Materials Today: Proceedings 46 (2021) 259-262

=
Contents lists available at ScienceDirect

materialstoday:
ROCEEDINGS

Materials Today: Proceedings EEIEL
e

journal homepage: www.elsevier.com/locate/matpr

Structure and morphology of yttrium doped barium titanate ceramics for
multi-layer capacitor applications

Ravanamma R.*°, Muralidhara Reddy K., Venkata Krishnaiah K., Ravi N."

2 Department of Physics, Jawaharlal Nehru Technological University Anantapur, Anantapuramu, 515002, India
b Department of Physics, Rajeev Gandhi Memorial College of Engineering & Technology, Nandyal 518501, India

ARTICLE INFO ABSTRACT

Article history:

Received 6 July 2020

Accepted 27 July 2020

Available online 15 September 2020

Multilayer ceramic capacitors (MLCCs) are essential components in pulsed power systems (PPS) with
high charging and discharging capacity for energy storage applications. Yttrium oxide (Y,O3)-doped bar-
ium titanate (BaTiO3) (BTY) ceramics with a chemical formula of 60 BaO + (40-x) TiO; + x Y03 (x=2, 8
and 15) have been synthesized by usual solid state reaction process. These ceramics are analyzed by XRD,
FTIR and SEM techniques. The crystalline nature of the undoped BaTiOs (BT) and Y,Os; doped ceramics

Keywords: were confirmed by XRD analysis. In addition, a doublet peak at 30.2° has been shifted to lower angles
ML.CC . as the concentration of Y>* ions increases. The functional groups of these BT and BTY2 ceramics were
Barium titanate . . . . . . .

Y,05 investigated using FTIR analysis. Morphological studies were performed through scanning electron
XRD microscopy (SEM), revealing the average particle size of BT 331 nm and BTY2 136 nm from Image-]
FTIR software.
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1. Introduction

In these modern years, especially in pulsed power systems
(PPS), dielectric capacitors have been widely developed due to
their high energy density and extremely fast charging and dis-
charging. High performance capacitors with high energy density,
good thermal capacity stability and high charge efficiency have
been reduced the volume and weight of PPS [ 1]. Multilayer ceramic
capacitors (MLCC) have been effectively used to increase the volu-
metric efficiency of capacitive components [2]. With dielectric lay-
ers of small thicknesses arranged in parallel, higher capacitance
levels can be achieved along with miniaturization of the electronic
circuitry. The electronic devices, which we are using every day,
such as smartphones, computers and LED TVs contain more than
1000 of MLCCs. For electric vehicles, more than 10,000 MLCCs
are needed due to their electronic control and automation system
[3]. Barium titanate (BaTiOs) with a perovskite structure is suitable
for MLCC applications due to (BT) high-dielectric constant. More-
over, It can be used as a capacitor with small in size and high-
capacitance due to large relative permittivity of 1,000 to 20,000.
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The BaTiO3 MLCC have been found in the electronics industry for
transducers, actuators and high dielectrics applications [4].

Rare earth (RE>") ions such as Dy**, Ho**, Sm>*, La®*, Yb®*, or Y3*
have been envisioned to replace Ba and Ti cations in the BaTiO3
structure, but Dy**, Ho**, and Y3* also unveil amphoteric behavior
and pronounced as being supportive in extending the lifetime of
the MLCCs [5]. Y203 is generally considered as a dopant in the com-
mercial formulation of powders for the fabrication of MLCCs at an
industrial scale. Moreover, it results in similar properties compared
to adding other RE>* jons.

This present work aims to discuss the structural and morpho-
logical studies of Y03 doped BaTiO3 ceramics for MLCC applica-
tions. In the stoichiometric ratio, the powders were prepared by
conventional solid state method. The calcined and sintered fine
powder samples were investigated through XRD, FTIR and SEM
analyses.

2. Experimental

The following raw materials were used to prepare the Y,03
doped BaTiO3; powders: Barium carbonate (BaCOs3) with 99%, and
titanium dioxide (TiO,) with 99.9% and Y,03 (99.99%, Aldrich). A
batch of 15 g of Y,03 doped BaTiO; powder was prepared using
the composition 60 BaO + (40-x) TiO, + X Y03 (BTY) (where x =2,
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8 and 15) by solid state reaction method. The mixture was heated
at 400 °C for 1 h to eliminate carbonates (CO,) and other hydroxyl
groups. Later the composition was ground for 12 h with the help of
agate mortar and pestle under ethanol as a medium. Powder was
calcined using electrical furnace at 1000 °C for 8 h with heating
and cooling rate of 4 °C/min and then it is allowed to cool to room
temperature. The paraffin of 0.5 wt% was added to the powder
mixture as a binder medium at room temperature. The cylindrical
discs were prepared by a hydraulic pressure of 10 MPa using steel
dies with a thickness of 2.3 mm and diameter of 11.5 mm. These
pellets are annealed again at 400 °C for 1 h to eliminate the binder
from the samples. Then the pellets were sintered at 1200 °C for 6 h
with a heating rate of 4 °C/min. The powder samples are used for
further studies.

Bruker Optik GmbH IR spectrometer was used to record IR spec-
tra from 500 to 3000 cm ™. RIGAKU X-ray diffractometer (Miniflex-
600) with CuK,; radiation source with wavelength 1.54059 A°
(power: 35V x 15 mA) was utilized to record diffraction pattern
of the powder. Scanning electron microscope (SEM) images were
captured using JEOL JSM-IT 500 series.

3. XRD analysis

XRD profile of undoped BT sample is shown in Fig. 1(a). From
the XRD analysis, undoped BT sample exhibit a tetragonal structure
which infers that a doublet peak in the range of 44 - 45° with cor-
responding indices (002) and (200). On the other hand, above T,
the cubic phase provides only a single peak in the same region with
(200) indices. However, BaTiO5 particles below T. were unveiled
tetragonal phase owing to existence of a doublet in the region of
(44-45°) [6].

