ± 18

575 L = 450 ± 61
D = 330 ± 28

D, diagonal values, L, length.
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and crystallization in glasses of the Na2O-K2O-Nb2O5-
SiO2 system using the conventional glass-ceramic
method, the high temperature of about 700°C was used
to precipitate a high-niobate phase which caused small
angle light scattering. By using the incorporation
method, a lower temperature of 525°C could be used to
promote crystallization without any trace of a secondary
phase.
The relationship of the dielectric constant (εr) and

dielectric loss (tanδ) of the glass ceramics with various
heat treatment temperatures at 10 kHz to 1 MHz are
illustrated in Figure 9ab, respectively. It can be seen that
the dielectric constant decreased with increasing heat
treatment temperature. The maximum dielectric con-
stant was found in the glass-ceramic sample, heat trea-
ted at 550°C, which is as high as 474 at 10 kHz with
low value of tanδ = 0.02. Considering the SEM micro-
graphs from Figure 8, the sample heat treated at 550°C
has higher amount and larger size of KNN crystals than
that of the sample heat treated at 525°C, leading to a
higher value of dielectric constant of this 550°C heat-
treated sample. However, heat treatment at higher tem-
perature such as 575°C caused the reduction in dielec-
tric constant. This may be due to the increase in oxygen
vacancies in this sample during heat treatment at the
temperature near Tc of 648°C, at which the high growth
rate of KNN crystals occurred. This may attribute to a
high atomic migration in the samples heat treated at
575°C, which in turn generates large amount of oxygen
vacancies and voids in this glass-ceramic sample.
The overall dielectric loss values of all glass ceramics

were low, between 0.014 and 0.023 depending on the
frequency. This KNN glass ceramic is a promising lead-
free ferroelectric glass ceramic which may be applied to

many applications replacing other materials, such as
LiNbO3 and BaTiO3 glass ceramics which have lower
dielectric constants. However, further investigation into
such properties as the nonlinear optical effects should
also be carried out.

Conclusion
This research shows that heat treatment temperature
plays a significant role in controlling the microstructure,
crystallite sizes, and crystal quantity of the glass ceramics.
Highly transparent KNN glass ceramics can be obtained
using the incorporation method with a low heat treat-
ment temperature of 525°C-550°C. The dielectric proper-
ties of these glass ceramics are improved, while the
transparency value dropped with an increase in the heat
treatment temperature. The maximum dielectric con-
stant obtained for these samples was 474 with a low loss
(tanδ) of 0.02 from the glass-ceramic sample heat treated
at 550°C, however, this sample also had the lowest trans-
parency. The optimum values of the dielectric properties
in this work promise a bright future for this KNN glass
ceramic in electro-optical applications.
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Effects of NiO nanoparticles on the magnetic
properties and diffuse phase transition of
BZT/NiO composites
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Abstract

A new composite system, Ba(Zr0.07Ti0.93)O3 (BZT93) ceramic/NiO nanoparticles, was fabricated to investigate the
effect of NiO nanoparticles on the properties of these composites. M-H hysteresis loops showed an improvement
in the magnetic behavior for higher NiO content samples plus modified ferroelectric properties. However, the 1 vol.
% samples showed the optimum ferroelectric and ferromagnetic properties. Examination of the dielectric spectra
showed that the NiO additive promoted a diffuse phase transition, and the two phase transition temperatures, as
observed for BZT93, merged into a single phase transition temperature for the composite samples.

Keywords: ceramics, composites, magnetic properties, electrical properties, microstructure

Background
Ferroelectric materials are widely used in a broad range of
applications, especially in the design of electronic devices
such as non-volatile memory, capacitors, transducers,
actuators, etc. [1,2]. Barium zirconate titanate (Ba(ZrxTi1-x)
O3) [BZT] is one such interesting ferroelectric material due
to its high relative permittivity, which makes it a very
attractive material for use in capacitor applications such as
boundary layer capacitors and multilayer ceramic capaci-
tors [3-6]. Furthermore, BZT for some compositions exhi-
bits high ferroelectric and piezoelectric properties. Due to
the environmental concern, this material is also beneficial
since it is a lead-free material.
Recently, much attention has been paid to multiferroic

materials because of the coexistence of ferromagnetic and
ferroelectric ordering at room temperature. However, mul-
tiferroic materials which exhibit both high ferromagnetic
and ferroelectric properties are very rare. This is because
ferromagnetic materials need transition metals with
unpaired 3d electrons and unfilled 3d orbitals, while ferro-
electric polarization requires transition metals with filled
3d orbitals [7]. An alternative way to obtain high

ferromagnetic and magnetic properties is to produce com-
posite materials which contain combined ferroelectric and
magnetic phases. These materials are called multiferroic
composites, and many authors have fabricated and
reported the properties of multiferroic composites [8]. In
this work, a new system of multiferroic composites was
fabricated. The BZT in the composition of Ba(Zr0.07Ti0.93)
O3 (BZT93) was synthesized and used as matrix for the
composites. NiO nanopowder with a particle size of
approximately 100 nm was added to BZT93, and the
mixed materials were sintered at various sintering tem-
peratures to form the composites. Properties of the com-
posites were then determined and reported.

Methods
The composites were prepared by a conventional mixed-
oxide method. BZT powder was prepared based on the
stoichiometric formula Ba(Zr0.07Ti0.93)O3. The raw metal
oxide, BaCO3, TiO2, and ZrO2 were mixed and calcined at
1,200°C for 2 h. Different volume ratios (0, 1, 2, and 3 vol.
%) of the NiO nanoparticles (Sigma-Aldrich Corporation,
St. Louis, MO, USA; with a particle size of < 100 nm)
were mixed with the BZT93 powder and then milled for
24 h. The ball-milled powders were pressed into a disk
shape and then sintered at temperatures ranging from
1,250°C to 1,450°C for 2 h. The densities of all the disks
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were determined after sintering using the Archimedes
method. Phase formation of the sintered ceramics was
investigated by X-ray diffraction [XRD] technique. The
magnetic properties were measured using a vibrating sam-
ple magnetometer of the Lake Shore Model 7404 (Lake
Shore Cryotronics, Inc., Westerville, OH, USA). The ferro-
electric properties were performed using a Sawyer-Tower
circuit. Relative permittivity and tangent loss were mea-
sured as a function of temperature using an LCR meter.

Results and discussion
Densification and phase formation
In this study, a range of sintering temperatures was used
to fabricate the tested composites to determine the opti-
mum sintering temperature which provided the optimum
properties. For pure BZT93 ceramics, the optimum sinter-
ing temperature was 1,450°C, while for the BZT93-NiO
composites, 1,300°C. This lower sintering temperature is
due to the mismatch between the different components,
leading to an inhibition of the sintering ability. The opti-
mum sintering temperature samples were selected for
characterization. The phase formation of the pure BZT93
ceramic and composites sintered at an optimum sintering
temperature was determined using the XRD technique at
room temperature. The XRD results are shown in Figure
1. For the pure BZT93, the XRD pattern corresponded to

a pure orthorhombic perovskite phase [9,10]. In the case
of the composites, the XRD peaks at 2θ ~ 37° and 44° indi-
cated an impurity phase. The impurity peaks were identi-
fied as NiO, corresponding to the JCPDS file no. 044-
1159, confirming a formation of the composites.

Magnetic and ferroelectric properties
Figure 2 shows the M-H magnetic hysteresis loops of the
samples measured at room temperature. The 1 vol.% sam-
ple exhibited a weak magnetic behavior. However, an
improvement in magnetic properties was clearly observed
for the composites containing NiO > 1.0 vol.%. The values
of the coercive magnetic field [Hc] and remnant magneti-
zation [Mr] of the samples are listed in Table 1. Figure 3
shows the P-E ferroelectric hysteresis loops (at room tem-
perature) with different NiO contents. The shape of the
hysteresis loop for the pure BZT93 ceramics indicates a
normal ferroelectric behavior. For samples with higher
NiO concentrations, however, the hysteresis loop became
more slanted. Furthermore, a lossy capacitor hysteresis
loop was clearly observed for the 3 vol.% sample. This may
be due to the NiO additive producing a higher electrical
conductivity or higher leakage characteristic in the sam-
ples. The ferroelectric properties such as remanent polari-
zation [Pr] and coercive field [Ec] are shown in Table 1.
Based on the results, the 1 vol.% samples showed the

Figure 1 X-ray diffraction patterns of pure BZT93 and BZT93/NiO composites.
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optimum properties combining between the ferroelectric
and ferromagnetic properties (Mr = 0.02 emu/g, Hc = 4.51
kOe, Pr = 13.1 μC/cm2, and Ec = 9.9 kV/cm) of this com-
posite system. These ferromagnetic and ferroelectric prop-
erties were considerably high for single-phase multiferroic
materials [11,12] and other multiferroic composites
[13,14].

Dielectric properties and phase transition
Figure 4 shows plots of the relative permittivity and loss
tangent as a function of temperature at various NiO con-
centrations. Two phase transition peaks in the permittiv-
ity curve were observed for the pure BZT93. The relative
permittivity and loss tangent curves for the pure BZT93
ceramic are similar to those reported in a previous work
[8,15]. Furthermore, all samples showed a weak fre-
quency dispersion of the relative permittivity. However,

an obvious change in the relative permittivity curve was
observed when NiO was added to the samples. The tran-
sition temperature [Tm] at maximum relative permittivity
[εr, max] decreased from 105°C for the pure BZT93 cera-
mics to 60°C for the 1.0 vol.% sample, then gradually
decreased to 57°C for the 3.0 vol.% sample. Moreover,
the maximum relative permittivity decreased from 12,000
for the pure BZT93 ceramics to 3,200 for the 3.0 vol.%
samples. In addition, the two phase transition tempera-
tures merged into a single diffuse phase transition at
higher NiO contents (Figure 4d). To check the effect of
NiO on the degree of the diffuse phase transition, diffuse-
ness parameter [δg] was determined using the following
expression:

εr,max

εr
= exp

(
(T − Tm)2

2δγ
2

)
(1)

The value of δg was determined from a plot of ln (εr, max
/εr) versus the (T - Tm)

2 [16]. The values of δg as a func-
tion of NiO content are shown in Table 1. The parameter
δg increased with increasing NiO content, confirming that
the addition of NiO promoted the diffuse phase transition
of the composites.
Huang and Tuan proposed that Ni ions could substitute

the Ti ions in BaTiO3 lattices [17]. It has also been
reported that La3+ doped at the Ti site of BaTiO3 ceramics
exhibits a change in the transition temperature as well as a

Figure 2 Magnetization (M) vs. applied magnetic field (H) of the pure BZT93 ceramic and composites.

