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Investigation of conduction mechanisms and
permittivity—conductivity correlation in a Gd-
based perovskite structure

Khouloud Moualhi,* Youssef Moualhi and Mouldi Zouaoui @ *

Currently, the development of perovskites has required a lot of attention for fundamental investigation and
electronic devices. The present study reported the electrical conductivity and the dielectric properties of
a GdCa,Cuz0; (GdCaCuO) system prepared via the solid-state reaction method. The X-ray diffraction
results indicate that GdCaCuO crystallizes in the tetragonal perovskite structure. The studied compound
reveals elevated dielectric permittivity and significant electrical phenomena including the influence of
multiple conduction and relaxation mechanisms on the transport of charges. From the impedance
results, it is observed that the electrical and dielectric properties of the studied compound are governed
by the contribution of the grain and the grain boundary regions. The Nyquist results and the blocking
factor (ag) were used to confirm the aforementioned properties. From the modulus results, we confirm
again the presence of multiple relaxation processes and various types of polarization effects. The
semiconductor character of the GdCaCuO ceramic is due to the activation of hopping conduction
processes within the DC regime. Consequently, both the variable range hopping and the small polaron
hopping models are used at low- and high-temperature ranges, respectively. At various temperatures,
the conductivity spectra of the GdCaCuO ceramic conform to the double Jonscher power law. The
power law behavior is attributed to the activation of hopping and tunneling conduction mechanisms.
The presence of large dielectric dispersion in GdCaCuO is observed at low temperatures and decreases

rsc.li/rsc-advances

1 Introduction

Nowadays, scientists have turned their attention to developing
the efficiency of perovskites to replace fossil fuel energy funds
with cleaner renewable sources.”™ Thus, research groups have
sought to develop new compounds with elevated dielectric
permittivity and critical electrical properties.>” Numerous kinds
of research focused on the origin of the transport properties and
the impact of the materials microstructure on some critical
dielectric properties.”® Among functional materials, CaCu;Ti,-
0O;, perovskite has long been attracting significant consider-
ation given its various exceptional physical characteristics such
as the elevated dielectric characteristics, the contribution of
several conduction processes to the transport properties of this
kind of material, and the irreversibility field.® Both the electrical
and dielectric properties of the ceramic compounds are sensi-
tive to dipolar species and localized charges, which are the
responsible parameters for determining the strength, the
kinematics, and the charge carrier interactions.* Therefore, it is
challenging to correlate the structural, dielectric, and electrical
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rapidly against increasing temperatures.

properties of ceramics to produce multifunctional compounds
and use them in future applications.® Due to their high
permittivity (¢') and its motivating performance, low dielectric
loss, and the observed excellent temperature stability of ¢’ over
a large temperature domain, GdCaCuO complex ceramics have
been recently proposed to fabricate Y5R and Y6R ceramic
capacitors.? Similar ceramics like CaCu;Ti O;, are used in the
fields of energy-storage devices and microelectronics (sensors,
pass capacitors, dynamic random access memory devices,
actuators, and high-energy-storage devices).

In the literature, the electrical and dielectric responses of
ceramic materials are attributed to the major role of polariza-
tion effects and the microstructure properties when the mate-
rial is exposed to an external electrical field.> Accordingly, the
investigation of electrical and dielectric responses gives an idea
about charge storage, charge density, and mobility.” It permits
the identification of the conduction mechanisms that govern
the transport and the relaxation phenomena. Similarly,
impedance spectroscopy characterization gives significant
information about the frequency range in which each polari-
zation contribution and the conduction mechanisms are acti-
vated.® For several oxide materials, it is found that electrical
conductivity and charge storage mechanisms depend on
temperature, frequency, impurities, and crystal defects.’