XRD pattern of Y,03 (2, 8, 15 mol%) doped BTY ceramics are
shown in Fig. 1(b). A doublet intense peak at 30.2° is noticed which
shifts towards lower angle side in the BTY samples as the Y>* ion
concentration increases with 2, 8 and 15 mol%. Peak positions of
the BT and BTY samples are represented in the Table 1. The inten-
sity of the doublet decreases with increase of Y>* ion concentration
at 30.2° and appears as a single peak at higher concentration which
is clearly seen in the inset of Fig. 1(b). On the other hand, full width
at half maximum (FWHM) for 2 mol% of Y05 is 1.669 and then
decreases with increase of Y,03 concentration. Except the peak at
42° in 15 mol% of Y,03, all peaks in the XRD spectra of the concen-
trations are unveiled as a single peak because of its cubic phase.
Most peaks in the BTY2 sample, with the exception of a few peaks
at 24° and 30°, show differences in relative density, which can be
attributed to structural deformation due to the addition of impuri-
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Table 1
Peak position, FWHM of the samples from XRD measurements.
Sample Name Peak position FWHM of peak
BT 24.22 0.216
BTY2 30.2 1.669
BTY8 29.44 0.985
BTY15 29.48 0.518

ties, Y3* ions [7]. This effect is mainly due to the difference in ionic
radii between the main component (BT) and the doping (Y>*) ions.
FWHM drops to 0.518, so crystal volume decreases with increasing
dopant concentration.

4. FTIR spectra

FTIR spectra of undoped BT and Y,0s-doped BaTiOs; powders
were recorded at room temperature in the wavenumber range of
400-4000 cm™!, as shown in the Fig. 2. The IR bands were resolved
at 694cm', 681cm~', 854cm~!, 856cm~1, 1064cm’,
1444 cm™!, 1432 cm™!, 1749 cm™!, 2340 cm™!, 2455cm™! and
2821 cm™! for both BT and BTY. It is clear that there is no further
molecular fingerprint of free BaCO; below 600 cm™!. All the sam-
ples have a characteristic vibration of Ti-O-Ti and Ti-O bonds
between 600 cm~! and 800 cm~! which is owing to molecular
vibrations of BaTiOs; [8]. As a result, a band is obtained at
694 cm™! for BT, whereas band at 681 cm™! for BTY samples corre-
spond to the vibrations of Ti-O-Ti and Ti-O-Y bonds, respectively
[9]. The band at 694 cm™! shifts towards lower energy side owing
to Y>* ions in the BT. Band at 854 cm™! is araised in both BT and
BTY samples that attributes to Ti-O vibration. A strong absorption
band is positioned at 1444 cm™! and 1432 cm™! for BT and BTY
samples due to Ba/Y-Ti-O bonds. A peak at 1749 cm™! is due to
symmetric bond of Ba-O for BT and Ba/Y-O for BTY. Bands at
2455 cm ! and 2821 cm™! are attributed to H,O and O-H stretch-
ing bonds [10]. No significant effect of H,O and OH™ were noticed
on BT and BTY owing to high preparation temperature of the
samples.

5. SEM analysis

The morphology of these ceramics was analyzed by scanning
electron microscope (SEM) on the BT and BTY samples. SEM images
of undoped BT and Y,03; doped BTY2 ceramics are presented in
various resolutions displayed in the Fig. 3. As perceived in
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Fig. 1. (a) & (b). XRD profiles of undoped BaTiO and Y,0O3 doped BaTiOs,
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Fig. 2. FTIR spectra of undoped BaTiO and 2 mol% of Y,03 doped BaTiO5,

Fig. 3(a), undoped BT illustrate a very dense microstructure with a
grain size of 331 nm. Fig. 3(b) demonstrate the microstructures of
Y,03-doped BTY2 with a grain size of 136 nm. Compared to BT
sample, the grain size of BTY2 sample is much smaller. These
results are correlated with the results obtained by XRD. As we
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known that the grain growth of ceramics depends primarily on
the diffusion during the sintering. The development of the oxygen
vacancies induced by Y** acceptor-doping and their motion are
accelerating the diffusion and reduce the grain size in BTY2 [11].
Further, the grain size decreases with increase in Y,03; concentra-
tion. From SEM images, it is worthy to mention that the nanosized
BTY particles are formed even with the solid-state synthesis, but
they are utterly agglomerated. However, when heat treatment is
performed on Y,03 -doped BTY2 samples, they are obtained uni-
form nanosized particles, as shown in Fig. 3b. Compared to
undoped BaTiOs, Y,05 -doped BaTiOs is revealed with nanosized
particles which is suitable for energy storage applications. Further
studies under way to realize these Y,03-doped BaTiO3 for MLCCs
applications. The average gran size of BT and BTY2 were evaluated
using IMAGE-] software.

6. Conclusion

Y,03-doped BaTiO3 (BTY) and undoped BaTiOs; (BT) ceramics
have been prepared by solid state reaction method for high energy
storage applications. The XRD has been confirmed crystalline nat-
ure of BT and BTY with a tetragonal structure. With the increase of
doping concentration of Y,0s, the tetragonal structure has been
transformed to cubic structure due to increase of the Y>* ions in
BTY samples. A small shift to the lower energy has been observed
in the BTY2 sample compared to BT in FTIR spectra. SEM images
have been confirmed the size of the crystallites in the nano range
with fine microstructures.

Fig. 3. (a) & (b). SEM images of undoped BaTiO3 powder (c) & (d). SEM images of 2 mol% of Y,03 doped BaTiO3 powder.
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