Table 1 Unit cell volume, magnetic, and ferroelectric
properties of BZT93/NiO composites

NiO
(vol.%)

Unit cell volume
(Å3)

Mr

(emu/g)
Hc

(kOe)
Pr

(μC/cm2)
Ec

(kV/cm)
δg
(°C)

0 65.05 0 0 15.9 5.7 39.2

1 65.26 0.02 4.51 13.1 9.9 52.5

2 65.30 0.84 3.51 14.8 12.7 53.3

3 65.31 2.8 3.33 23.1 16.4 58.3

Mr, remnant magnetization; Hc, coercive magnetic field; Pr, remanent
polarization; Ec, coercive field; δg, diffuseness parameter.
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pronounced diffuseness transition [18-22]. The La ions are
effective in breaking the long-range order and produce Ti
vacancies. This breakage of long-range ordering leads to a
reduction of the ferroelectric characteristics and enhances
the diffuse phase transition. In our present work, unit cell
volume was calculated from XRD diffraction patterns, and
the calculation result is listed in Table 1. The calculation
result indicated an increase in the unit cell volume after
adding NiO. This increase may be due to the Ni ions sub-
stituting the Ti ions (at the B site). Therefore, substitution
of the Ni ions at the B site may result in breaking the
long-range ordering, resulting in a reduction of the ferro-
electric behavior with the transition becoming more dif-
fuse [23]. Further, with increasing NiO content, the
structure of the composites became more heterogeneous.
This may contribute to the diffuse phase transition of the
samples. From Figure 4, the increase of loss tangent with
NiO content implies a higher electrical conductivity of the
composites. However, the highest loss tangent in the pre-
sent work was lower than 0.035, indicating that the

present composites still have a potential for capacitor
applications. This result also supports the reason for the
presence of the lossy capacitor hysteresis behavior of the
composites.

Conclusions
In this work, the properties of BZT93/NiO composites
were determined for the first time. X-ray diffraction
results revealed the presence of NiO particles in the
composites. The additive of NiO nanoparticles enhanced
the magnetic behavior. The increase of loss tangent
affected the ferroelectric hysteresis where a lossy capaci-
tor hysteresis loop was clearly observed for the sample
containing high amounts of NiO. However, the 1.0 vol.%
samples showed the optimum magnetic/ferroelectric
behavior. In addition, the additive also promoted the
dielectric diffuse phase transition behavior while loss
tangent values were still low. These characteristics of
the composites may make them have potential for many
electronic applications in the future.

Figure 3 P-E hysteresis loops. (a) Pure BZT93, (b) BZT93 + 1 vol.% NiO, (c) BZT93 + 2 vol.% NiO, and (d) BZT93 + 3 vol.% NiO.
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In the present work, the posted sintered annealing method was applied for B2O3 doped
Ba(Ti0.9Sn0.1)O3 ceramics. The ceramics were fabricated via a solid state reaction
method: sintered at 1350◦C for 24 h followed by annealing at 1100◦C for 4–32 h.
Many electrical properties of the ceramics annealed at various annealing times were
investigated with a variety of methods. Annealing for 4 h produced a sharper phase
transition with high dielectric constant. The high dielectric constant of 27,000 was
recorded at ferroelectric to paraelectric phase transition temperature of 38◦C. This
sample also showed a high dielectric tunability of 70%. Ferroelectric performance of
the sample was also improved. The improvements in electrical properties were related
to the chemical homogeneity of the sample after annealing.

Keywords Dielectric properties; ferroelectric properties; annealing

Introduction

Barium stannate titanate; Ba(Ti1-xSnx)O3 is one of an important ferroelectric materials
[1]. The transition temperature from a ferroelectric (FE) to paraelectric (PE) phase of
Ba(Ti1-xSnx)O3 can be varied by Sn concentration [2]. This material exhibits a high dielec-
tric constant for 0.10 ≤ x ≤ 0.20 compositions [3, 4]. For some compositions (x > 0.2),
it shows a relaxor ferroelectric behavior [5]. A diffuse phase transition has been observed
due to a partial isovalent substitution of Ti4+ by Sn4+ [6]. Recently, the dielectric constant
of Ba(Ti0.9Sn0.1)O3 system can be enhanced by adding B2O3 in some concentration. In-
creasing B2O3 concentration has a strong effect on the dielectric phase transformation [7].
However, it is believed that chemical heterogeneity in ceramic can occur after process-
ing, which may reduce the optimal properties. To reduce this effect, thermal annealing is
an effective method for decreasing chemical heterogeneity and in further optimizing the
electrical properties. Many authors have studied the effect of annealing temperature and
time on dielectric and ferroelectric properties in various perovskite type ceramics such
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as; PZT-PZN [8] and PZN-PT-BT [9]. In this work, we applied this method to B2O3-
doped Ba(Ti0.9Sn0.1)O3 ceramics system. It is expected that the annealing treatment should
produced an improvement in densification and the electrical properties of this ceramics.

Experimental

Ba(Ti1-xSnx)O3 powders with a stoichiometric composition of Ba(Ti0.9Sn0.1)O3 were pre-
pared using the conventional solid-state method with reagent grade BaCO3, SnO2 and TiO2.
The starting powders were mixed and milled in isopropanol for 24 h using a zirconia grind-
ing media. The mixture was dried at 120◦C and calcined at 1300◦C for 2 h. B2O3 powder,
equivalent to 1.0 wt%, was then blended to calcined powder. An organic binder of polyvinyl
alcohol was also added into the mixed powders and then ball-milled in isopropanol for
24 h. This slurry was dried at 120◦C and sieved to form a homogeneous powder which
was pressed at 100 MPa into 15 mm diameter pellets. The obtained pellets were sintered
at 1350◦C for 4 h. After sintering, the ceramics were annealed at 1100◦C for 4–32 h. X-ray
diffraction technique was used to observe the phase formation before and after annealing.
The density of the sintered ceramics was measured using the Archimedes’ method. For the
electrical characterization, fired-on silver electrodes were applied to the pellets which had
been ground to a thickness of 1.0 mm. Dielectric measurements were carried out using an
impedance analyzer over the range of 1 kHz to 1 MHz and temperatures from −20 to 100◦C.

Results and Discussion

The XRD patterns for the ceramics annealed at various times are shown in Fig. 1. The XRD
results revealed that all samples exhibited a solid solution with a perovskite phase. There
was small amount of impurity product in the XRD patterns for the annealed samples. Fig. 2
shows the variations of the dielectric constant as a function of temperature in the frequency
range of 1 kHz to 1 MHz for the present ceramics. The dielectric data revealed that the
annealing has a significant effect on the dielectric constant. The values of the dielectric
constant at the dielectric peak (εr,max) as a function of annealing time are shown in Fig. 3. An

Figure 1. X-ray powder diffraction patterns of BTS10–1wt% B2O3 at room temperature as a function
of annealing time. Impurity phases are indicate by (∗).
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Figure 2. (a)-(d) Variation of the dielectric constant and loss with temperature and frequency for the
ceramics annealing at various times.

improvement of dielectric constant was observed. The value of εr,max (at 1 kHz) increased
from 13,800 for the as-sintered sample to 28,100 for the 4 h sample and then decreased
with further annealing times. Loss tangent as a function of temperature and frequency plots
are also illustrated in Fig. 2. The loss tangent behavior did not change significantly with
changing annealing time. The loss tangent decreased with increasing frequency. However,
the values of loss tangent were lower than 0.10 for all sample between −20◦C to 100◦C.
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Figure 3. The maximum dielectric constant and transition temperature of BTS10–1wt% B2O3 as a
function of annealing time.

A plot of transition temperature (Tm) versus annealing time is shown in Fig. 3. The
Tm at the dielectric peak increased from 35◦C for the as-sintered sample to 42◦C for the
16h annealed sample and then decreased to 37◦C for the 32 h annealed sample. Further,
the as-sintered sample showed a diffuse phase transition. After annealing, however, a sharp
phase transition was observed especially for the 4 h annealed sample. In order to measure
the degree of the diffuse phase transition (in contrast to sharp phase transition), diffuseness
parameter (δr) was determined using the following expression [10]:

εr,max

εr

= exp

(
(T − Tm)2

2δ2
r

)
(1)

where εr,max is maximum value of the dielectric constant at Tm and εr is the dielectric
constant of sample. The value of δr can be obtained from the ln (εr,max/εr) versus the
(T – Tm)2 curve [11], as seen in Fig. 4. This value is valid for the range of (εr,max/εr) < 1.5,
as shown by Pilgrim et al. [10]. The values of parameter δr at various annealing time are
displayed in the inset of Fig. 4. The δr was laid between 8 and 15◦C and the lowest value
of δr was observed for the 4 h annealed sample, indicating that annealing for 4 h promoted
a sharper phase transition in the ceramics.

The Capacitance (C) versus applied electric field (E) plots for the ceramics annealed
at various temperatures are shown in Fig. 5. High tunability was observed for the present
ceramics. Generally, the relative tunability (nr) can be defined as [12]:

nr (%) =
(

εr (0) − εr (E)

εr (0)

)
× 100 (2)

where εr(0) and εr(E) are the dielectric constant at zero and applied electric field E. Plot of
nr versus annealing time is shown in Fig. 6. The values of nr were in a range of 60–76%,
and the 4 h annealed sample showed the highest relative tunability (∼76%).

Polarization hysteresis (P-E loop) measured at room temperature were performed using
a Sawyer–Tower circuit. The ferroelectric hysteresis loops for as-sintered and annealed
samples are shown in Fig. 7. The result revealed that all samples exhibited a ferroelectric
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Figure 4. Quadratic dependence of temperature on logarithmic dielectric of the samples at 1 kHz as
a function of annealing time.

behavior. The values of remnant polarization (Pr) increases from 1.6 μC/cm2 for the as-
sintered sample to 4.3 μC/cm2 for the 4 h sample and then slightly decreases for the
increased annealing time of 32 h. There was systematic dependence of the coercive field
(Ec) on the annealing time. And, the values of Ec were in the range of 0.3–1.4 kV/cm.
Values of Pr and the Ec as a function of annealing time are displayed in Fig. 8.

In the present work, the density of the samples was also determined. The result is
shown in Fig. 6. The density increased from 5.3889 g/cm3 for the as-sintered sample to
5.3900 g/cm3 for the 16 h annealed sample then slightly decreased to 5.3895 g/cm3 for
the 32h annealed samples. It should be noted that the density for the 4 h annealed sample
was 5.3899 g/cm3 which is comparable to the value of the 16 h annealed sample. Hence,

Figure 5. Capacitance-applied voltage characteristics of the ceramics annealed at various times.
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Figure 6. Relative tunability and density as a function of annealing time of the samples.

the improvement in densification is not an important reason for the improvements of the
electrical properties.