© 2024 The Author(s). Published by the Royal Society of Chemistry
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According to Maxwell-Wagner's model and Koops' theory,"
conducting grain regions are active at a higher frequency range.
The frequency-dependent electrical conductivity of oxide
systems usually obeys the Jonscher power law,**** and the Bruce
model.** Other electrical condition laws like the super-linear
and the nearly constant laws have been employed for simple
perovskites.*

For the studied system, the electrical conductivity spectra
and the dielectric properties at various temperatures (from 220
to 450 K) are investigated based on numerous polarization,
relaxation, and conduction models. For instance, the conduc-
tivity spectra were analyzed using the universal Bruce law.
Accordingly, the power law variation has been explained using
numerous hopping and tunneling conduction mechanisms like
the overlapping large polaron tunneling, the non-overlapping
small polaron tunneling, the correlated barrier hopping, and
the quantum mechanical tunneling mechanisms. In the DC
regime, the semiconductor behavior that is noticeable in
numerous classes of materials has been usually investigated
based on Mott's theory.'**® Accordingly, both the small polaron
hopping and the variable range hopping conduction mecha-
nisms have been proposed to examine the origin of some
transport properties. The presence of numerous relaxation
phenomena and the important contribution of numerous types
of polarization effects have been investigated using both
impedance and modulus analysis. The dielectric properties of
GdCaCuO are discussed using the well-known intrinsic IBLC
polarization, a hopping mechanism, oxygen vacancy ionization,
and metal vacancy complexes that co-exist and contribute to the
appearance of elevated permittivity and encouraged conduc-
tivity in GdCaCuO.

2 Experimental section

The compound with structure GdCaCuO was synthesized, at
high temperatures, using a solid-state reaction method. A
detailed explanation of the elaboration steps and the optimi-
zation of the preparation conditions that give the best electrical
and dielectric performances of the material are mentioned in
our previous work.®* Accordingly, a stoichiometric mixture of
fine powders of Gd,O; (99.9%), CaCO; (99.9%), and CuO
(99.9%) was employed to prepare the sample. The oxides and
carbonate precursor were intimately blended in an agate
mortar. The mixed powders were pressed into pellets and
calcined at 950 °C, which gives the best dielectric properties
(elevated dielectric constant, and lower loss tangent) in the
GdCaCuO. The synthesis takes place in two sintering cycles
separated from each other by milling and pressing into pellets.

Cristal structure (lattice and space group), homogeneity, and
phase purity of the prepared sample were recently discussed in
our previous work in which we found that the structural phase
formation of the material is observed for the sintering
temperature of 950 °C obtained using an X-ray diffraction (XRD)
characterization. The structural lattices were deduced using the
Rietveld refinements. To examine the electrical proprieties of
the sample, the powder was pressed into a pellet of 1 cm
diameter and approximately 0.5 mm thickness. On both sides of

© 2024 The Author(s). Published by the Royal Society of Chemistry
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the pellet, a thin Ag film was deposited using a circular mask of
1 cm in diameter. An Agilent Hewlett-Packard HP 4192 analyzer
has been used to measure the conductivity. All measurements
were conducted at different temperatures in the frequency
range 10 Hz to 13 MHz.

3 Results and discussions
3.1 Structural and dielectric proprieties in GdCaCuO

The crystallographic quality of the prepared compound was
determined using X-ray powder diffraction. Fig. 1(a) displays
the XRD pattern for the prepared sample with Rietveld refine-
ment profiles attained using FullProf software. The determi-
nation of lattice parameters and the identification of the phase
of the sample were carried out by the refinement in our previous
work.? The reported result indicates that the elaborated ceramic
crystallizes in the tetragonal unit cell with a P4/mmm space
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Fig. 1 Rietveld refinement of the XRD pattern of GdCaCuO ceramic
(a), the tetragonal unit cell structure of the sample (atomic positions
are shown in parentheses). Frequency dependence of the dielectric
constant and loss for GdCaCuO ceramics at room temperature (Insert:
SEM micrograph of CCTO ceramic and the physical model of elec-
tronic motion) (b).
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group. Using the Rietveld refinement profiles, the obtained
lattice parameters are a = b= 11.084(9) A, and ¢ = 19.834(4) A.

Morphology of the sintered surfaces of the ceramics
annealed at 950 °C was examined by scanning electron
microscopy (SEM). The sample showed non-uniform grain sizes
and the mean grain sizes of the sintered pellets were found to be
3 um (inset Fig. 1(b)). The grain was well-crystallized with clear
grain boundaries. The microstructure of the compound has
a significant impact on its dielectric properties. The dielectric
properties [the dielectric constant (¢/) and the dielectric loss
(tan 6)] of GdCaCuO ceramics at room temperature are pre-
sented in Fig. 1(b). The sample has a high dielectric permittivity
and stability over a wide frequency range [10°-10" Hz]. At 3 kHz,
the dielectric constant is about 5000 with a loss of 0.2. It has
been observed that there is a relaxation process that occurs at
200 kHz. Due to this relaxation process, the dielectric constant
of the ceramics decreases at high frequency. The dielectric
behaviors of the investigated ceramic are similar to the reported
results in the CaCu;Ti 04, compound.*®

