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Abstract: In the following research, Lead magnesium niobate relaxor ferroelectric (PMN-PZT) ceramic powders were
synthesized using the combustion method grand urea as the fuel for the first time. The starting materials used were
lead nitrate, magnesium acetate, niobium oxide, zirconium nitrate, titanium oxide. The raw materials were first mixed
using the general formula of (1-x)Pb(Mg;,3Nb,/3)O3-xPb(Zr 5,Tij 45)O3 with x=0.3. The synthesized powders were
characterized using XRD, SEM and FTIR spectroscopy techniques. The X-ray diffraction patterns revealed that the
structure of the prepared samples were tetragonal at 500,600,700 and 800 °C. However, the monoclinic phase was
detected in the samples calcined at 800 °C and the amount of pyrocholore phase also drastically decreased at this
temperature. The band gap widths of the samples were measured via UV spectroscopy in the wave number range of
400-4000 cm-!. The results show that by increasing the calcination temperature, the band gap width of the prepared
samples decreases. SEM micrographs verify that by rising the calcination temperature, the structure of the prepared

samples becomes more homogenous.
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1. INTRODUCTION

Lead magnesium niobate ferroelectric relaxors
(PMN) exhibits desirable dielectric properties, low
loss, a wide dielectric peak, non-hysteric behavior,
and a low sintering temperature [1, 3, 5]. On the
other hand, lead zirconate titanate (PZT) has
unique dielectric, electerostrictive, and
electromechanical characteristics [2, 3, 5, 8]. It also
has higher electromechanical coupling compared
to PMNs. These types of ceramics are considered
to be some of the most important piezoelectric
materials, which have been widely used in creating
ultrasonic power sources, actuators for small
displacement systems, piezoelectric motors, and
medical equipment [4, 7].

However, there are some disadvantages to
PMN such as low electro-mechanical coupling
and a low working temperature. Also there are
some undesirable characteristics to PZT as well,
including low dielectric properties and a high
Curie temperature which results in it being
unsuitable for working at low temperatures.
Therefore, one can expect the composite of PMN
and PZT to have the advantages of both [6].
Modifying PMN compositions by PZT, results in
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an increase in the piezoelectric coefficient in the
range of 600 — 700 pCN-! [7]. Additionally, by
increasing  electrochemical  coupling, the
dielectric efficiency improves [9]. It has been
reported that a desirable combination of [(1-
X)Pb(Mg, 3Nb,3)05-xPb(Zr 5,Tij 45) O] leads to
the morphotropic phase boundary with
0.27<x<0.34 [10, 11].

PMN-PZT composites are made by different
methods. In the simplest one, used by Yamirian et
al [12] and others [6,14], PMN and PZT powders
were separately synthesized and then used as
starting materials for preparing PMN-PZT. In this
method, a certain amount of PMN and PZT were
mixed using ball-mill and then sintered.
However, the powders prepared by this method
are not well homogenized but are agglomerated.
Moreover, pyrochlore phases are observed in the
structure.

The sol-gel method was also used [13,14], for
preparing XxPMN — (1 — x) PZT ceramics, where
x varied from 0 to 0.3 to avoid the formation of
pyrochlore phase during the calcination process,
employing the columbite method. P. Moetakef et
al [6] synthesized PMN-PZT ceramic using a
seeding method,in which PbO, MgO and Nb,0O4
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were added to the previously prepared PZT sol,
resulting in the formation of a PMN-PZT gel. The
gel was then fired to vaporize the organic
contents in order to obtain the PMN-PZT powder.

In another method, developed by Juhyun Yoo
et al [15] and also by Jin —Chen Shaw [16], the
raw materials including PbO, MgO, Nb,0,, TiO,
and ZrO, were ball milled and then calcined at
850°C. The drawback of this method was the
formation of pyrochlore phase to a considerable
amount which resulted in a sharp drop in
piezoelectric properties. In a method used by
Koval et al [17], the raw materials including
Nb,0O; and MgO were first combined and then
calcined to make coloumbate phase (MgNb,O;)
[18]. The formation of coloumbate phase is also
possible by the mixing of Nb,O;, MgO, TiO, and
ZrO, powders. The important point in this
method is the reaction between raw materials in
the absence of lead oxide at a temperature of
about 1000°C. Next, the resultant coloumbate
was ball milled with the other raw materials to
form the PMN-PZT composite and calcined at a
temperature lower than 850°C.

The co-precipitation method was also used by
Byeong Woo Lee [19]. In this method, by
preparing a solution of raw materials and
controlling the pH, the composition of PMN-PZT
was formed at 700 °C. The most important
drawbacks of this method are the incompletion of
the deposit, the need for exact control of pH, and
also the difficulty of making the solution from the
raw materials.

In this research we have tried to minimize the
pyrochlore phase in the PMN-PZT composites as
well as have the structure close to the
morphotropic boundary gel combustion by using
urea as the fuel.

The prepared samples were characterized
using X-Ray Diffraction (XRD), Fourier
Transformation Infrared (FTIR) and Scanning
Electron Microscope (SEM) techniques.