It was reported that adding of B2O3 in Ba(Ti0.9Sn0.1)O3 resulted in the improvement
in dielectric constant [13]. However, the addition may case a chemical heterogeneity in the
samples since Ba(Ti0.9Sn0.1)O3 has a complex structure, comparing to BaTiO3 (a prototypic
ferroelectric material). Therefore, it is believed that the decreasing of chemical heterogene-
ity in the samples after annealing may be a main reason for the improvements in many
electrical properties for the present work.

Figure 7. Dependence of the polarization versus electric field (P-E) loop of the samples.
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Figure 8. Variation of remanent polarization, Pr and coercive field, Ec of ceramics annealed at
various times.

Conclusions

The ceramics of Ba(Ti0.9Sn0.1)O3 doped with 1 wt.% of B2O3 were fabricated by a solid-
state method. The ceramics were annealed for various times. The improvements of many
electrical properties such as dielectric constant, tunability, and ferroelectric were observed.
It is proposed that the improvements can be related to the decrease of chemical heterogeneity
in the samples after annealing. This method may be an effective method for improving the
electrical properties of other lead free ceramics.
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4Department of Physics, University of Warwick, Coventry CV4 7AL, UK

Glasses have been formed from PbO-Bi3O2-GeO2 system by conventional melt-
quenching method. The glasses were melted in Pt crucible in an air atmosphere.
The resulting glass pieces were subjected to the heat treatment schedule at various
crystallization temperatures. The glass and glass-ceramics samples were then investi-
gated by XRD and SEM spectroscopy. The dielectric and ferroelectric properties were
also measured. Moreover, DTA analysis has been used to examine the crystallization
temperatures of glasses. The controlled heat treatment process has been applied to
the crystallization temperatures and glass-ceramic samples were obtained. The XRD
showed that the crystals of ferroelectric phase, hexagonal Pb3Bi2(GeO4)3;PBG, were
precipitated in the glass matrix and this is the dominant phase in the region of 34.50
mol% PbO : 11.49 mol% Bi2O3 : 54.01 mol% GeO2 on the heat treatment temperature
at 527◦C. The dielectric constant (εr) and P-E loop of Pb3Bi2(GeO4)3 glass-ceramic
confirmed that this material may have high possibility to be ferroelectric at room temper-
ature with coercive field (Ec) of 30.9 kV/cm. However, the remanent polarization (Pr) =
1.36 μC/cm2 is rather small, therefore it is quite difficult to confirm that the P-E loop is
the feature of truly ferroelectric, it may represent a lossy capacitor behavior.

Keywords Pb3Bi2(GeO4)3; Dielectric properties; Ferroelectric hysteresis loop; Glass-
ceramics

Introduction

Ferroelectric materials are used world-wide in many applications of electronic devices as a
result of their specific properties, such as their large piezoelectric values, particularly near

Received June 20, 2010; in final form July 9, 2010.
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the transition temperature, which make them usable as transducers. The first Multilayer
Ceramic Capacitors (MLC) were made from polycrystalline BaTiO3 (Barium Titanate),
which has become the basic ceramic dielectric capacitor in various forms made by sintering
routes [1, 2].

However, some researchers have attempted to make transparent ceramics with ferro-
electrical properties for which such a sintering method is not appropriate. Therefore, the
glass-ceramic method is of interest. Glass- ceramics have several advantages, particularly
the fact that they are made from a pore free precursor glass and have good thermal,
mechanical and electrical properties. It can be seen that glass-ceramics have a unique
combination of properties. As a result of this, they are able to replace the traditional
materials in applications where the requirements of better cost and improved performance
are needed.

Recently, many researchers have been interested in the glass-ceramic method and have
attempted to open up entirely new fields. Unfortunately a number of applications still wait
for industrial exploitation [3]. One of the interesting phase is Pb3Bi2(GeO4)3:PBG which
was first reported by Otto and Lierheim [4]. They found that the crystal may be ferroelectric
because the cations of Pb2+ and Bi3+ have asymmetric coordination which can possess the
electric dipole moment in the molecule. Moreover, the composition of this phase already
contains a good glass former of GeO2 which should ease the preparation of the PBG based
glass from the stoichiometric composition 3PbO.Bi2O3.3GeO2.

This project is aimed at investigating the electrical properties of glass-ceramics formed
from the lead bismuth germanate system at various heat treatment temperatures. The glass-
ceramic method has been used to prepare the sample and devitrification of the glass is being
studied by X-ray powder diffraction analysis. The thermal behavior has been examined
using differential thermal analysis (DTA). SEM analysis is used to confirm the crystallinity
information from XRD of the heat treated samples. Measurement of ferroelectric property
of the glass and crystalline samples has commenced.

Experimental

Materials Preparation

The PbO-Bi3O2-GeO2 glasses (34.50 mol% PbO : 11.49 mol% Bi2O3 : 54.01 mol% GeO2)
were melted in a Pt crucible at 1000◦C placed in an electric furnace at air atmosphere
for 15 mines using reagents of red lead (Pb3O4), bismuth oxynitrate (BiONO3.H2O), and
99.999%germanium dioxide (GeO2). They were quenched between stainless steel plates
at room temperature. The thermal properties of selected samples were investigated using
differential thermal analysis (DTA) with a stanton redcroft DTA model 673-4, employing
a heating rate of 10◦C min−1 and with quartz as the reference. The resulting glasses were
subjected to heat treatment schedules for crystallization at temperature ranging between
500–608◦C with heating and cooling rates of 5◦C min−1 and 10◦C min−1 respectively and
with 4 h dwell at the crystallization temperature.

Materials Characterization

X-ray diffraction (XRD: Siemen D-500) experiment was used to investigate the phase
composition in the glasses and glass ceramics. Scanning electron microscope (SEM: JSM-
6335F) was used to observe the microstructures of glass-ceramic samples. The room
temperature dielectric constant (εr) and loss (tanδ) of Pb3Bi2(GeO4)3 glass ceramics were
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Glass-Ceramics Containing Ferroelectric Pb3Bi2(GeO4)3 [541]/153

Figure 1. DTA trace of PBG glass.

measured using LCZ meter (Model 4276A, Hewlett Packard) at 10, 100 and 500 kHz,
respectively. The room temperature ferroelectric properties were examined using a ferro-
electric tester (RADIANT TECHNOLOGIES INC.) at 50–90 kV/cm.

Results and Discussion

The DTA trace of the resulting glass is shown in Fig. 1. Two exothermic peaks at 527◦C
(TC1) and 608◦C (TC2) were observed. This may imply that there are two phases obtained at
the two different temperatures. The glass transition temperature: Tg is found at 408◦C while
the melting temperature (Tm) is found at 757◦C. This glass has density value of about 6.84
g/cm3. In addition, the softening temperature (TS) observed in the DTA trace is equivalent
to 488◦C while the crystallization temperature is as high as 650◦C. Therefore, it is difficult
to form a desired shape of glass-ceramic without distortion.

Glasses were subjected to the heat treatment schedules with the temperature ranging
from 500–608◦C based on the observed TC1 and TC2 from the DTA trace (Fig. 1). Density
values and XRD patterns of the resulting glass ceramics are then obtained and illustrated in
Figs. 2 and 3, respectively. From the density data, it can be clearly seen that the precipitation
of crystals in glass enhanced the overall density of the glass ceramics, especially for the
glass-ceramic sample heat treated at 527◦C. It can be noted that the glass ceramic samples
heated at 500◦C and 527◦C contained only single phase which was Pb3Bi2(GeO4)3:PBG of
JCPDS file No. 00-0341021 with hexagonal structure and residual glass in the amorphous
background. However, the crystallinity of the PBG crystals was found to enhance at higher
heat treatment temperature of 527◦C. This temperature corresponds to the peak of TC1 from
the DTA trace, implying that the exothermic peak at TC1 is attributed to the crystallization
of PBG phase.

The higher heat treatment temperature of 550◦C resulted in the precipitations of four
secondary phases, including Bi4Ge3O12, Bi2GeO5, Pb3Bi2GeO8 and PbGeO3. This may
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Figure 2. Density of PBG glass ceramics subjected to various heat treatment temperatures.

be due to the compositional fluctuation from the thermal vibration of atoms near TC2,
causing the transformation of PBG crystals to the more thermodynamic stable phase such
as Bi4Ge3O12 at high temperature. It can be clearly seen that the amount of Bi4Ge3O12

increases in the glass ceramic sample heated at the peak temperature (608◦C), and become a
major phase while that of the PBG phase decreases dramatically. This may be assumed that
the transformation from Pb3Bi2GeO8 to Bi4Ge3O12 nearly completes at the peak of TC2.

Figure 3. XRD patterns of PBG glass ceramics subjected to various heat treatment temperatures.
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Glass-Ceramics Containing Ferroelectric Pb3Bi2(GeO4)3 [543]/155

Figure 4. SEM micrographs of PBG glass ceramics subjected to various heat treatment temperatures:
(a) 500◦C, (b) 527◦C, (c) 550◦C and (d) 608◦C.

However, small amount of other phases, such as Pb3Bi2GeO8 and PbGeO3 still remains
in the glass ceramic heated at 608◦C, while that of Bi2GeO5 disappears. This is probably
explained that the Bi2GeO5 phase is a metastable form at 550◦C and could not be retained
at higher temperature. This particular phase was reported elsewhere [5, 6] as a metastable
phase among other bismuth germanate compounds in the Bi2O3-GeO2 binary system.

The cross sections of the PBG glass ceramics at various heat treatment temperatures
were clearly revealed in the corresponding SEM micrographs as shown in Fig. 4. The
surface crystallization of the single PBG phase was observed in both glass ceramic samples
heat treated at 500◦C and 527◦C, while the higher amount of residual glass was found
in the lower temperature sample than that found in the higher temperature one. This is
consistent with the density data and XRD result where the sample heated at 527◦C has
higher density value and better crystallinity than that heated at 500◦C. The glass ceramic
samples heated at higher temperature of 550◦C and 608◦C, contained high porosity and
non-uniform crystals within the glass matrix. This explains the drop of density values of
the related samples. The brightest phase may be attributed to the Bi4Ge3O12 phase as its
amount was found to increase when the temperature increased from 550◦C to 608◦C. More
careful study such as high resolution energy dispersive analysis (EDS) will be needed in
order to confirm this hypothesis. However, no evidences of other secondary phases was
observed in the corresponding SEM micrograph due to a small amount of those phases
existed in the glass ceramics.

