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The fabrication of a highly conductive
ceria-embedded gadolinium-stabilized
bismuth oxide nanocomposite solid electrolyte
for low-temperature solid oxide fuel cellst

Abjana Parbin and Rafiuddin (= *

We report the synthesis of a nanocomposite solid electrolyte, (1 — x)Bi,O3-Gd,03:xCeO, (GDBC), made
up of ceria-embedded gadolinium-stabilized bismuth oxide (Bi,O3-Gd,O3s, GDB) for low-temperature
solid oxide fuel cell (LT-SOFC) applications. Different compositions of (1 — x)Bi,Os-Gd,O3:xCeO, (where
0 < x < 50 wt%) were fabricated using a solid-state method. Detailed structural analysis of the nano-
composite solid electrolyte samples was done using SEM, TEM, XRD, and FT-IR techniques. The incor-
poration of CeO, nanofiller enhances the ionic conductivity relative to Bi,Oz—Gd,Os nanocomposite
solid electrolyte via creating new routes for oxygen-ion conduction within the parent network. Among
the different compositions of nanocomposite material, GDBC with 40 wt% CeO, nanofiller shows the
maximum ionic conductivity, i.e., ¢ = 7.56 x 1072 S cm™, and lowest activation energy (0.0954 eV) at
low temperature (340 °C). Notably, challenges preventing the commercialization of LT-SOFCs include
material conductivity, safety, and production costs. Hence, this superionic nanocomposite solid electro-
lyte with 40 wt% CeO,, having high conductivity at low temperature and low cost, could be a promising
candidate for the fabrication of electrolytes for fuel-cell applications.

1. Introduction

The widespread use of renewable energy sources is entirely
dependent on the development of efficient energy storage
technologies. Stable batteries that can be safely operated and
have high specific capacities are required to support environ-
mentally friendly electric vehicles and grid storage."” Liquid
electrolytes are currently widely utilized in batteries, although
they pose safety concerns, such as liquid spillage or ignition.
Solid-state materials are much more suitable from the perspec-
tives of device fabrication, stability, and safety.® All solid-state
batteries have a cathode, anode, and electrolyte, and the
qualities of the batteries are mostly determined based on the
properties of the electrolyte.” As a result, electrolytes with high
ionic conductivity are referred to as superionic conductors,’
and their strong electrochemical stability is predicted to
create favorable electrochemical interfaces when coupled with
appropriate electrodes.® Solid electrolytes and superionic
conductors have been investigated extensively to address
the inherent issues mentioned above. Sensors, solid oxide fuel
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cells, capacitors, and solid-state batteries all make use of
them.” To date, the exploration and development of electrode
materials for use with high-performance superionic conductors
have received a lot of interest.

Solid oxide fuel cells (SOFCs) are sophisticated electroche-
mical energy-conversion devices that convert chemical energy
directly into electrical energy.® They have excellent prospects
for addressing the increasing demands for energy because of
their high conversion efficiencies, low emissions, zero noise,
and wide application potential.” Solid oxide fuel cells (SOFCs)
have drawn much interest as they are ecologically benign,
highly efficient, and show excellent ionic conductivity. Zirconia
doped with 8% yttria (YSZ) has been regarded as the best
electrolyte.’® > However, the high working temperature poses
several issues, including material deterioration and the need
for costly noble-metal electrodes."? Solid electrolytes exhibiting
high ionic conductivity in the low temperature range (below
600 °C) must be developed.

Nanoparticles of bismuth sesquioxide (Bi,O3) are frequently
utilized as a fundamental precursor of various solid
electrolytes.’* Many researchers have investigated the electrical
conduction of pure Bi,O; and found that o-Bi,O; has poor
conductivity, whereas 0-Bi,O; exhibits significant oxide-ion
conductivity at high temperatures due to the number of
oxygen-ion vacancies in its defective fluorite-type structure.'®