The dielectric properties of the ceramics are strongly affected
by the microstructure (size and uniformity of grain size) and the
nature of grains and grain boundaries. The large dielectric
response was reported to be caused by the electrically hetero-
geneous nature of semiconducting grains and highly insulating
grain boundaries. The internal barrier layer capacitance (IBLC)
model based on heterogeneous microstructure has been
frequently employed to explain the giant dielectric permittivity
response of GdCaCuO ceramics.® Meanwhile, the formation of
a space charge zone was a common phenomenon at grain
boundaries. The relaxation processes of GdCaCuO ceramics
were analyzed to reveal the dynamic charge carriers and the
origin of the interfacial or Maxwell-Wagner (MW) polarizations
(insert: Fig. 1(b)).

In the literature, the electrical and dielectric properties of the
copper oxide systems are linked to the hopping of electrons in
copper-oxygen vacancy complexes. In addition, the occurrence
of elevated intrinsic dielectric characteristics is related to the
strong interfacial polarization (IBLC) that results from the
presence of insulating grain-boundary barrier layers. For copper
dielectric ceramics, the grain boundary regions are composed of
oxygen vacancy ionizations, copper oxidation, defects in the
junction, and space charges that support their high dielectric
permittivity. Using the Kroger and Vink notation, the oxygen
ionization relation is given by the following expression:***°

O; >V +¢ +1/20,(g) 1)

Cu’" + 1/ - Cu** )

where, V; is the two dots indicate doubly positively charged
oxygen vacancy with respect to the neutral lattice.

For the studied material, oxygen vacancies are easily
produced, as the breaking of Cu-O bonds does not require an
elevated energy. Usually, oxygen vacancies could be otherwise
charged Vi, Vi, Vo, Vo, V', (while two single quotation marks
means negatively charged oxygen vacancy with respect to the
neutral lattice and the two dots indicate doubly positively
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charged oxygen vacancy). In addition, the investigated GdCa-
CuO system reveals a positively charged oxygen vacancies that
are compensated by free electrons or aliovalent metal ions.
Therefore, one can reveal metal-oxygen vacancy complexes like
(Cul, —V3)" and (Cu'cy —V3), the latter one in smaller
number due to the oxidation aliovalency of the Cu element. This
type of oxidation and the existence of the Cu®>*/Cu®" states are
confirmed in our previous work using the X-ray photoelectron
spectroscopy.®

It's interesting to note that the dielectric constant of the
GdCaCuO ceramic at 0.5 kHz, 1 kHz, and 10 kHz is almost
unaffected by the temperature studied in our previous study.®
To qualify these ceramics as important dielectric material
components for capacitor fabrication of various types, such as
Y5R and Y6R, this primary observation is of utmost
importance.®

We are interested in the following work on the relationship
between dielectric proprieties and conductivity in low and high
temperatures. However, in semiconducting materials, localized
charge carriers hopping between spatially fluctuating lattice
potentials not only produce conductivity but also give rise to
dipolar effects. In fact, the polarization, in particular, of the
oxygen vacancy-related defects is accompanied by the release of
carriers which results in the global conduction. The analyses
and information provided by complex impedance spectroscopy
are used to study the different conduction mechanisms as
a function of frequency and temperature, and the explicit
contribution of grains and grain boundaries to the overall
electrical performance of GdCaCuO perovskite.