The dielectric properties in terms of dielectric constant (εr) and dielectric loss (tanδ) of
all glass ceramic samples are illustrated in Fig. 5 and the dielectric values were compared
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Figure 5. Dielectric constant (εr) and dielectric loss (tanδ) at various frequencies ranging from 1–100
kHz of the PBG glass ceramics.

with their densities in Table 1. It is found that the maximum dielectric constant with low
dielectric loss was achieved from the glass ceramic sample heated at the peak of TC1

(527◦C), implying that this PGB phase has high potential to be ferroelectric. In order to
prove that hypothesis, the polarization-electric field (P-E) hysteresis loop at 5 kV/cm of
this sample was measured and the result is shown in Fig. 6. The result shows a rather lossy

Figure 6. P-E loop of the PBG glass cramic subjected to heat treatment at 527◦C.
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Table 1
Density and dielectric properties of PBG glass ceramics

Heat treatment temperature (◦C) Density (g/cm3) εr (Troom/1 kHz) tan δ

PBG glass 6.71 35.12 0.0537
500 7.05 42.21 0.0614
527 7.21 76.63 0.0389
550 6.82 30.57 0.0394
608 6.76 25.48 0.0384

capacitor behavior, which is difficult to confirm the ferroelectric property of this PGB phase.
However, this may be due to the small amount of the PGB phase present in the bulk sample
used for the ferroelectric measurement as this glass ceramic contains thePGB crystals
mostly in the surface area. It may be possible that during electrode preparation, the PGB
crystals on the surface might be polished away, leading to the decrease in ferroelectricity
of the measured glass ceramic bulk. Thus, to prove the ferroelectric property of this PGB
phase, single crystal sample may be needed. The further study in distributing the crystals
homogenously throughout the bulk glass matrix may be of particular interest.

Conclusions

Glass-ceramics embedded with Pb3Bi2(GeO4)3:PBG crystals were successfully fabricated
by the glass ceramic method. Heat treatment temperature played an important role in
controlling both amount and type of the crystals precipitated in the bulk glass ceramics.
Surface crystallization of the PBG crystals gave the difficulty in preparing the bulk pieces
with homogenous distribution of the crystals throughout the bulk. This resulted in the lossy
capacitor behavior of the P-E hysteresis loop of the glass ceramic sample having even the
largest amount of PBG crystals. However, the maximum dielectric constant of this sample
may imply that this PBG phase may have high potential to be ferroelectric, but further study
is needed to confirm this hypothesis.
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To study the effect of thermal annealing on the electrical properties of lead-free Bi2GeO5

ferroelectric glass ceramics, the glass ceramics with composition of Bi2GeO5 were
prepared by the conventional melt-quenching and heat-treatment methods subsequently.
Glass ceramics of Bi2GeO5 was produced by subjecting the glasses from BiO1.5-GeO2-
BO1.5 system to the heat treatment schedule at 475◦C for 18 h. After that, the resulting
samples were separately annealed at 275 and 375◦C for 4, 8, 12 and 18 h, respectively.
The important properties of the annealed Bi2GeO5 glass ceramics such as physical
properties, phase formation and electrical properties were then investigated. It was
found that the annealing treatment played an important role on electrical properties
of these glass ceramics. The XRD patterns confirm the secondary phase of Bi4Ge3O12

co-existed with Bi2GeO5 which increased at higher annealing temperature and time.
This caused a change in density and related electrical properties of the Bi2GeO5 glass
ceramics. Both annealing temperature of 275 and 375◦C with various times can improve
dielectric properties and ferroelectric behavior of the resulting Bi2GeO5 glass ceramics
when comparing with that of un-annealed sample. The optimum annealing temperature
and time for the improvement of dielectric properties of Bi2GeO5 glass ceramics was
found at 375◦C/12 h, where the maximum values of the dielectric constant (εr) of 246 and
low dielectric loss (tanδ) of 0.024 were obtained. Moreover, the ferroelectric property
of all annealed glass ceramics exhibited the slim P-E loop and Pr values which slightly
increased with increasing annealing temperature and time. However, the P-E loops are
not the feature of truly ferroelectric, it may be represent a lossy capacitor behavior.

Keywords Bismuth germanate; lead-free glass ceramics; ferroelectric property and
thermal annealing
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Introduction

Nowadays, ferroelectric glass ceramics, having properties between glass and crystal, have
shown great potential in electroceramic design, preparation and application. Their lower
temperature preparation and more homogeneous mixing of the ferroelectric and glass phases
make them useful in low temperature co-fired ceramics (LTCC) and conventional dielectric
ceramic devices [1]. Thus many new glass ceramic compositions are intensively studied
and developed.

Bismuth germanate glass ceramics, especially Bi2GeO5 phase, is of particular interest
because of its good electrical properties and it is also an environment friendly material
[2–6]. Moreover, the Bi2GeO5 phase having a high probability of being ferroelectric as it
exhibits a slim hysteresis loop with low remnant polarization as reported by K.Pengpat and
D. Holland [7, 8]. Recently, the Bi2GeO5 glass ceramics with larger dielectric constant and
lower dielectric loss were observed when crystallinity of the glass ceramics enhanced as
reported by previous works [9, 10]. However, comparing with many ferroelectric materials,
the electrical properties of these materials were still low.

In the order to improve the electrical properties of Bi2GeO5 glass ceramics, thermal
annealing was used as many reports confirmed that the annealing method could enhance
electrical properties in various perovskite type ceramics [11]. Therefore, the influence
of thermal annealing parameters, including annealing temperature and time on physical
and electrical properties of Bi2GeO5 glass ceramics have been investigated, reported and
discussed in this work.

Experimental Procedure

The ternary glass with composition of 60 mol% BiO1.5: 20 mol% GeO2: 20 mol% BO1.5

was used to prepare Bi2GeO5 glass ceramics following our previous work [9]. The starting

Figure 1. Density of the Bi2GeO5 glass ceramics annealed at 275 and 375◦C with various dwell-
times.
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160/[548] P. Kantha et al.

Figure 2. XRD patterns of all Bi2GeO5 glass ceramics annealed at (a) 275◦C and (b) 375◦C with
various dwell-times.

materials of bismuth oxynitrate (BiONO3.H2O), puratonic germanium dioxide (GeO2) and
boric oxide (B2O3) were appropriate combined and conventional melted in a Pt crucible at
1075◦C in an air atmosphere, using an electric furnace. The melts were held at the melting
temperature for 15 min and then were quenched between stainless steel plates at room
temperature. After that, the resulting glasses were subjected to heat treatment schedule in
order to form Bi2GeO5 phase at 475◦C for 18 h using heating and cooling rate of 5 and
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Lead-Free Bi2GeO5 Ferroelectric Glass Ceramics [549]/161

Figure 3. The average crystallite size of the Bi2GeO5 glass ceramics annealed at 275 and 375◦C at
various dwell-times.

10◦C/min, respectively. The Bi2GeO5 glass ceramics were subsequently thermal annealed
at 275 and 375◦C in an electric furnace under controlled heating and cooling rate of 5◦C/min
with dwell time for 4, 8, 12 and 18 h.

The bulk density and phase formation of annealed glass ceramic samples were inves-
tigated by Archimedes method and an X-ray diffractometer (XRD), respectively. From the
broadening of X-ray diffraction peaks of Bi2GeO5 phase, the full width at half maximum

Figure 4. The dielectric constant (εr) and dielectric loss (tanδ) at room temperature of Bi2GeO5 glass
ceramics at various annealing times.
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Figure 5. Temperature dependence of the dielectric constant (εr) of Bi2GeO5 glass ceramics annealed
at (a) 275 and (b) 375◦C.

(FWHM) values of each intense diffraction peaks of (311), (621) and (332) planes were
measured by using computational analysis based on a Gaussian fit and the average crys-
tallite sizes (diameter, d) were calculated by conventional procedure using the Scherrer’s
formula d = 0.9λ/β cos θ where λ is the wavelength of X-ray radiation (Cu Kα = 1.5406Å),
β is the FWHM values of the peak at 2θ [12]. For measurement of electrical properties, the
two circular surfaces of the annealed glass ceramics were polished and coated with silver
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Figure 6. Hysteresis loops at room temperature of un-annealed and annealed Bi2GeO5 glass ceramics.
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Figure 7. Room temperature (a) remnent polarization (Pr) and (b) coercive filed (Ec) at various
annealing parameters.

paste as electrodes for electrical contact. The room temperature dielectric constant (εr) and
dielectric loss (tanδ) at 1 kHz of annealed Bi2GeO5 glass ceramics were measured using
LCZ meter. Temperature dependence of dielectric constant of these samples was observed
by using LCR meter at 1 kHz. Finally, the ferroelectric hysteresis loops were measured by
using a ferroelectric tester at room temperature.
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Results and Discussion

In order to clarify the effect of thermal annealing parameter on the densification of Bi2GeO5

glass ceramics, the un-annealed and annealed Bi2GeO5 glass ceramic samples were
measured by the Archimedes technique, using distilled water as the liquid medium and
their density data were illustrated in Fig. 1. It can be clearly seen that the higher annealing
temperature is, the lower density values are observed. Moreover, the density values of these
glass ceramics were found to increase from ∼7.72 to ∼8.16 and ∼7.92 g/cm3 for the glass
ceramic samples annealed at 275 and 375◦C for 8 h, respectively when compared with the
un-annealed sample. However, when the annealing time was higher than 8 hours, the den-
sities of the annealed glass ceramic samples were dropped with increasing annealing time.
This may be probably due to the formation of extra network consisting of tetrahedra and
octrahedra germanium coordinated by oxygens [13], leading to the increasing of oxygen
vacancies in these glass ceramics.

Phase formation study of the Bi2GeO5 glass ceramics annealed at various temperatures
and dwell-times was carried out by XRD and their diffraction peaks are illustrated in
Fig. 2. For the un-annealed glass ceramic sample, the only orthorhombic Bi2GeO5 phase
was observed (JCPDS file no. 036-0289) in the XRD pattern while the major phase of
orthorhombic Bi2GeO5 and the secondary phase of cubic Bi4Ge3O12 (JCPDS file no. 034-
0416) were found to exist in both XRD patterns of the annealed glass ceramics at 275
and 375◦C. Moreover, the amount of Bi4Ge3O12 started to increase with longer dwell-
time. Considering the theoretical density of the pure orthorhombic Bi2GeO5 phase and
cubic Bi4Ge3O12 phase from the JCPDS data, it was found that the orthorhombic Bi2GeO5

phase has higher values (∼8.14 g/cm3) than that of cubic Bi4Ge3O12 phase (∼7.11 g/cm3).
Therefore, it clearly confirms the decrease in density values of the annealed Bi2GeO5

glass ceramics at higher annealing temperature and dwell-time as mentioned above. The
broadening of X-ray diffraction peaks can lead to the average crystallites size embedded in
the glass ceramics. The crystallite size of the Bi2GeO5 phase of each annealing condition
was estimated using the Scherrer’s equation [12]. The FWHM (full width at half maximum)
values of the observed X-ray peaks of (311), (621) and (332) planes were measured by
using computational analysis based on a Gaussian fit. After that, the Scherrer’s equation
was used to calculate the average crystallite size of Bi2GeO5 crystals in all annealed glass
ceramics and plotted versus annealing time as shown in Fig. 3. It can be clearly seen that
the crystallite size increases gradually with increasing annealing time in both glass ceramic
samples annealed at 275 and 375◦C. Furthermore, the overall crystallite size of the Bi2GeO5

crystals in the glass ceramic samples annealed at 375◦C is higher than that of annealed at
275◦C. This implies that the annealing conditions in both temperature and time affected the
growth of Bi2GeO5 crystals in the glass ceramics. This difference in the average crystallite
size after annealing may play a more important role in the variation of εr values and the
appearance of ferroelectric behavior [14].