© 2022 The Author(s). Published by the Royal Society of Chemistry
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At high temperatures, bismuth sesquioxide tends to reduce
under low oxygen pressure. However, as mentioned above, high
operating temperatures pose challenges, including material
deterioration and the need for costly noble-metal electrodes.
As a result, reducing the operating temperature below 600 °C is
a growing aim.'® Despite several drawbacks, the rapid ionic
conduction of §-Bi,O; and similar materials means they are
regarded as potential electrolytes for use in low-temperature
solid oxide fuel cells (LT-SOFCs) and moderate-temperature
oxygen sensors. As a result, significant research effort has been
directed toward stabilizing §-Bi,O; and improving the chemical
and structural stabilities of bismuth-based electrolytes."® Thus,
to use Bi,O; as a solid electrolyte in fuel cells, the high-
temperature cubic phase must be stabilized. Due to the com-
parable charges of Bi*" and rare-earth doped metals, the use of
their composites has been shown to be an appealing solution
for this."” It is widely known that the ionic radius and polariz-
ability of dopants impact the conductivity and stability of
bismuth-oxide-based electrolytes, and these two characteristics
are linearly connected for the lanthanide dopants that have
been studied. Dopants with a smaller ionic radius than Bi**
(1.17 A) are commonly employed to stabilize cubic bismuth
oxides at room temperature.'®'® Rare earth elements have high
chemical stabilities and melting points and high adsorption
capacities for other elements. Under harsh conditions, Gd,03;
exhibits strong oxidation resistance, steady chemical activity,
and impact resistance.’® As a result, adding 40 wt% Gd,O; (the
ionic radius of Gd*" is 1.078 A) to the material can significantly
improve its performance."® Although this substitution stabi-
lizes the fast ionic conducting phase, the increased reactivity
and the structural and chemical stabilities under heat cycling
and repeated exposure to decreasing oxygen partial pressure
are key concerns relating to practical use in SOFCs.”" To
address the issue of reduction-induced electrolyte deteriora-
tion, the addition of nanofillers, such as CeO,, has been
studied.>*?*

In the present work, gadolinium-stabilized bismuth oxide
(GDB) incorporating different amounts of CeO, (x), abbreviated
as GDBC, is reported. A series of homogeneous samples has
been prepared via a direct mixing method and the samples
were characterized via SEM, TEM, XRD, FT-IR, and impedance
spectroscopy analysis. Electrochemical studies have been done
to explore the use of these materials in LT-SOFCs.

2. Experimental section

2.1. Sample fabrication

Pellets of Bi,0;-Gd,0;-CeO, (GDBC) were fabricated for elec-
trochemical studies via a solid-state reaction. A stoichiometric
mixture of Bi,O; (Fisher Scientific, 99%) and Gd,O; (SRL, extra
pure) with a wt% ratio of 3 : 2 was taken and finely ground in an
agate mortar in acetone medium for 2 h to obtain a homo-
geneous mixture. This mixture was then calcined at 800 °C for
10 h in a muffle furnace and allowed to cool down to room
temperature, and the final material was ground into fine
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powder. A series of (1 — x)Bi,03-Gd,03:xCeO, (where 0 <
x < 50 wt%) materials was prepared via a solid-state reaction.
For the composite material, the required amount of CeO,
(Sigma Aldrich, nanopowder, <25 nm) was added to the parent
solid electrolyte and this was then thoroughly ground to a fine
powder and kept in a muffle furnace at 800 °C for 8 h; finally,
the material was hand-ground and pressed into a cylindrical
shape (radius: 0.65 cm, thickness: 0.2 cm) under 5 MPa
pressure using a hydraulic press.

2.2. Sample characterization

Microscopic analyses of nanocomposite solid electrolyte pellets
were carried out using a JEOL JSM-6510LV scanning electron
microscope at an accelerating voltage of 20 kV and using a JEOL
JEM-2100 transmission electron microscope. Powder X-ray dif-
fractometry (PXRD) analysis was carried out to analyze the
crystal phases of samples using a Shimadzu-6100 powder
X-ray diffractometer in a Bragg angle range from 5° to 80° at
room temperature using Cu ko radiation (A = 1.5406 A). To
confirm the formation of composites, Fourier-transform infra-
red (FT-IR) spectroscopy analysis was carried out using a
PerkinElmer spectrometer (version 10.03.09). The thermal sta-
bility of the nanocomposites was investigated using TGA/DTA
(Shimadzu DTG-60 H) under an inert nitrogen atmosphere
from 30 to 800 °C. The density of the solid electrolyte was
calculated via the Archimedes method in deionized water.