3.2 Impedance study

For the aim to investigate the contribution of the grains and
grain boundaries as well as the electrodes in the electrical
proprieties of the studied compound, an electrical equivalent
circuit has modeled the electrical response (Z” versus Z') of
GdCaCuO. For each temperature value, the following relation
describes the complex impedance function:

Z¥w,1) = Z'(w.T) — jZ"(w,T) (3)

7' is the real part of the impedance termed resistance, and Z” is
the imaginary part of the impedance termed reactance. To
identify the contribution of grains, grain boundaries, and
electrode effects, detected in electrical and dielectric properties,
we determine from experimental data the real and imaginary
parts of the impedance spectroscopy, and we plot Z” versus Z'.
Over the explored temperature range (from 7= 220 K to T'= 450
K), the Nyquist plots (Z” versus Z') of GACaCuO are presented in
Fig. 2(a and b). Complex impedance spectra are often espoused
in analyzing the effects of the grain and the grain boundary
(GBs) resistances. To show the important role of the contribu-
tion of grains and grain boundary in the electrical conductivity
of the studied sample, we need to model the sample by an
equivalent electrical circuit with the Z-View software. The most
appropriate equivalent circuit, which fits the experimental data,
is designed in the insets of Fig. 2 (Where Ry, and R, are the grain
boundary and grain resistances, respectively, and CPE, and

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 2 Nyquist plot of the prepared sample at different temperature ranges: from 220 K to 300 K (a) and, from 310 K to 450 K (b) (solid line

represent theoretical fit). Inset illustrations of the equivalent circuit.

CPE, are the constant phase elements of the grain boundary
and grains, respectively).>*">* This model allowed us to connect
the electrical properties and microstructure of the studied
sample.

The thermal decrease of the electrical resistance supported
the semiconductor nature of the synthesized ceramic. At high
temperatures, it is observed that both R, and R, decrease as
temperature increases indicating that the electrical conduction
in the prepared sample is thermally activated (Fig. 3). The
influence of the grain boundary contribution to the total
conductivity of the compound is estimated through the
temperature dependence of the blocking factor ay revealed in
inset of Fig. 3, which is deduced using the following relation:**

Ry,

o = —2 4
S (4)

The R, and Ry, resistances are obtained from the Nyquist
plots, at various temperature values. In the literature, it is found
that ay varies between zero and one. For the studied compound,
the grain boundary effects govern the electrical transport
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Fig. 3 Resistance of grains (Ry) and grain boundaries as a function of
temperature deduced from the equivalent circuit (inset: variation of
the grain boundary blocking factor as a function of temperature).

© 2024 The Author(s). Published by the Royal Society of Chemistry

properties when ag ~ 1. In addition, when «y tends to zero, the
grain resistance controls the electrical characteristics of the
ceramic compounds. The temperature dependence of the
blocking factor for the studied compound indicates that oy
reveals values near to one, confirming that the grain boundary
contributions govern the transport properties. The same results
were observed in the oxide systems. From the reported results in
Fig. 4, we found that the temperature increase is associated with
a decrease in Z'. Beyond a certain frequency value, the signifi-
cant Z' decreases can be explained by the decrease in the density
of trapped charges and the improvement of the mobility of load
carriers. At the high-frequency region, Z’ merges and remains
constant, confirming the existence of space charges in the
studied sample.

For the prepared compound, (GdCaCuO) the frequency
dependence of the imaginary part of impedance (Z”) at different
temperatures is illustrated in Fig. 5. The spectra are defined by
the presence of a relaxation peak at an exceptional frequency
named the relaxation frequency (f;). By increasing the temper-
ature, the relaxation peak is found to shift to higher
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Fig. 4 Real part (Z') of impedance versus frequency for a temperature
range, 220-300 K, and (inset) 310-450 K.
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a temperature range 220-300 K, and (inset) 310-450 K.
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Fig. 6 Evolution of In(z) as a function of the inverse of the temperature
for the studied compound and the obtained activation energy value.

frequencies, suggesting the existence of relaxation
phenomena.”® For each temperature value, the relaxation

frequency f; value can be used to calculate the relaxation time 7
1

27fy

using the relation: t =
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Fig. 7
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Fig. 6 displays the variation of In(7) versus the reciprocal
temperature of the GdCaCuO system. In such case, the experi-
mental results of the relaxation time were evaluated via Arrhe-
nius's expression:

E['C
T =Ty eXp (kB 71,) (5)

E, is the activation energy for the relaxation time and 7, is
the free exponential factor. The deduced value of the activation
energy of the thermal dependence of the relaxation time is E,; =
0.16 eV.