2. EXPERIMENTAL

The xPMN-(1-x)PZT composition (x=0.3),at
near morphotropic boundary, was synthesized
using niobium oxide [Nb,Os]( 99.9% Aldrich),
magnesium acetate [(CH;COO0),Mg.4H,0], lead

nitrate [Pb(NO;),, zirconium nitrate
[ZtO(NOs),], titanium oxide [TiO,] and urea
[CO(NH,),] (all 99.9% Merk) as the fuel. The
materials were first mixed with certain portions.
Then urea (with a melting point of 135°C) was
heated up separately to about 250°C. The mixture
of the starting materials was added to the melting
batch. As the heating continued, ignition
occurred at a temperature of about 400 to 600°C
within 55 minutes. At this stage, the organic
materials were extracted and dry yellowish-
brown foam was obtained. The foam was ball-
milled for 3 hours and calcined at 500, 600, 700
and 800 °C for about 90 minutes with a 10°C/min
thermal gradient.

The structure of the prepared samples was
analyzed by an x-ray diffraction technique with
Cu-ka in the range of 4-60 deg. Then the
percentages of pyrochlore and perovskite phases
were calculated using the following relation (1).

1 pyrochlore

% Pyrochlore = (1)

1 pyrochlore + 1 perovskite

The samples were also characterized by FTIR
spectroscopy in the wave number range of 400—
4000 cm-!. Lambert’s law was used to calculate
the absorption coefficient to draw the (ahv)?
versus photon energy(hc/4) by which the band
gap widths of the prepared samples were
determined. The morphology of the samples was
investigated using SEM.

3. RESULTS AND DISCUSSION
3. 1. Phase Analysis

The XRD patterns of the synthesized powders
are shown in Fig. 1.

In all samples the XRD data verify the presence
of pyrochlore phase. As can be seen in Fig. 1, the
samples prepared at 800°C have the lowest
pyrochlore phase (1.35%). Pyrochlore phase with
the formula Pb, ;Nb, ;;Mg;,9043¢ has the XRD
identification card no. 33-0769. The percentages of
pyrochlore and perovskite phases of the samples, at
all mentioned calcined temperatures, can be
calculated using the relation (1).
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Fig. 1. The X-ray diffraction patterns of the synthesized powders calcined at 500, 600, 700 and 800°C temperatures.
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Fig. 2. SEM images of the calcined powders at different temperatures a) 500, b) 600, ¢) 700 and d) 800°C.
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Fig. 3. FTIR spectra of PMN-PZT powders calcined at 500, 600, 700 and 800 °C.

The details of the structural parameters
obtained for the samples are given in table 2. The
unit cell parameters are in agreement with the
results for 0.3PMN-0.7PZT ceramic [10]. The
SEM micrographs show that as the calcination
temperature increases, the structure becomes
more homogenous because of better particle
distribution.

3. 2. Optical Properties

In order to obtain the optical energy band gap
of the synthesized samples, FTIR diagrams and
Lambert’s law were used [20, 21, 22]. The
Lambert’s formula is given as follows:

o= —(%) InT 2)

where T is the transmittance coefficient and t is
the particle’s size. Knowing T and t, the
absorption coefficient can be obtained using the
Lambert’s formula (3) [23, 24]. The value of the
band gap can be calculated from extrapolating the
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Fig. 4. (¢hv)2(1013ev2Zecm2) graphs based on (hc/A) for
PMN-PZT samples prepared at different calcination
temperatures.

linear portion of plotting (a/#v)? versus (hc/4).

(ahv)* = C(%—Eg) (3)

The FTIR diagrams of the samples calcined at
different temperature are shown in Fig. 3.
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As seen, a broad band is observed for each
spectrum in the range of 600 to 1000 cm-! which
indicates that the maximum absorption occurs at
about 638 cm-!. The FTIR absorption band in
related to the octahedral structure[25, 26] is
reported as showing the formation of perovskite
phase at all different calcination temperatures
[27,28].

Regarding Fig. 4 and table 3, it is clear that the
band gap width of PMN-PZT powders decreases
by increasing the calcination temperature.

4. CONCLUSION

In this research, ferroelectric PMN-PZT
relaxor powders were synthesized by the
combustion method that uses urea as the fuel. The
XRD patterns show that by increasing the
calcination temperature to 800 °C the presence of
the pyrochlore phases decreases to 1.35%. Also,
in addition to the decrease of the pyrochlore
phases, the peak related to monoclinic phase is
detected. It was also seen that by increasing the
calcination temperature, the band gap width
decreases from 3.71eV at 500 °C to 3.83eV at
800 °C. The SEM micrographs show that the
structures of prepared powders are more
homogenous for the powders at higher
temperatures.

The use of the combustion method via urea,
results in more homogeneity of the oxides
mixture, and a decrease in the synthesis time to
55 minutes minimizing the amount of pyrochlore
phase present in the samples structures. Also, the
low calcination temperature needed in this
method causes the loss of lead oxide to be
minimal. It must be noted that the starting
materials for this method are costly. However,
this method is less expensive than the whole sol-
gel or gel combustion method.
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