3. Results and discussion

3.1. Characterization of (1 — x)Bi,03-Gd,0;:xCeO,
nanocomposite solid electrolyte

Fig. 1 depicts typical SEM images of Bi,03, Gd,0;, CeO,, and
Bi,05-Gd,0; (GDB), and the Bi,0;-Gd,03-CeO, (GDBC) nano-
composite solid electrolyte. Fig. 1(a)-(c) depicts SEM images of
pristine Bi, O3, Gd,03, and CeO, before calcination. The pris-
tine Bi,O; sample shows densely packed nanorod bundles
(Fig. 1(a)). The particles have sharp edges and angular form,
as seen in SEM micrographs. The pristine Gd,O; sample
involves spheroid-like agglomerates with clear-edged bound-
aries and sizes ranging from approximately 0.6 to 0.7 um (see
Fig. 1b). An SEM image of pristine CeO, nanoparticles is
depicted in Fig. 1(c). Most particles are spherical, but some
are elongated in form, and these particles are highly accumu-
lated. However, after calcination, GDB (Fig. 1d) and the final
Bi,03;-Gd,0;-CeO, (Fig. 1e) nanocomposite solid electrolyte
have different morphologies than the pristine materials. The
surface morphology of 60Bi,03;-Gd,03:40CeO, (Fig. 1e) shows
that the doped materials (CeO, and Gd,O;) are clearly
embedded into the Bi,O; matrix, which can also be seen based
on the elemental mapping results in Fig. S1 (ESIt). The average
grain size of the nanocomposite solid electrolyte was deter-
mined using IMAGE] software. The average grain size of the
GDB nanocomposite was found to be 1.61 um and that of
the GDBC nanocomposite solid electrolyte with 40 wt% CeO,
was found to be around 1.4 pm. The density of the GDB
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Fig. 1 Structures and morphologies of the as-prepared compounds. SEM images of (a) Bi»Os, (b) Gd,O3, (c) CeO,, (d) Bi,O3—-Gd,03, and (e) 60Bi,Oz—
Gd,05:40CeO0,. (f)—-(h) TEM images and (i) the SAED pattern of 60Bi,Os—Gd,03:40CeO, nanocomposite solid electrolyte.

nanocomposite was 5.044 g cm >, whereas the density of the

GDBC nanocomposite solid electrolyte with 40 wt% CeO, was
5.72 g cm . TEM observations confirmed the above-mentioned
morphological differences. The final Bi,O;-Gd,0;-CeO, nano-
composites have spherical-like structures with unorganized
arrangements. Micrographs depict the consistent arrangement
and embedding of CeO, nanoparticles in the matrix, as shown
in Fig. 1(e).

GDBC nanocomposite solid electrolyte with 40 wt% CeO,
was analyzed via TEM to understand the structural character-
istics and confirm the generation of a nanocomposite material.
It can be seen in Fig. 1(f)-(h) that the nanocomposite material
comprised the cubic-like structure of §-Bi,O; and c-Gd,0;,
matching well with the XRD results, and this confirms the
formation of the material. The TEM images of 40 wt% CeO,
nanocomposite solid electrolyte illustrated in Fig. 1(f)-(h)
reveal the embedded CeO, nanoparticles on the surface of
Bi,0;-Gd,03, which are in touch with one another. Further-
more, the selected area electron diffraction (SAED) pattern
displayed in Fig. 1(i) exhibits concentric rings, indicating the
polycrystalline structure of the nanocomposite solid electrolyte.

The spatial distributions of different elements in the GDBC
nanocomposite solid electrolyte with 40 wt% CeO, were inves-
tigated via elemental mapping analysis (Fig. S1, ESIT). These
images indicate that the Ce, Gd, Bi, and O elements are
distributed throughout the entire nanocomposite.

The structural phases and crystallinity of Bi,O;, Gd,O3,
CeO,, GDB, and the GDBC nanocomposite solid electrolyte
calcined at 800 °C were studied via XRD, and the patterns are
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depicted in Fig. 2. The diffraction peaks obtained at 20 values of
27.96° (111), 32.96° (200), 46.36° (220), and 55.15° (311) can be
attributed to the planes of cubic 8-Bi,O; (JCPDS card number:
27-0052).>* The diffraction peaks of Gd,O; obtained at 20 values
of 20.16° (211), 28.62° (222), 33.26° (400), 47.48° (440), and
56.52° (622) can be attributed to the cubic phase of Gd,O3
(JCPDS card no: 12-0797).>° Furthermore, the CeO, sample
reveals diffraction peaks at 28.56°, 33.44°, 47.87°, 56.50°, and
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Fig. 2 X-ray diffraction patterns of 8-Bi,O3z, c-Gd,O3 CeO,, and (1 —
X)Bi>O3—-Gd,03:xCeO, nanocomposite solid electrolyte samples with dif-
ferent wt% levels of CeO, nanofiller.
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69.80° which correspond to the (111), (200), (220), (311), and
(222) planes, respectively (JCPDS card no: 34-0394).%°