3.3 Modulus study

Electric modulus is suitable for investigating oxide materials’
conduction and relaxation behaviors. Thus, the electrical
modulus investigation can be employed to identify the presence
of multiple relaxations, conduction processes, and charge
transport mechanisms in the oxide materials. The frequency-
dependent complex electrical modulus is expressed by the
following relationship:

M*(w) = M'(w) + jM"(w) = joCoZ*(w) (6)

C, is the geometrical capacitance of the material. The complex
impedance (Z*) rapports the grains and grain boundary resis-
tances (Ry and Ryp,) and capacitances (C, and Cgyp,) that could be
deduced from the equivalent electric circuit. M’ and M” are the
real and the imaginary parts of the electrical modulus,
respectively.

Fig. 7(a) displays the evolution of M” versus M' (Nyquist plots)
at different temperature values for the investigated GdCaCuO
compound. For each Nyquist plot, the right semicircle corre-
sponds to the grain capacitance (C,) contribution, while the left
one corresponds to the grain boundaries capacitance. For the
studied compound, the non-Debye relaxation type is confirmed
by the fact that the center of the semi-circular arc lies a little
below the abscissa axis (Fig. 7(b)).2

Fig. 8 displays the evolution of the real parts of the electrical
modulus (M) as a function of the frequency at numerous

(b)
2,0 Fx10™

(a and b) Nyquist plots of modulus spectra between real (M’) and imaginary (M") parts for different temperatures.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 8 Spectra of the real part M’ of the electric modulus at selected
temperature values.

temperature values. In the first temperature range, it is notice-
able from the curve that the real parts of the electrical modulus
(M) increase with increasing frequency and practically take
nearly a constant value beyond 1 kHz. The increases of M’ with
increasing frequency, at low frequencies, can be explained by
the significant electrode and/or ionic polarization.”” At high-
range frequencies, we found that M’ reveals a dispersion vari-
ation that can arise due to the conductivity relaxation in the
studied ceramic. In the intermediate frequency range, M’
displays a tendency for saturation. This result can be related to
the diminutive type of forces that govern the mobility of charges
under an induced field action. The mentioned behavior is
related to the vibration of the ion within the confinement of
their potential energy well at a lower frequency, whereas at
a higher frequency, it remains insensitive to the applied electric
field.”®**

1
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Fig. 9 Evolution of the imaginary part M” of the electric modulus as

a function of frequency and over the temperature range from 220 K to
450 K.
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Fig. 9 shows the frequency dependence of the modulus's
imaginary part (M") at various temperatures of the prepared
compound. For each temperature value, M’ displays a well-
resolved peak at a typical frequency value (fihax). All peaks
indicate the existence of conductivity relaxations in the sample.
However, the perovskite presents a single peak detected at a low
frequency and shifts towards high-frequency values by
increasing temperature. This temperature increase is related to
the increase in the relaxation rate thanks to the thermal acti-
vation of the charge carrier's transport. The temperature
dependence of the M” peak can be related to the studied
material's strength and conductivity relaxation process. The
appearance of peaks indicates that the charge carriers reveal an
evolution from long-range to short-range mobility. For the ideal
Debye model, all dipoles must be relaxed with the same relax-
ation time. However, the existence of non-symmetric M” peaks
confirms the presence of non-Debye-type relaxation.*® For some
selected temperatures, the combined imaginary modulus (M")
and impedance (Z") spectra have been designed in log-log scale
as shown in Fig. 10. This configuration is adopted to distinguish
between the short-range and long-range charge carriers' move-
ment. For the studied GdCaCuO compound, the large
mismatch between the M’ maximum and Z’ maximum
confirms the localized nature of the conduction process.* In the
literature, it is found that the existence of M".x and Z”ax
peaks at the same frequency value indicates that the relaxation
process is due to the long-range charge carriers’ movement.
However, when fi.x (M") # fimax (Z”), the charge carrier's
movement is related to the short-range mobility.>»** The ion
moves over long distances at low frequencies by successfully
hopping from one site to the next. However, at the high-
frequency range, the presence of a relaxation peak is related
to the existence of confined ions to their potential well and can
make only the localized motion within the well. For the studied
compound and at 290 K and 450 K, the occurrence of Z” and M”
low-frequency peaks, at the same frequency value, indicates the
manifestation of a delocalized relaxation mechanism and long-
range mobility.