The experimental on dielectric measurements at room temperature of Bi2GeO5 glass
ceramics with various annealing temperatures and annealing dwell-times are graphically
present in Fig. 4. It can be clearly seen that the dielectric constant (εr) values at room
temperature of Bi2GeO5 glass ceramics annealed at 375◦C are higher than that of Bi2GeO5

glass ceramics annealed at 275◦C and then the values of dielectric constant dramatically
increases with increasing annealing dwell-time. This result has a good consistency with
the result of the average crystallite size of the Bi2GeO5 phase as described before. The
maximum dielectric constant values of the annealed Bi2GeO5 glass ceramics were found of
about 200 at 18 hours and 246 at 12 hours for the annealing temperature of 275 and 375◦C,
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respectively. The considerable increase in εr values of the annealed samples may not be
only due to the densification of the samples, but also the re-orientation of Bi2GeO5 crystals
distributed homogeneously within the bulk glass matrix and the increase of the average
crystallite size of the Bi2GeO5 crystals at higher annealing (375◦C). Moreover, the presence
of cubic Bi4Ge3O12 phase coexisting in the bulk glass ceramics as confirmed by XRD results
may play a more important role in controlling the εr values of the glass ceramics. On the
other hand, the larger dielectric loss (tanδ) was observed at higher annealing temperature
and found to increase gradually up to the annealing time of 12 hours, above which it
decreases with increasing annealing time. This can be related to the density which found to
decrease, indicating higher amount of Bi4Ge3O12 existing in the bulk glass ceramics, when
the annealing dwell-time was higher.

Figure 5 shows the temperature dependence of the dielectric constant (εr) of the
annealed Bi2GeO5 glass ceramics with fixed frequencies at 1 KHz. The overall dielectric
constant values of all annealed samples were found to increase with increasing measurement
temperature. For the room temperature up to 250◦C, the dielectric constant values slightly
increased while they rapidly increase at higher temperature. However, the phase transition
temperature of all annealed Bi2GeO5 glass ceramics were not found due to the Bi2GeO5

single phase has a higher phase transition temperature of more than 527◦C [7], as the
measurement was limited by the limitation of the equipment.

In order to study the ferroelectric properties of all annealed Bi2GeO5 glass ceramics,
the measurements of polarization hysteresis were performed at room temperature using
a Sawyer-Tower circuit. The plots of the polarization versus electric field (P-E) loops at
room temperature of all annealed samples in Fig. 6 display the slim loop with low remnant
polarization (Pr). Moreover, it can be clearly indicated that annealing parameters in both
temperature and dwell-time have improved the ferroelectric properties of Bi2GeO5 glass
ceramics as can be seen in Fig. 7. The results represent the increases of remnant polarization
(Pr) and coercive field (Ec) in P-E loop with increasing annealing temperature and dwell-
time. However, the P-E loops of all annealed Bi2GeO5 glass ceramics are not the feature
of truly ferroelectric, it may be represent a lossy capacitor behavior which caused by the
effect of low dielectric constant of residual glass matrix.

Conclusions

To study the effect of thermal annealing parameters on the properties of Bi2GeO5 glass ce-
ramics, the samples have been prepared by conventional quenching, heat treatment method
at 475◦C for 18 h and then subsequently annealed at various temperatures and dwell-times.
It was found that the thermal annealing promotes the phase formation of the Bi2GeO5 phase,
leading to the alteration in their density and electrical properties. The dielectric constant of
these glass ceramics were greatly improved while dielectric loss degraded with increasing
thermal annealing parameters. The best dielectric properties at room temperature were
found at 375◦C/12 h, exhibiting the maximum values of the dielectric constant (εr) of 246
and low dielectric loss (tanδ) of 0.024. Finally, the P-E loops of annealed Bi2GeO5 glass
ceramic were obtained. The Pr values were found to improve with increasing annealing
temperature and dwell-time, but the P-E loop may not represent the truly hysteresis loop as
it is more to be a lossy capacitor.
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In this research, the fabrication of glass ceramics containing ferroelectric KNN crystals
has been carried out in aluminosilicate glass system by using conventional mixed oxide
technique in alumina crucible. Alumina was chosen to increase mechanical robust and
the stability of KNN glass ceramic in ratio 0, 5, 10 and 15 mol%. The received glass
ceramics were all transparent. The glasses were subjected to heat treatment processes
at the temperature between 600 and 700◦C in order to form the glass ceramics with de-
sired crystal phases. X-ray diffraction (XRD) and scanning electron microscopy (SEM)
techniques were used for phase identification and microstructural studies, respectively.
The bulk crystallization of KAlSiO2 phase was observed in the glass ceramics with heat
treatment temperatures from 600 – 675 oC while KNN phase started to appear at higher
temperature of 700◦C. The glass ceramic containing 23.75 mol% SiO2 possesses the
optimum values of dielectric constant (εr): ∼260 and low dielectric loss (tanδ): ∼0.02
at 10 kHz in room temperature.

Introduction

Ferroelectric glass ceramics have long been studied as alternative ferroelectric materials for
decades, because the combination of electric property of ferroelectric crystals and trans-
parency of glass matrices. This combined property makes them useful in many applications
especially electronic parts, such as electro—optical, microwave and pyroelectric devices.
The varieties of ferroelectric crystals: for examples, BaTiO3, PbTiO3, LaTiO3, Pb(Zr,Ti)O3,
(Sr, Ba)Nb2O6, LiNbO3, KNbO3, NaNbO3 and BiGeO5 [1–11], were introduced to merge
into many of glass systems. Among them, Nb2O5 based ferroelectric crystals are of partic-
ular interest, because of their good nonlinear photonic properties [11].
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Figure 1. Ternary diagram showing 4 glasses from KNN–SiO2-Al2O3 system and the table of
chemical compositions.

Potassium sodium niobate (K0.5Na0.5)NbO3 : KNN solid solution has been recently
subjected to intensive investigation as a promising lead-free ferroelectric [12]. Because
of the increased environmental awareness, lead-free materials have become the most at-
tractive material for electrical utilities, which promises environmental friendly products.
This brought out the original idea of combining the KNN crystals in some selected glass
systems.

In this research, the fabrication of glass ceramics containing ferroelectric KNN crystals
has been carried out in aluminosilicate glass system by using glass ceramic method in alu-
mina crucible. Alumina ratio of 0, 5, 10 and 15 mol% were added in to the (K0.5Na0.5)NbO3-
SiO2-Al2O3 system. Heat treatment process was used for controlled crystallization in tem-
perature range of 600–700◦C for 4 h. The crystallization in the resulting glass ceramics
was studied by XRD and SEM. Dielectric property of the glass ceramics was studied and
reported.

Experimental Procedure

KNN based glass ceramics were prepared by conventional melt quenching technique. The
oxide powders of K2CO3, Na2CO3, Nb2O5, SiO2 and Al2O3 were mixed according to
the glass formula as shown in Fig. 1 in an alumina crucible. Then, the prepared mixtures
were melted in an electric furnace at 1300◦C for 1 h with heating rate of 10◦C min−1.
The melts were then quenched between the stainless steel plates at room temperature.
The resulting glasses were subjected to the heat treatment schedule between 600–700◦C
for crystallization. Density values of the prepared glass and glass ceramic samples were
measured using Archimedes’ method. The X-Ray Diffraction (XRD) and Scanning Electron
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Figure 2. Variation in density of quenched glasses C1–C4.

Microscopy (SEM) techniques were used to investigate the phase formation and to observe
the microstructure of the glass ceramic samples, respectively. Two parallel surfaces of
the glass ceramics were polished and coated with silver paste as electrodes for electrical
contact. The room temperature dielectric constant (εr) and dielectric loss (tanδ) of the
prepared glass ceramics were measured at various frequencies from 10 to 1 MHz using an
LCZ meter (HP4276 A).

Results and Discussion

The resulting glasses prepared from (K0.5Na0.5)NbO3-SiO2-Al2O3 system with various
contents of alumina ranging from 0, 5, 10 and 15 mol% were transparent and mechanically
robust. All glasses were subjected to the heat treatment schedules at the temperature ranging
between 600–700◦C for 4 h. The transparent property of the glass ceramics depended very
much on the heat treatment temperature. It was found that the transmission of light tended
to decrease with increasing temperature. The highest heat treatment temperature of 700◦C
resulted in the opaque samples in all conditions.

Figure 2 shows the variation in density with alumina content of the quenched glasses
and Fig. 3 illustrates the density values versus heat treatment temperature of all conditions.
It can be clearly seen that the density values of all heat treatment samples are higher
than that of the quenched glasses and the amount of added alumina has insignificantly
affected the density of the quenched samples. In Fig. 3, it is seen that the density tend
to increase linearly with increasing heat treatment temperature in all conditions (C1–C4).
The maximum values of density were found in the glass ceramic samples subjected to heat
treatment at 700◦C.

Figure 4 shows the example of XRD result of the glass ceramic samples with the
amount of alumina equal to 10 mol% (C2), after subjected to the heat treatment at various
temperatures. The XRD results of other conditions: C1, C3 and C4, were found to exhibit
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Figure 3. Density of glass ceramic samples subjected to heat treatment at various temperatures.

similar trends to that of the C2 condition. It can be found from the XRD result that
the glass ceramic samples subjected to the heat treatment between 600–675◦C contained
only one potassium alumino silicate phase (KAlSiO2). Moreover, the crystallinity of this
KAlSiO2 phase increases with increasing heat treatment temperature as the intensity of
the corresponding diffraction peak increases. The possible explanation is that at higher

Figure 4. XRD patterns of glass ceramic sample with 5 mol% alumina (C2) subjected to heat
treatment at various temperatures.
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Figure 5. SEM micrographs of the glass ceramic samples subjected to heat treatment at various
temperatures.

temperature the growth rate is high which enhanced the growth of KAlSiO2 crystals in the
glass matrices. However, the proper thermal analysis such as differential thermal analysis
(DTA) is needed in order to clarify this point. Additionally, the glass ceramic samples of all
conditions which subjected to the heat treatment at 700◦C contained the perovskite sodium
potassium niobate ((K,Na)NbO3: KNN) phase. This explains the maximum density value
of all samples heated at this temperature as the KNN crystal has higher theoretical density
than that of KAlSiO2.