Peaks from both 6-Bi,O3 and ¢-Gd,0; particles coexist in the
GDB material and match well with the JCPDS numbers of the
individual components. Diffraction peaks from Bi,O;, Gd,0s3,
and CeO, can be clearly seen in the GDBC nanocomposite solid
electrolyte patterns, indicating the successful formation of
GDBC nanocomposite solid electrolytes. The diffraction peaks
of the as-synthesized Bi,O;-Gd,0;-CeO, nanocomposite solid
electrolytes are quite comparable to those of the pure pristine
materials, although they are much wider than those of the
pristine materials. This suggests that the final products may
have a smaller particle size and that their diffraction peaks
might overlap.”” Moreover, the main diffraction peak positions
of Bi,03;-Gd,0; and CeO, are quite similar. It was observed that
with an increase in the concentration of CeO,, the intensity of
the CeO,(311) diffraction peak also increased simultaneously,
while the Bi,05(220) and (311) peak intensities decreased,
indicating that CeO, has been successfully incorporated into
the nanocomposite solid electrolyte.>®

FT-IR spectroscopy was used to distinguish the different
functional groups of as-synthesized samples. Fig. 3 depicts the
FTIR spectra of pure GDB and GDBC nanocomposite solid
electrolyte. The absorption peak at 847.13 em™" is attributed
to Bi-O stretching vibrations.>® The absorption peak at
1040.77 cm™ " is attributed to the bending vibrations of Bi-O
bonds.?° The absorption peaks at 1382 cm™ " and 1634.25 cm ™
indicate the existence of carbon-oxygen double-bond stretch-
ing vibrations of absorbed CO,.*’ The absorption peak at
541.31 em™* corresponds to Gd-O vibrations.>> The strong
absorption peak at around 476.43 cm ' is due to O-Ce-O
vibrations.*® The broad absorption peak at 3426.31 cm™ ' is
attributed to the O-H stretching vibrations of water molecules
that the nanocomposite solid electrolyte absorbed from sur-
rounding moisture,** and the peak at 2921.9 cm ™" is attributed
to the presence of atmospheric CO, in the sample.>® All the
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Fig. 3 FT-IR spectra of GDB and GDBC nanocomposite solid electrolyte
with 40 wt% CeO,.
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mentioned peaks confirm the formation of CeO,-embedded
Bi,0;-Gd,0; nanocomposite solid electrolyte.

The thermal stability of the synthesized GDBC nanocompo-
site solid electrolyte with 40 wt% CeO, was studied via TGA/
DTA under an inert nitrogen atmosphere, which is shown in
Fig. S2 (ESIt). Approximately 0.8% weight loss from the nano-
composite is detected before 200 °C, and this is mostly due to
the removal of moisture. A further decrease in the TGA curve
indicates weight loss of 2% from the nanocomposite material,
which is attributed to the removal of lattice water in the
temperature range of 300-480 °C.>® As shown in the plot, the
sample is stable from 500 °C to 800 °C, as revealed by the small
weight loss from the nanocomposite. A strong endothermic
peak is observed at 700-750 °C in the DTA curve, which shows a
Bi,O;3 phase transformation from the o phase to the 6 phase.

3.2. Electrochemical characterization of (1 — x)Bi,O;3-
Gd,0;:xCeO, nanocomposite solid electrolyte: analysis of
impedance spectra and an evaluation of conductivity

Nanocomposite pellets with a thickness of 0.2 cm were used for
electrochemical tests. For better electrical connectivity between
the sample and electrodes, the pellets were coated with silver
paste. AC impedance measurements were carried out using the
pellets over a frequency range of 20 Hz-1 MHz at various
temperatures under an air atmosphere. The electric and dielec-
tric properties of the samples were also studied using the same
instrument.