3.4 Conductivity study

In the preset section, we shall investigate the transport prop-
erties of the prepared GdCaCuO perovskite using the conduc-
tivity study and some theoretical models. They offer
information on the main conduction processes that assure the
transport properties of the oxide ceramics. In addition, the
electrical conductivity investigation can be employed to identify
the electrical properties of oxides. In this work, conductivity
data were measured over large frequency and temperature
ranges [10 Hz-13 MHz] and [220-450 K], respectively. In the
literature, numerous conduction models were employed to
describe the dynamic of the charge carriers in the perovskite
systems.'>** The total electrical conductivity at a particular
temperature contains direct and alternative current compo-
nents for amorphous, crystalline, and polycrystalline systems.
Fig. 11 shows the ac-conductivity (v,.) plots versus frequency at
numerous temperature values. In the present work, each
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Fig. 10 The imaginary part of impedance (Z”) and modulus (M") versus frequencies at selected temperatures (290 and 450 K).

conductivity spectrum can be defined using the double
Jonscher law:**

o(,T) = o4(T) + A(Dw™ + Ax(Dw™ )

The first term describes the dc electrical conductivity varia-
tion in the studied compound. Hence, the second and the third
terms have been introduced to investigate the electrical
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Fig. 11 (a and b): Conductivity spectra (g) for the studied GdCaCuO

ceramic at different temperatures.
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behavior of the prepared compound in the dynamic region of
the spectra (ac-electrical conductivity). The parameters s, and s,
are two frequency exponents, describing the degree of interac-
tion between mobile charges and gives information about the
origin of the electrical conduction.

In the limit of the DC range and at low temperatures, the
electrical transport properties of the material oxides are largely
explained using the variable range hopping conduction process.
While, at high temperatures, the small polaron hopping (SPH)
conduction process, which is thermally activated, governs the
conduction phenomenon.

Fig. 12 shows the evolution of the DC-conductivity against
the temperature for the studied GdCaCuO sample. Over the
whole explored temperature domain, the reported result
demonstrates an increase in the electrical conductivity with
temperature variation, confirming the semiconductor behavior
of the studied compound. The same behavior was observed in
various oxide materials like Pr,,Cag3Mng X, 103 manganite.”
The activation of the SPH process is related to the formation of
small polarons via a thermally activated energy called the
hopping energy at high temperatures. Fig. 13 (bottom and left)
shows the evolution of In (64c % T) versus the inverse of the

s, (S.cm”)

200 250 300 350 400 450
Temperature (K)

Fig. 12 Evolution of the DC conductivity against the temperature for
the temperature range of 220 K to 450 K.
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Fig. 13 Dependence of In(epc-T) as a function of inverse of temper-
ature (1000/7) (bottom and left) and In(epc) versus /T4 (top and
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temperature for the copper GdCaCuO material. At elevated
temperatures, the linear curve approves the thermal activation
of the SPH mechanism. At this temperature range, the following
relation describes the temperature dependence of the DC

conductivity:
E,
1) = 3 () ®)

The parameter ¢, is a pre-exponential factor, which is
temperature-independent. E, is the activation energy that is
needed to move the charge carrier between two conductive sites.
The deduced activation energy value at high temperatures is E,
= 0.24 eV. The activation energy values are close to the
measured relaxation energies.® The lower jump activation
energy of the oxygen vacancies, which is similar to the re-
orientation of the dipole, enables dielectric relaxation. The
evolution of In (o4.) versus T~** illustrated in Fig. 13 (top and
right) was adopted to show the contribution of the variable
range hopping mechanism in the electrical conductivity of the
studied compound at low temperatures. For the VRH model, the
temperature dependence of the electrical conductivity is
defined according to the Mott-VRH law:**"®

Gae = aoe VDA (9)

The linear evolution of In (oq.) versus T~**, at low tempera-
tures (below room temperature), indicates the presence of the
hopping of charge carriers between variable sites. The param-
eters o, and T, are found to be 1.07 x 10’ Scm ™' and 1.3 x 10°
K and are in good agreement with other results.** The afore-
mentioned model was adopted to investigate the electrical
response of various classes of oxides such as perovskites, spinel
ferrites, and thin films. The formation of small polaron charges
in copper oxides is due to the hopping of the self-trapped
electron on the copper site inside the CuO, planes. The

© 2024 The Author(s). Published by the Royal Society of Chemistry

View Article Online

RSC Advances

Polaron hopping energy related to T, and can be described by
the equation:®

W = 0.25kgTy" T (10)

The temperature dependence of the hopping energy W is
shown in Fig. 14. The hopping energy W increases from 0.13 eV
at 220 K to 0.23 eV at 470 K. The carrier's charge is more
localized in the low temperature. They are frozen at low
temperatures and activated at high temperatures.