The effects of glass composition and heat treatment temperature on the characteristic
of crystallization in the glass ceramics were investigated by SEM and the results are shown
in Fig. 5. The bulk crystallization were started to appear in the glass ceramic samples heated
at 600 oC and higher in all conditions, confirming the existence of the KAlSiO2 crystals
embedded in these glass ceramics. The crystals become more rectangular in shape with
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Figure 6. Dielectric constant (εr) and dielectric loss (tanδ) of C2 glass ceramic samples subjected to
heat treatment at various temperatures.

higher heat treatment temperature of 650 oC. In all conditions, the glass ceramic samples
heated at 700◦C contained the noticeable nano crystals of less than 100 nm dispersed
homogeneously throughout the glass matrix. This may be resulted from the phase separation
of high-niobate phase regions at high temperature. This phase separation was more stable
during 4 h period of heating time and become crystals during crystallization process when
the samples were cooled to room temperature. This is consistent with the work done by
Petrovskii et al. [13] who studied the phase separation and crystallization in glasses of the
Na2O-K2O-Nb2O5-SiO2 system. They reported the crystallization in high niobate phase
regions resulted in the formation of the microinhomogeneous structure in their electron
micrographs of the sample heated at 700◦C for 1 h. In our work, considering the XRD
results and SEM micrographs of the samples heated at 700◦C, it may be assumed that the
nano crystals observed in the glass ceramics could be identified as the KNN phase.

Dielectric constant (εr) and dielectric loss (tanδ) at various frequencies of C2 glass
ceramic samples subjected to heat treatment at various temperatures are shown in Fig.
6 and the inset of Fig. 6, respectively. These C2 glass ceramics of all conditions were
chosen to represent the optimum dielectric properties found in this work. It can be clearly
revealed that the maximum dielectric constant was obtained from the glass ceramics heated
at 700◦C. This result confirmed the existence of perovskite KNN phase in these glass
ceramics. The overall dielectric loss values are pretty low and lied between 0.01–0.05
depending on frequency. The maximum values of dielectric constant (εr): ∼260 and low
dielectric loss (tanδ): ∼0.02 at 10 kHz in room temperature, make this KNN glass ceramics
a good candidate among other ferroelectric glass ceramics, such as LiNbO3 and BaTiO3.

Conclusions

Glass ceramics embedded with KNN nano crystals were successfully fabricated from the
(K0.5Na0.5)NbO3-SiO2-Al2O3 glass system with a wide range of Al2O3 concentrations from

D
ow

nl
oa

de
d 

by
 [C

hi
an

g 
M

ai
 U

ni
ve

rs
ity

] a
t 2

2:
41

 2
5 

Ju
ne

 2
01

2 



150/[538] P. Yongsiri et al.

0–15 mol%. However, the crystals of KAlSiO2 phase were found to co-precipitate along
with the KNN phase in the sample heated at 700◦C. Further study should be done in order
to fabricate the glass ceramic containing only perovskite KNN phase. This may be done
either by careful control of heat treatment method or by changing based glass composition.
The optimum values of dielectric property in this work, promise the bright future of this
KNN glass ceramic in electro-optical applications.
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The structural and dielectric properties of (1-x)BaZr0.9Ti0.1O3 (BZT) – xBaFe0.5Nb0.5O3

(BFN) ceramics system were investigated as a function of the BaFe0.5Nb0.5O3 content by
X-ray diffraction (XRD) and dielectric measurement technique. Studies were performed
on the samples prepared by solid state reaction for x = 0.2, 0.4, 0.6 and 0.8. Maxi-
mum density of the ceramic was obtained at 1450◦C for every mixing conditions. The
evolution of the tetragonal phase, indicating phase transition from cubic to tetragonal
with increasing with BFN ratio. Lattice parameters were found to decrease with the
BFN content. The dielectric properties of (1-x)BZT – xBFN ceramics were studied. It
was found that the dielectric constant and broadness of their peak of these ceramics
increased with increasing BFN contents, with the dielectric loss measured at 1 kHz
was shown lower than 2.00 at working temperature ranging from room temperature to
400◦C.

Keywords Lead free piezoelectric; dielectric properties; phase evolution

Introduction

The studies of lead based ferroelectrics with A(B′
1-xB′′

x)O3—type perovskite have at-
tracted much attention because of their excellent dielectric and electromechanical prop-
erties. However lead-free compositions in these families will be more interested due to
obvious environmental concern in the future [1–4]. BaTiO3 is the most widely used fer-
roelectric materials. It is the most important material for multilayer ceramic dielectric
[5]. However, the dielectric constant of BT is rather low (1700) at room temperature [6,
7]. Many researchers have added some ions such as Fe, Ti, Zr, Nb and Mn to increase
the dielectric constant and decrease the Curie temperature of the material. Substitution of
Ti4+ with Zr4+ exhibits several interesting features in the dielectric behavior of BaTiO3

ceramics. Zr/Ti ratio is important in BZT system and a 0.9/0.1 ratio is known to have
good bulk properties [8, 9]. Recently, high dielectric constant (εr) has been reported for
ternary perovskite BaFe0.5Nb0.5O3 (BFN) of certain compositions. For instance, several
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Figure 1. Shows the effect of sintering on the density of ceramics.

researchers, such as Yokosuka [10], Tezuka et al. [11], Raevskite et al. [12], Saha and
Sinha [13, 14], have reported that the BFN-based electroceramics exhibit a relaxor be-
havior by showing very attractive dielectric and electrical properties over a wide range of
temperatures.

However, the evident effect of the BFN on the BZT ceramics prepared via solid state
reaction, the phase evolution and behavior of electrical properties of dense ceramic bodies
of materials obtained by the solid state reaction are not clearly understood. Therefore, in this
work we decided to prepare (1-x)BZT – x BFN (x = 0.2 to 0.8) ceramics. Phase evolution
microstructure and dielectric properties were studied extensively.

Figure 2. X-ray patterns of ceramic at maximize bulk density condition.
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Barium Iron Niobate Ceramics [391]/3

Figure 3. Lattices parameter of (1-x)BZT – xBFN system.

Experimental

The BZT–BFN ceramics used in this study are prepared powders with a conventional
mixed-oxide method. The (1-x)BaZr0.9Ti0.1O3 – xBaFe0.5Nb0.5O3 ((1-x)BZT - xBFN)
powders were first prepared by mixing the starting materials BaCO3(>99%), ZrO2(>99%),

Figure 4. SEM micrograph of (1-x)BZT – xBFN system sintered at 1450◦C.
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Figure 5. Hysteresis Loop of (1-x)BZT – xBFN system.

TiO2(>99%), Fe2O3 (99.9%) and Nb2O5 (99.9%) powders in the desired mole ratio, (x =
0.2, 0.4, 0.6 and 0.8). These powders were ball-milled for 24 h in polyethylene container
with zirconia balls. Ethanol was used as a milling medium. After drying at 120◦C, the
mixed powders were then calcined at 1200◦C for 2 h with heating and cooling rate of
5◦C/min. Subsequently, the calcined samples were pressed into disc shape and sintered
at various temperatures ranging from 1350 to 1450◦C depending upon the compositions.
The samples were heated for 2 h with constant heating and cooling rates of 5◦C/min. The
physical characteristics of the ceramics were then determined with the following proce-
dures. The densities of the sintered ceramics were measured by Archimedes method. The
phase formations of the calcined powders and sintered specimens were studied by an X-ray
diffractometer (Philips model X-pert) at 40kV and 30 mA in the 2θ range from 20 to 60
degrees with step scan of 0.01◦. The microstructure was examined by the scanning electron
microscopy (Jeol SEM model 6335F).

For electrical properties characterizations, the sintered samples were grinded to obtain
parallel faces, and the faces were then coated with silver paste as electrodes. The samples
were heat-treated at 750◦C for 12 min to ensure the contact between the electrodes and the
ceramic surfaces. The dielectric constant and loss tangent of the sintered ceramics were
measured as a function of temperature at 1 KHz with an automated dielectric measurement
system. The capacitance and the dielectric loss tangent were determined over the temper-
ature range of 30 and 450◦C at the frequency 1 KHz. The polarization vs. electric field
hysteresis loop was measured using a Sawyer-Tower circuit at temperatures between room
temperature and 220◦C.

Result and Discussion

Fig. 1 shows the relationship of density against temperature of the ceramic sample in (1-
x)BZT – xBFN system x = 0.2, 0.4, 0.6 and 0.8. These results showed that the optimum
density depended on sintering temperature. Maximum density of (1-x)BZT – xBFN was
found at 1450◦C for x = 0.2, 0.4 and 0.6, at 1400◦C for x = 0.8. These are 6.24, 6.12,
6.11 and 5.88 g/cm3 for for x = 0.2, 0.4, 0.6 and 0.8 respectively, comparable to the
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Figure 6. The relationship between dielectric properties and temperature.

theoretical value of BZT 6.06 g/cm3 and BFN is 6.51 g/cm3. In the same way, phase
evolution of (1-x)BZT – xBFN ceramics of each sintered temperature was investigated by
XRD techniques. Figure 2 shows the X-ray diffractograms of the highest density ceramics.
The results indicated that change of crystal structure occurred as a function of BZT-BFN
compositions. Mixed tetragonal and cubic phases began to occur at x = 0.8 and completely
transforms to paraelectric cubic phase when x ≤ 0.2, as can be seen the merging of (002)
and (200) peaks. Neither BFN nor other impurities were detected. The lattice parameters of
the two co-existing phases in the ceramics were calculated by the refinement method. The
cell parameters and tetragonality (c/a) obtained for each BZT-BFN composition is given in
Fig. 3. The result of the cell refinement showed that the (1-x)BZT – xBFN system having
BFN content in the range x = 0.2 has single phase cubic symmetry, with cell parameters
dependent on the BFN content. The value of the c/a parameter decreased from 1.00173
to 1.0000 when the BFN content decreased from x = 0.2 to 0.8. At higher x values the
parameter (a) of the cubic PZT-BFN phase slightly decreased from 4.052 – 4.031 Å. These
values are comparable to that in the Inorganic Crystal Structure database ICSD No. 43622
(a = 4.045).

D
ow

nl
oa

de
d 

by
 [C

hi
an

g 
M

ai
 U

ni
ve

rs
ity

] a
t 2

2:
39

 2
5 

Ju
ne

 2
01

2 



6/[394] U. Intatha et al.