AC complex impedance spectroscopy is a popular non-
destructive method for the analysis of the electrical processes
and conductive mechanisms related to crystalline materials.®”
Cole-Cole plots of (1 — x)Bi,03-Gd,05:xCeO, solid electrolyte
samples at 613 K are depicted in Fig. 4. AC complex impedance
spectroscopy is a diagnostic tool for separating the contribu-
tions of grains, grain boundaries, and the electrode-electrolyte
interface.*®

Impedance data are illustrated in the form of imaginary 2"
(capacitive) impedance against real 2’ (resistive) impedance. The
Cole-Cole plots show typical impedance spectra shapes that
consist of a semicircular arc in the higher frequency range, which
is attributed to resistive (R) and capacitive (C) components,* and
an inclined spike in the lower frequency range, which is attributed
to electrode processes.®*® The low frequency spike is ascribed to
ionic conductivity while the high frequency semicircle is ascribed
to the effects of grain boundaries.*'

From Fig. 4, it is noted that the radius of the grain boundary
arc of the nanocomposite solid electrolyte decreases as the
concentration of CeO, nanofiller is increased. It is found that
the radius of the semicircle is minimum for (1 — x)Bi,O3-
Gd,0;:xCe0, when x = 40 wt%, and the radius increases with
further increases in the CeO, content. The reason for this
behavior may be an increase in the number of carrier ions
and ionic mobility for 40 wt% CeO,, thus leading to a decline in
the bulk resistance.””

The ionic conductivities of the nanocomposite materials
with various concentrations of CeO, can be evaluated using
the following formula:

Mater. Adv,, 2022, 3, 3316-3325 | 3319


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d1ma01254a

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

Open Access Article. Published on 10 March 2022. Downloaded on 11/21/2025 8:02:00 PM.

(cc)

View Article Online

Materials Advances Paper
10 10
R, (a) 0% CeO, R, (b) 10% CeO,
8 C'b 8 ol
JHigh frequency region
/".\.\.
>
—~ 6 - n 0 64 High frequency region
£ ‘w  Low frequency region| =
= / u =) T e, Low frequency region
\o./ / \- = ,»0/ e
s 4 u . N 4 o o e
N l/ \ b \°\
[ ] ] o
o \ w ,,‘ *
u '\ -~ o N
/ b N
24 4 " x 24 LN
l/ -\ ] R ,/. °
/ " b '] A
. ..:/ J .
0 T UV ! ; B e 0 T T T T T T T T T T
0 10 20 30 40 50 60 70 80 0 5 10 15 20 25 30 35 40 45 50 55
Z' (Ohm) Z' (Ohm)
8 6
R, ©) 20% CeO, R, ()] 30% CeO,
6 C, Cy
. . 4 T . .
’é‘ High frequency regloi'nA e, E High frequency region
A, "
=, ax 4,  Low frequency region s P o Liow frequency region
S - EA P v v
= A 4 R A v
= e A v .
,A'A Y 24 vv‘v
A a v v v
2 A A A Yy v v
/A AA A‘/ \M v ¥ v
A A A v v, vV R
& y A \ A 4 b
4 b L 5 af /
A A
A
0 T T T T T y T T T J T 0 T T L T T T T T T
0 5 10 15 20 25 30 35 40 5 [] 15 20 25
Z' (Ohm) Z' (Ohm)
15 30
R, e 40% CeO, | R ® 50% CeO,
_L} ‘Ii.,} oo
. 25 <
] < \x
Ci S ¢
20 « *{
1.0+ JJ ‘\1 Low frequency region
g E 15 P ‘ﬂ
s High frequency region g 1 M
= 1 = < <
= Low frequency region = 10d 4 1
N N h \4 . 4
0.5 4 *® ’n"’\g‘ T < 4’
o ‘. 54 4 < <
o* *o 14 \ <
o e »* / 1 //
* ”Q ,’ R o < < Ry
< % b 1 Hi i ‘14;/
° "o® High frequency region
0.0 4 - T r T 5 T T T T T T T T T T T
0 1 2 3 0 25 50 75 100 125 150 175 200 225 250 275 300
Z' (Ohm) 7' (Ohm)

Fig. 4 Cole—Cole (complex impedance) spectra of (1 — x)Bi,O3—-Gd,O3:xCeO, nanocomposite solid electrolyte samples with different wt% levels of

CeO, at a temperature of 613 K.

o =LIR x S)

(1)

where L is the thickness of the pellet in cm, R is the bulk
resistance in Q, and S is the area of the pellet in cm?.?