For the studied compound, the conductivity spectra have
been deduced from the dielectric plots via the below relation:*®

d(w,T) = wege" (w,T) (11)

The parameter ¢, is the electric permittivity of free space
charge. Beyond a certain specific frequency, conductivity
spectra of the GdCaCuO compound were observed to increase
strangely with the frequency increase due to the activation of
various conduction mechanisms. To examine the nature of
activated conduction processes, in the limit of the ac regime,
the frequency dependence of the permittivity was employed.
The aforementioned function obeys the Jonscher law, which is
defined by the below equations:*****

£ tan(s/2)ao(T)

fi\'(T)fl _ A(T)f\(T)fl (12)

€o

ao(T) and s(T) are the temperature-dependent constants, and
& is the electric permittivity of free space charge. Fig. 15 shows
the frequency dependence of (f x ¢') for GdCaCuO ceramic at
various temperatures. The informed results show the presence of
two power-law variations. Over the explored frequency region,
each power-law evolution was associated with the activation of
one or more conduction processes. Thus, the linear slopes of
(f x &) spectra are used to estimate temperature dependence for
frequency exponents s; and s,, which are mainly employed to
characterize the conduction mechanisms in the AC region of
spectra.’’~*! From the linear fits, the obtained frequency exponent

0.24 -

022 -

020 | o

0.18 - 'Y

W(eV)

0.14 - o

0.12 1 s 1 1 1 1
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Fig. 14 The temperature dependence of the hopping energy W.
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Fig. 16 Evolution of the frequency exponents s; (a), and s, (b) and the
deduced conduction mechanisms.

sy is exposed in the inset of Fig. 16. This value indicates that the
Quantum Mechanical Tunneling (QMT) conduction process
governs the electrical conductivity.*”** The temperature depen-
dence of the second frequency exponent s, (inset Fig. 16)
confirms the contribution of the correlated barrier hopping
mechanism (CBH) to the transport proprieties of the studied
compound. For the CBH model, the frequency exponent has
decreased against increasing the temperature. The conduction
mechanism in the CBH model involves the transfer of charge
through a polaron hopping process transversely to the Coulomb
barrier that separates two defect centers. On the other hand, the
quantum mechanical tunneling (QMT) model assumes the
tunneling of charge carriers between two localized states.**

4 Conclusion

The correlation of polaron conduction and colossal permittivity
of GdCaCuO is established by a modified equivalent circuit

4150 | RSC Adv, 2024, 14, 4142-4152

View Article Online

Paper

based on the internal barrier layer (IBL) model, which is well-
confirmed by the experimental data. The impedance study
confirms the presence of a non-Debye electrical relaxation
process in the compound. In addition, it proves the important
contribution of both grain and grain boundary zones. The
combined study of the electric modulus and the impedance
results indicate that the charge carrier's movement in the
GdCaCuO compound is related to short-range mobility. At high
frequencies, the presence of relaxation peaks M’ and Z” is
related to the existence of confined ions to their potential well
and can make only the localized motion within the well. The
studied copper compound displays a semi-conductor character
in the whole studied temperature region. The electrical trans-
port was attributed to the activation of the small polaron
hopping at high temperatures and the variable range hopping
processes at low temperatures. As temperature increases from
220 K to 470 K, their hopping energy increases from 0.13 to
0.23 eV. The conductivity spectra have been analyzed by the
double Jonscher power law. From the frequency exponent's
variations, the ac electrical properties of the studied system are
described by the activation of correlated barrier hopping and
the quantum mechanical tunneling conduction processes. The
quantum mechanical tunneling (QMT) model assumes the
tunneling of charge carriers between two localized states near
the Fermi level, the correlated barrier hopping mechanism
assumes that the charge carrier hops from site to site over the
potential barrier.

Data availability

The data that support the findings of this study are available
from the corresponding author upon reasonable request.

Conflicts of interest

The authors declare that they have no known competing
financial interests or personal relationships that could have
appeared to influence the work reported in this paper.

Acknowledgements

This work was supported by Faculty of Science of Bizerte,
University of Carthage, Tunisia. Laboratory of Physics of Mate-
rials: Structure and Property.