The SEM micrographs of the (1-x)BZT-xBFN ceramics were shown in Fig. 4. It can
be seen that the small addition of BFN of about x = 0.2 causes significant decrease on grain
size and reaches minimum of about 1.15 μm at x = 0.8. The hysteresis loop measurement
of the (1-x)BZT-xBFN as shown in Fig. 5. The typical ferroelectric hysteresis loop could
only be found in the samples of x = 0.8 and beyond this morphotropic phase boundary the
lossy capacitor type loops, indicating non-ferroelectric ceramic were obtained.

The relationships between dielectric properties and temperature are shown in Fig. 6. It
was clearly shown that the relative dielectric constant depends on temperature measured at
1 KHz on the ceramic sample of (1-x)BZT – xBFN system. The broadness of the dielectric
constant peak increased with increasing BFN content but with quite high dielectric losses.
Comparable to the previous study by S. Eitssayeam et. al. [15], the high dielectric constant
was found over the wide range of temperature. The dielectric constant and dielectric loss
of BFN ceramics were found to decrease for a given frequency. Furthermore, it was seen
that the role of BFN affected the dielectric properties of samples.

Conclusions

The effect of BFN on the structure and dielectric of (1-x)BZT – xBFN system was in-
vestigated for various chemical compositions. The (1-x)BZT – xBFN (when x = 0.2 to
0.8) ceramics are prepared by a mixed oxide method. Lattice parameters of the tetragonal
phase and cubic phase were found to vary with chemical composition. The evolution of the
tetragonal phase, (200)/(002) transformed to a single peak (200) which indicating cubic
symmetry, while optimum sintering temperature was standing at 1450◦C. They were iden-
tified as a single BZT phase material with a perovskite structure having the symmetry from
tetragonal to cubic when the ratio of BFN increased. The broadness of dielectric constant
peak increased while the dielectric loss was still high.
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The structural and electrical properties of (1 − x) BaTiO3 – xBaFe0.5Nb0.5O3 ceramics
system were investigated as a function of the BaFe0.5Nb0.5O3 content by X-ray diffraction
(XRD), dielectric and ferroelectric measurement techniques. Studies were performed
on the samples prepared by solid state reaction for x = 0, 0.2, 0.4 and 0.6. The
XRD analysis demonstrated that with increasing BFN content in (1−x)BT–xBFN, the
structural change occurred from the tetragonal to the cubic phase at room temperature.
Changes in the dielectric, ferroelectric and piezoelectric behavior were then related to
these structures depending on the BFN content.

Keyword: lead free piezoelectric; dielectric properties; piezoelectric properties

Introduction

Barium iron niobate (BaFe0.5Nb0.5O3: BFN) has been much scientific attention because of
its giant dielectric constant over wide range of temperature and frequency, which makes it
potentially useful for important applications in microelectronics and memory devices, as
the dielectric constant of a material ultimately decides the degree of miniaturization [1].
BFN was first synthesized via solid state reaction technique by Saha and Sinha in 2002 [2].
After that, several researchers including Yokosuka [3], Tezuka et al. [4], Raevski et al. [5],
Saha and Sinha [2, 6], Intatha et al. [7, 8] have reported that the BFN-based electroceramics
exhibit a relaxor behavior by showing very attractive dielectric and electrical properties
over a wide range of temperatures. However, its high dielectric loss still exists considerable
problems of these materials.

BaTiO3 (BT) is known as a very useful ferroelectric material, especially in capacitor
applications. BaTiO3 undergoes a series of structural phase transitions as a function of
temperature, from an ideal paraelectric cubic perovskite structure to the ferroelectrics
tetragonal (120◦C) and rhombohedral (−90◦C) structures [9]. The high dielectric constant
(on the order of 103) in BaTiO3 stems from the presence of permanent electrical dipoles
inherent to the crystal structure. However, the dielectric constant of barium titanate rises
sharply with temperature, exhibiting a peak at the Curie point (TC = 130◦C), beyond which
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it falls hyperbolically, following the Curie-Weiss law [8]. Since ferroelectric devices are to
be used over a wide temperature range, pure barium titanate cannot be utilized for practical
applications [10]. It must be modified with various additives, giving rise to solid solutions
of varying temperature characteristics, tailored to the application [10–12].

Therefore, the modified solid solution method of (1 − x)BaTiO3 (BT) – xBaFe0.5

Nb0.5O3 (BFN) system when x have been varied between 0.0 to 0.6 mole were studied in
order to develop the properties of both BFN and BT based ceramics.

Experimental Procedure

The (1−x)BT– xBFN ceramics used in this study are prepared as powders by a conventional
mixed – oxide method. The (1−x)BaTiO3–xBaFe0.5Nb0.5O3 ((1−x)BT – xBFN) powders
were prepared by mixing the starting powder materials BaCO3 (>99%), TiO2 (>99%),
Fe2O3 (99.9%) and Nb2O5 (99.9%) in the desired mole ratios, (x = 0, 0.2, 0.4 and 0.6).
These powders were ball-milled for 24 hrs in polyethylene container with zirconia balls.
Ethanol was used as a milling medium. After drying at 120◦C, the mixed powders were
then calcined at 1200◦C for 4 h with heating and cooling rate of 5◦C/min. Subsequently, the
calcined samples were pressed into disc shape and sintered at 1350◦C for 2 hrs with constant
heating and cooling rates of 5◦C/min. Phase formations of the calcined powders and sintered
specimens was studied by an X-ray diffractometer using CuKα radiation (Philips model
X-pert) at 40 kV and 30 mA in the 2θ range from 20 to 60 degrees with 0.01◦ steps. For
electrical property characterizations, the sintered samples were ground to obtain parallel
faces, and the faces were then coated with silver paste to form electrodes. The samples
were heat-treated at 750◦C for 12 min to ensure the contact between the electrodes and
the ceramic surfaces. The dielectric properties and the electromechanical coupling factor
of the sintered ceramics were measured with an automated dielectric measurement system.
The system consists of an impedance/gain—phase analyzer (Solartron model SI1260) and
a tube furnace; both furnace temperature and dielectric properties were controlled and
recorded by a computer. The capacitance was determined over the temperature range 30◦C
to 200◦C at the frequency 1 kHz. To measure relevant electric properties, the prepared
ceramic samples were polarized in silicone oil bath at 50◦C under 3.0 kV/mm for 15
min. Samples were left at room temperature for 24 hrs after poling, and the piezoelectric
measurements were measured using a piezoelectric-d33-meter. The electric hysteresis loop
was measured using a Sawyer-Tower circuit.

Results and Discussion

The XRD patterns of the sintered (1−x)BT–xBFN ceramics are shown in Fig. 1. It is seen
that the (1−x)BT–xBFN system formed a series of continuous solid solutions of perovskite
structure without any trace of pyrochlore phases. For x = 0 (pure BT) the X-ray diffraction
pattern shows (002)/(200) peak splitting confirming its tetragonal symmetry. By increasing
the BFN content, the intensity ratios of the (002)/(200) peaks tend to increase. The X-ray
diffraction patterns of ceramics with high BFN content showed the co-existence of both
tetragonal and cubic phases. The lattice parameters of the two co-existing phases in the
ceramics were calculated by a refinement method. The cell parameters and tetragonality
(c/a) obtained for the (1−x)BT–xBFN compositions are given in Fig. 2. The result of the
cell refinement showed that the cell parameters of (1−x)BT – xBFN system depend on
the BFN content. The value of the c/a parameter decreased from 1.09 to 1.00 when the
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Figure 1. XRD patterns of the (1−x)BT–xBFN ceramics.

BFN content increased from x = 0 to 0.6. At higher x values the parameter (a) of the cubic
BT-BFN phase slightly decreased from 3.990–4.020 Å. These values are comparable to
that in the Inorganic Crystal Structure database ICSD No. 43622 (a = 4.045). However,
high resolution XRD analysis is necessary to detect the possible superposition of phases
and to restrict the range of compositions for better characterization of the BT-BFN system
in range of structure change.

The relationships between dielectric properties and temperatures are shown in Fig. 3. It
was clearly shown that the relative dielectric constant depends on temperature measured at
1 kHz on the ceramic sample of (1−x)BT – xBFN system. The broadness of the dielectric
constant peak increased with increasing BFN content. Since the Curie temperature for
all of investigated compositions decreased as expected from 135◦C to below 35◦C. Not

Figure 2. Lattices parameter of the (1−x)BT–xBFN ceramics.
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Figure 3. Temperature dependence of dielectric constant of the (1−x)BT–xBFN ceramics.

only the Curie temperature decreased, but also the maximum dielectric constant increases
from ∼7,200 to ∼9500 for BT and 0.4BT–0.6BFN respectively. Furthermore, it was seen
that the role of BFN affected the dielectric properties of samples. To further understand
the dielectric behavior of the (1−x)BT – xBFN system, the permittivity of a first-order
normal ferroelectric can be described by the Curie–Weiss law and a second-order relaxor
ferroelectric can be described by a simple quadratic law. This arises from the fact that
the total number of relaxor contributing to the permittivity response in the vicinity of the
permittivity peak is temperature dependent. The relative permittivity can be calculated via
the following equation:

εm

ε(f, T )
= 1 + (T − Tm(f ))y

2δ2
(1)

where εm is the maximum value of the permittivity at T = Tm(f). The value of γ is the
expression of the degree of dielectric relaxation, while δ is used to measure the degree of
diffuseness of the phase transition. In a material with a “pure” diffuse phase transition,
γ is expected to be 2 [13]. For (1−x)BT – xBFN compositions, the diffusibility (γ ) and
diffuseness parameter (δ) can be estimated from the slope and intercept of the dielectric
data shown in Fig. 4, and tabulated in Table 1. The 0.4BT–0.6BFN ceramic has a large
γ value (1.82), confirming that it is a relaxor behavior. The values of γ and δ increase

Table 1
The dielectric and piezoelectric properties of (1−x)BT–xBFN ceramics.