Conductivity measurements were carried

out on all synthe-

sized nanocomposite materials to analyze the nature of con-

duction in the presence of CeO, nano

filler. Impedance

spectroscopy data is commonly used to calculate conductivity.
This approach is preferred because it prevents electrode

3320 | Mater. Adv., 2022, 3, 3316-3325

polarization and allows for the differentiation of grain and
grain-boundary contributions to the total resistance, among
other benefits.** The intercept of the semicircle with the real
axis in the low frequency domain was used to determine the

bulk resistance at all ¢

oncentrations, as shown in Fig. 4.** The

ionic conductivities of the nanocomposite materials at 613 K
are shown in Table 1, where solid electrolyte containing 0 wt%
CeO, has ionic conductivity (¢ = 2.52 x 107> S cm™ ') that is

comparable to the

value for Bi,0;-Gd,0; reported by

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Table 1 The ionic conductivity values of (1 — x)Bi,O3—Gd,03:xCeO,
nanocomposite solid electrolyte with different wt% levels of CeO, at 613 K

Sample o (Sem™)
0% CeO, 2.52 x 1073
10% CeO, 33 x 107
20% CeO, 4.58 x 107°
30% CeO, 8.4 x 10°
40% CeO, 7.56 x 1072
50% CeO, 7.03 x 107*

T. Takahashi et al.'®> However, the conductivity improves upon
increasing the CeO, concentration and reaches a maximum for
40 wt% CeO, at 613 K (o = 7.56 x 107> S cm'). When we
compare the aforementioned conductivity values to the nano-
composite solid electrolytes that we have synthesized, i.e., (1 —
X)Bi,03-Gd,03:xCeO, with various weight percentages of CeO,,
the difference is enormous. This might be owing to the
presence of the nanofiller, which can enhance the ionic trans-
port and the motion of constituent components.*> This activity
is inhibited at a lower temperature but at a higher temperature
the host matrix can expand, increasing the overall mobility of
the ions and resulting in higher ionic conductivity.’® The main
reasons for using nanofillers are two-fold: (i) to improve the
ionic conductivity at low temperatures and (ii) to improve the
stability at the electrode-electrolyte interface.’” Because of
heterogeneous doping, ions are drawn to the surface of the
dispersoid, resulting in a depletion zone with a higher concen-
tration of ion vacancies. This depletion zone is characterized by
a highly conducting space-charge layer that runs along the
matrix-particle interface.® This study found that conductivity
is directly connected to the concentration of nanofiller, ie.,
when the CeO, wt% increases, the conductivity increases,
before passing a threshold value and then decreasing. Defect
generation in the interface zone, which is itself a disordered
zone, contributes significantly to the high conductivity. The
primary role of the nanofiller is to modify ion-ion mobility,
which may result in improved ionic transport. This is due to the
thermally stimulated process of CeO, grains creating new
empty sites within the parent network.*> However, a decrease
in ionic conductivity is observed at CeO, concentrations greater
than 40 wt%. This is because the presence of excess nanofiller
in the nanocomposite system can cause ion pairing and aggre-
gation, impeding ionic transport and thus preventing
conduction.”® The obtained conductivity value for 40 wt%
CeO, appears to be a maximum of 7.56 x 107> S cm ' at a
more useful temperature of 613 K.

Conductivity and activation energy are two major character-
istics used to evaluate electrolyte performance. Conductivity
measurements were carried out on all the synthesized nano-
composite materials to analyze the nature of conduction in the
presence of CeO, nanofiller. The conductivities of the nano-
composite solid electrolytes are plotted against the inverse of
absolute temperature (7) in Fig. 5. Activation energy is calcu-
lated on the assumption that ionic conduction in a solid
electrolyte is a thermally stimulated process. In other words,
according to an Arrhenius-type equation, the conductivity of an

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Fig. 5 Variation of ionic conductivity as a function of the inverse of

temperature for (1 — x)Bi,O3—Gd,03:xCeO, nanocomposite solid electro-
lyte samples with different CeO, concentrations.

electrolyte tends to increase with an increase in temperature, as
follows:**

o= aexn( ) @

where ¢, is a pre-exponential factor, E, is the activation energy,
T is the absolute temperature, and & is the Boltzmann constant.

Using eqn (2), we can determine E, based on the regression
method across the entire temperature range, and the values of
E, for different wt% levels of CeO, nanofiller are shown in
Fig. 6. The activation energy decreases from 0.1334 to 0.0954 eV
as the CeO, nanofiller content increases from 10 to 40 wt%.
Then the activation energy increases with increasing CeO,
content, attaining a value of 0.1444 eV for 50 wt% CeO,. The
lowest activation energy is exhibited by the 40 wt% CeO,
nanocomposite solid electrolyte: 0.0954 eV. Thus, it can be
inferred that ions require only 0.0954 eV of energy to migrate
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Fig. 6 Variation of the activation energy of (1 — x)Bi,O3—Gd,03:xCeO,
nanocomposite solid electrolyte as a function of CeO, wt%.
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Fig. 7 lonic conductivities for (1 — x)Bi,O3—-Gd,0O3:xCeO, nanocompo-

site solid electrolyte samples as a function of CeO, wt% at different
temperatures.

from one site to another, indicating that the ions in the
nanocomposite solid electrolyte sample are highly mobile.
The decline in ionic conductivity above 40 wt% can also be
seen in Fig. 7, which depicts the nanocomposite solid electro-
lyte ionic conductivity at various temperatures as a function of
CeO, wt%. Fig. 8 displays the frequency dependence of con-
ductivity (o) for 40 wt% CeO, doped Bi,0;-Gd,03; nanocompo-
site solid electrolyte at various temperatures. Each curve has a
low frequency plateau corresponding to the bulk material DC
conductivity and a high frequency dispersive portion corres-
ponding to its AC conductivity. The conductivity plots exhibit
dispersion, which shifts to a higher frequency as the tempera-
ture rises. This behavior implies that ionic conduction in the
nanocomposite material proceeds via a hopping process, as
described by the Jonscher universal power law.*>*° Fig. 8 shows
that o4, drops with a decrease in frequency and tends to
become frequency independent below a specific value.
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Fig. 8 Variation of ionic conductivity as a function of frequency for (1 —
X)BiO3-Gd,03:xCeO, nanocomposite solid electrolyte with 40 wt%
CeO,.
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3.3. Dielectric properties of (1 — x)Bi,03;-Gd,0;:xCeO,
nanocomposite solid electrolyte

For integrated circuits and sophisticated packaging technolo-
gies, the dielectric constant is an essential observable compo-
nent affecting the design of capacitors, resistors, transformers,
and inductors.>*

The frequency-dependent real part of the dielectric constant
(¢') can be calculated using the following equation:

, Cpt
C A (3)
where C, represents the capacitance of a specimen in Farads
(F), t is the thickness, ¢, is the free space permittivity (8.854 x
10" Fm™'), and 4 is the area of the pellet.””

The imaginary part of the dielectric constant (¢”) can be
calculated via the following equation:

¢ =¢'tand (4)

where tan § is the dielectric loss tangent.>

Real and imaginary dielectric constant and dielectric loss
values for the selected compositions at various frequencies at a
temperature of 613 K are shown in Fig. 9. It is shown that all
samples had a high dielectric constant at low frequencies;
this dropped as the frequency increased, eventually reaching
saturation at higher frequencies. The values of the dielectric
constant (real and imaginary parts) improved upon increasing
the CeO, nanofiller content, reaching a maximum at 40 wt%
CeO,. Following that, when the concentration of CeO, was
increased further (50 wt% CeO,), the dielectric constant value fell
because mobile oxide ions are unable to travel quickly due to
obstruction from conduction channels. The slow movement of
ions at a CeO, concentration of 50 wt% results in a low dielectric
constant value due to reduced conduction-related polarization.*>

At lower frequencies, the high dielectric constants for all
wt% ratios of CeO, nanofiller could be linked to a buildup of
charge at the sample-electrode interface, which is known as
space charge polarization, or it might be due to interfacial
polarization, as predicted by Maxwell-Wagner theory. This is
characteristic of ion-conducting materials.>®

Fig. 10 depicts the frequency-dependent tangent loss (tan )
of nanocomposite materials with different amounts of CeO, at
613 K. The dielectric loss is the amount of energy lost in a
dielectric material. It is shown that the value of tand progres-
sively decreases as the frequency increases. The high value of
tan d at low frequency can be related to conductivity relaxation
or it may be ascribed to free charge mobility in the material.>*

The temperature dependence of the dielectric constant at 1
MHz for (1 — x)Bi,03-Gd,03:xCeO, nanocomposite solid elec-
trolyte samples is shown in Fig. 11. It is observed that the
dielectric constant increases with an increase in temperature
for all compositions. This could be due to an increase in oxide-
ion mobility through the solid electrolyte, which is thermally
activated.’”