Tc (◦C) εmax δ γ d33 (pC/N) kp (%)

BT 135 7,383 −12.26 1.14 154 26
0.8BT – 0.2BFN 98 9,520 −13.41 1.40 108 22
0.6BT – 0.4BFN 69 9,034 −13.60 1.41 105 21.5
0.4BT – 0.6BFN 32 9,505 −15.63 1.82 — —
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Figure 4. Plots of ln( 1
ε

− 1
εm

) vs. ln(T − Tm) for the (1−x)BT–xBFN ceramics.

with increasing BFN content, confirming the diffuse phase transitions in BT–BFN solid
solutions. The piezoelectric constant d33 and the elctromechanical coupling factor kp are
shown in Table 1. The d33 and kp decrease with increasing BFN fraction up to x = 0.6,
which show the maximum values of 154 pC/N and 26% at pure BT. It should be noted that
BFN addition in BT showed the improvement only dielectric properties. The hysteresis
loop measurement of the (1−x)BT–xBFN is shown in Fig. 5. The shape of hysteresis loop
is similar to one of pure BT. The hysteresis loop with x up to 0.4 are not typical, because the
external electric field is not sufficient to saturate the polarization and with the composition
beyond this indicating lossy linear capacitor behavior. This is consistent with the XRD,

Figure 5. P–E hysteresis loops for the (1−x)BT–xBFN ceramics.
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dielectric and piezoelectric results. The optimum mole ratio of (1−x)BT–xBFN ceramics
was found at a composition x = 0.4. However, in order to confirm the morphotopic phase
boundary of (1−x)BT–xBFN ceramics may require farther study in more details.

Conclusion

The effect of BFN on the structure, dielectric and piezoelectric properties of
(1−x)BT–xBFN system was investigated for various chemical compositions. The
(1−x)BT–xBFN ceramics were prepared by the mixed oxide method. Lattice parame-
ters of the tetragonal phase and cubic phase were found to vary with chemical composition.
They were identified as a single BT phase material with a perovskite structure having the
symmetry from tetragonal to cubic when the ratio of BFN increased. The broadness of
dielectric constant peak increased and Curie temperatures showed a tendency to decrease
with increasing BFN content. However, a piezoelectric coefficient d33 and kp decreased
with increasing BFN content. The optimum mole ratio of (1−x)BT–xBFN ceramics was
found at a composition x = 0.4 where at higher value of x the minimum c/a and lossy linear
capacitor hysteresis loop behavior were obtained.
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Pb0.88Sr0.12(Zr0.54Ti0.44Sb0.02)(1-y) – (Zn1/3Nb2/3)yO3 ceramics where y = 0.00–0.10 were
prepared by a solid state reaction method. Doping of Zn and Nb (co-doped) at B-
site produced a phase transformation from tetragonal to rhombohedral phase. Highest
piezoelectric coefficient d33 of 632 pC/N was recorded for the y = 0.04 sample. The
piezoelectric result was correlated with the phase formation and the ferroelectric prop-
erties. Dielectric constant and loss tangent slightly increased with increasing the co-
doped content. However, loss tangent values were less than 0.06 for all samples. These
results indicated that the piezoelectric and dielectric properties of the ceramics could
be improved by the co-doping.

Keywords B-site doping; piezoelectric; ferroelectric

Introduction

Piezoelectric and ferroelectric materials are widely used for various devices, including
multilayer capacitors, sensors, transducers and actuators [1–3]. For many years in the
past, Pb(Zr1−xTix)O3 (PZT) was reported to host exceptionally high dielectric and piezo-
electric properties. The excellent properties were observed for compositions close to the
morphotropic phase boundary (MPB) which locates around PbTiO3:PbZrO3 ∼ 1:1 and
separates the Ti-rich tetragonal phase from the Zr-rich rhombohedral phase [1]. Therefore,
many commercial PZT ceramics are designed in the vicinity of the MPB with many doping
schemes in order to obtain superior properties [3].

Several investigators have reported the properties of PZT or PZT based ceramics with
cations substituted on A and B-sites. For example, Zheng et al [4–5] reported that Sr-doping
at A site of PZT ceramics resulted in a higher dielectric and piezoelectric properties than
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pure PZT. The substitutions of Sr also produced a shift of the MPB composition towards the
tetragonal phase and reduced Curie temperature. For B-site doping, such as Nb doped PZT, it
was reported that Nb doped help to promote domain wall motion [5–7]. The Nb doping pro-
duces an enhancement in resistivity of PZT [8–10]. Furthermore, the Nb was added in PZT
system to improve the densifications of ceramics [11]. In the present work, effect of Zn and
Nb (co-dope) at B-site on dielectric and ferroelectric of Pb0.88Sr0.12(Zr0.54Ti0.44Sb0.02)(1-y)

– (Zn1/3Nb2/3)yO3 ceramics were investigated. Many electrical properties such as dielectric
and piezoelectric properties of the ceramics were reported for the first time.

Experimental

In this study, the ceramics in system of Pb0.88Sr0.12(Zr0.54Ti0.44Sb0.02)(1-y)(Zn1/3Nb2/3)yO3

were synthesized by the conventional mixed oxide method. Reagent grade of metal oxide
powders were used in this work, where y = 0.00–0.10. The metal oxide powders were ball-
milled for 24 h. The mixed powders were then calcined at 900◦C for 2 h with heating and
cooling rate of 10◦C/min. Subsequently, the calcined powders were pressed into disc shape
and sintered at 1225◦C for 2 h with constant heating and cooling rate of 10◦C/min. Phase
formation of the samples was studied by an X-ray diffraction (XRD) technique (Philips
X-ray diffractometer). For electrical properties characterization, the sintered samples were
ground to obtain parallel faces, and the faces were then coated with silver as electrodes. The
dielectric constants and dielectric loss of the sintered ceramics were measured as a function
of temperature with an automated dielectric measurement system. The system consists of a
LCR-meter and environment controlled chamber, both temperature and dielectric properties
were measured and recorded by a computer. The ferroelectric properties were measured
using a Sawyer Tower circuit. The electroded specimens were poled in a silicon oil bath at
60◦C by applying a dc field of 3 kV/mm for 30 min. After 24 h ageing, the poled specimens
were characterized for piezoelectric properties. The piezoelectric coefficients (d33) were
characterized using a KCF S5865 d33 meter.

Figure 1. XRD patterns of Pb0.88Sr0.12(Zr0.54Ti0.44Sb0.02)(1-y)(Zn1/3Nb2/3)yO3 ceramics where y =
0.00–0.10.
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Results and discussions

The XRD patterns of the ceramics are illustrated in Fig. 1. The XRD result revealed that
all samples exhibited a pure perovskite phase. The XRD patterns for the y = 0.00–0.04
samples showed a splitting of the (200) peak, while the y = 0.06 – 0.10 samples exhibited an

Figure 2. Room temperature polarization vs electric field hystersis loops for Pb0.88Sr0.12

(Zr0.54Ti0.44Sb0.02)(1-y)(Zn1/3Nb2/3)yO3 ceramics.
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Figure 3. Variation of remnant polarization Pr and coercive field Ec of Pb0.88Sr0.12

(Zr0.54Ti0.44Sb0.02)(1-y)(Zn1/3Nb2/3)yO3 ceramics. Inset (A) shows value of Rsq, inset (B) show value of
d33 and g33 as a function of y concentration.

ambiguous splitting of (200) peak. Generally, the single peak of (200) reflection indicates
the rhombohedral phase, whereas it splits into two peaks for the tetragonal phase. Therefore,
a phase transformation from tetragonal to rhombohedral phase occurred with increasing y
content (Zn and Nb co-doped).

The hysteresis loops (P-E loop) of the samples are shown in Fig. 2. All samples show
the ferroelectric behavior. It seems that the hysteresis loop became slimmer with increasing
the co-doped content. Ferroelectric properties such as saturate polarization (Ps), remanent
polarization (Pr) and coercive field (Ec) are shown in Fig. 3. Values of Pr and Ec tend to
decrease with increasing the co-doped content. It should be noted that the y = 0.04 sample
showed a slightly increase in Pr compared to the y = 0.02. This suggested that the y = 0.04
samples should have better piezoelectric properties.

Figure 4. Dielectric constant (εr) and loss tangent (tanδ) as a function of y concentration.
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In order to check the quantification of changes in the hysteresis loop, Haertling and
Zimme [12] derived a relationship between saturation polarization, remanent polarization,
and the polarization beyond the coercive field through the equation:

Rsq = Pr

Ps

+ P1.1Ec

Pr

(1)

where Rsq is the squareness of the hysteresis loop, Ps is the saturate polarization, Pr is the
remanent polarization, and P1.1Ec is the polarization at an electric field equal to 1.1 times
of the coercive field. The Rsq values as shown in the inset (A) of Fig. 3 are in the range of
∼1.02–1.49. A higher co-doped sample showed a lower value of Rsq, suggesting that the
co-doped produced a slightly change in the hysteresis loop of the ceramics.

Piezoelectric coefficient d33 and piezoelectric voltage coefficient g33 as a function of
the co-doped content are shown in the inset (B) of Fig. 3. The coefficient g33 was determined
via the equation [13]:

g33 = d33

εoεr

(2)

where ε0 is permittivity of free space, εr is relative permittivity. The values of εr measured
at room temperature are illustrated in Fig. 4. The y doping was found to have an effect on
the piezoelectric coefficients. The value of g33 slightly decreased from 31 × 10−3 Vm/N for
the y = 0.00 sample to 26 × 10−3 Vm/N, but subsequently more gradual decreased to 17 ×
10−3 Vm/N for the y = 0.10 sample. However, the piezoelectric coefficients d33 increased
with increasing y up to y = 0.04 and then decreased for further increasing y. It should be
noted that the y = 0.04 ceramic has a d33 value of 632 pC/N, which is considered as high
value for piezoceramics. The higher d33 value may be due to the larger Pr value in the
y = 0.04 sample which enhances the piezoelectric properties [14]. Further, coexist phase
between tetragonal and rhombohedral phase in the y = 0.04 sample may be an important
reason for the higher d33 value.

Figure 5. Leakage current density as a function of voltage for Pb0.88Sr0.12(Zr0.54Ti0.44Sb0.02)(1-y)

(Zn1/3Nb2/3)yO3 ceramics.
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The dielectric constant and loss tangent at room temperature as a function of y content
is displayed in Fig. 4. The dielectric constant and loss tangent slightly increased with
increasing y content. However, the loss tangent values were lower than 0.06 for all samples.
Fig. 5 illustrates an influence of co-doped content on leakage current density (J-V curve)
of the samples. It seems that there was no systematic change for the J-V curve with the
co-doped content. However, the y = 0.00 and 0.04 samples showed low leakage current
density values, indicating that these samples have high resistivity.

Conclusion

In the present work, we reported the effects of Zn and Nb co- dope on the properties of
Pb0.88Sr0.12(Zr0.54Ti0.44Sb0.02)(1-y) – (Zn1/3Nb2/3)yO3 ceramics. The ceramics were prepared
by a solid state sintering method. The co- doped helped to promote a phase transformation
from tetragonal to rhombohedral phase. Some electrical properties were enhanced after
doping. Higher piezoelectric coefficient d33 was obtained for the y = 0.04 sample. Since
the ceramics have a complex structure, it is believed that chemical heterogeneity still present
in the sample. Further work such post-sinter annealing should be attempted for the ceramics
in order to obtain the better result.
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