The highest dielectric constant values are observed for the
40 wt% CeO, composition over the entire temperature range

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Fig. 9 Variations of (a) the real part of the dielectric constant and (b) the
imaginary part of the dielectric constant for (1 — x)Bi,O3—Gd,03:xCeO,
nanocomposite solid electrolyte samples with different CeO, concen-
tration levels.
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Fig. 10 The variation of dielectric loss as a function of frequency for
(1 — x)Bi,O3—-Gd,03:xCeO, nanocomposite solid electrolyte with different
amounts of CeO, nanofiller.
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studied. This increase in dielectric constant value can be
attributed to the concept of dielectric polarization. At lower
temperature, charge carriers cannot always follow the applied
field direction, resulting in a weak contribution to polarization
and dielectric behavior. As the temperature increases, the
charge carriers become excited and have adequate energy to
raise the dielectric constant.”®

As seen in Fig. 12, the dielectric constant decreases with an
increase in frequency due to the low polarization. The high
dielectric constant values might be due to space-charge polar-
ization caused by ionic transport and structural distortion in
the material.’”

The material dielectric properties have a direct relationship
with the AC conductivity, as follows:

55

—=— 100 KHz
T-®—200 KHz
501 A 400 KHz
v 500 KHz
45 19— 700 KHz
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Dielectric constant

T d T ¥ T d T v T g T y T
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Fig. 12 Dielectric constant values at different frequencies as a function of
temperature  for  60Bi,O3z-Gd,03:40CeO, nanocomposite  solid
electrolyte.
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OaCc = ZKﬂIOE” (5)

From the above relationship, it can be inferred that the higher
the conductivity, the higher the dielectric constant of the
nanocomposite. A higher dielectric constant suggests that a
nanocomposite can store more electric potential energy when
subjected to an alternating electric field.>® The conductivities of
nanocomposite solid electrolytes with different CeO, concen-
trations against ¢’ at a constant frequency of 10 kHz are
depicted in Fig. 13. It is shown that the value of conductivity
increases with the dielectric constant, and the value was found
to be maximum for 40 wt% CeO,. The concept of dielectric
polarization can explain the increase in the dielectric
constant value.

The long-term stability of the ionic conductivity of GDBC
nanocomposite solid electrolyte with 40 wt% CeO, was tested at
613 K using EIS in an open circuit under an air atmosphere,
and the results are shown in Fig. 14 as a function of time. While
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Fig. 14 Long-term stability testing of the conductivity of GDBC nhano-
composite solid electrolyte with 40 wt% CeOs,.
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the initial conductivity was marginally reduced during the first
23 h, high ionic conductivity was maintained for more than
100 h without any detectable deterioration, confirming the
great stability.

4. Conclusions

A simple and low-cost approach for fabricating (1 — x)Bi,O3-
Gd,0;:xCeO, nanocomposite solid electrolyte samples using a
solid-state method followed by optimum thermal treatment at
800 °C was developed, and the resulting nanocomposite sam-
ples were characterized via SEM, TEM, XRD, and FT-IR analysis.
The ionic conductivity increases significantly upon CeO, addi-
tion and reaches a maximum value of ¢ = 7.56 x 10 > S cm ™"
for 60(Bi,03-Gd,03):40Ce0, nanocomposite solid electrolyte
with 40 wt% CeO, nanofiller at 613 K. The enhancement in
conductivity is mostly ascribed to increased mobility as a result
of structural modifications caused by compositional changes.
The activation energy of the most highly conducting sample
(40 wt% CeO, nanofiller) was found to be 0.0954 eV. Impedance
studies reveal the significant role of grain effects on the
conduction process. The dielectric constant and dielectric loss
values are found to increase with a decrease in the applied
frequency and they increase with increasing temperature. The
improved electrical and dielectric properties of the synthesized
nanocomposite solid electrolyte could further strengthen the
practical use of bismuth-based materials in high-performance
low-temperature SOFCs.
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