References

1 V. S. Puli, S. Adireddy, M. Kothakonda, R. Elupula and
D. B. Chrisey, Low temperature sintered giant dielectric
permittivity CaCu;Ti,O;, sol-gel synthesized nanoparticle
capacitors, J. Adv. Dielectr., 2017, 7, 1750017.

2 T. F. Zhang, X. X. Huang, X. G. Tang, Y. P. Jiang, Q. X. Liu,
B. Lu and S. G. Lu, Enhanced electro-caloric analysis and
energy-storage performance of lanthanum modified lead
titanate ceramics for potential solid-state refrigeration
applications, Sci. Rep., 2018, 8, 396.

© 2024 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ra08703d

Open Access Article. Published on 30 January 2024. Downloaded on 4/2/2026 3:52:35 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

3 L. Liu, H. Fan, P. Fang and L. Jin, Electrical heterogeneity in
CaCu;Ti,0;, ceramics fabricated by sol-gel method, Solid
State Commun., 2007, 142, 573.

4 D. C. Sinclair, T. B. Adams, F. D. Morrison and A. R. West,
CaCu;3TisO4,: One-step internal barrier layer capacitor,
Appl. Phys. Lett., 2002, 80, 2153.

5 R. Schmidt, M. C. Stennett, N. C. Hyatt, J. Pokorny, J. Prado-
Gonjal, M. Li and D. C. Sinclair, Effects of sintering
temperature on the internal barrier layer capacitor (IBLC)
structure in CaCu;Ti O, (CCTO) ceramics, J. Eur. Ceram.
Soc., 2012, 32, 3313.

6 T. B. Adams, D. C. Sinclair and A. R. West, Characterization
of grain boundary impedances in fine- and coarse-grained
CaCu;Ti 0,, Ceramics, Phys. Rev. B: Condens. Matter Mater.
Phys., 2006, 73, 094124,

7 K. Pal, A. Dey, R. Jana, P. P. Ray, P. Bera, L. Kumar,
T. K. Mandal, P. Mohanty, Md. M. Seikh and A. Gayen,
Citrate combustion synthesized Al-doped CaCu;Ti40;,
quadruple perovskite: Synthesis, characterization, and
multifunctional properties, Phys. Chem. Chem. Phys., 2020,
22, 3499.

8 K. Moualhi, W. Chouk, Y. Moualhi, A. Othmani and
M. Zouaoui, Novel high intrinsic permittivity in new
perovskite ceramic GdCa,Cuz;Os, Mater. Chem. Phys., 2023,
312, 128663.

9 Z. Li and H. Fan, Polaron relaxation associated with the
localized oxygen vacancies in Ba,gsSry15TiO3; ceramics at
high temperatures, J. Appl. Phys., 2009, 106, 054102.

10 L. Singh, U. S. Rai, K. D. Mandal and N. B. Singh, Progress in
the growth of CaCu;Ti 04, and related functional dielectric
perovskites, Prog. Cryst., 2014, 60, 15.

11 P. Maji, A. Ray, P. Sadhukhan and S. Chatterjee, Study on
charge transfer mechanism and dielectric relaxation of
cesium lead bromide (CsPbBr3), J. Appl. Phys., 2018, 124,
124102.

12 L. Singh, U. S. Rai and K. D. Mandal, Dielectric, modulus and
impedance spectroscopic studies of nanostructured
CaCu, ;Mg 30Ti40;,  electro-ceramic  synthesized by
modified sol-gel route, J. Alloys Compd., 2013, 555, 176.

13 A. K. Jonscher and M. S. Frost, Weakly frequency-dependent
electrical conductivity in a chalcogenide glass, Thin Solid
Films, 1976, 37, 267.

14 P. Bruce, High and low frequency Jonscher behavior of an
ionically conducting glass, Solid State Ionics, 1985, 15, 247.

15 Y. Moualhi, M. Smari, H. Rahmouni, K. Khirouni and
E. Dhahri, Superlinear dependence of the conductivity,
double/single Jonscher variations and the contribution of
various conduction mechanisms in transport properties of
Lay 5Cap.Ag03MnO; manganite, J. Alloys Compd., 2022,
898, 162866.

16 N. F. Mott, Polarons, Mater. Res. Bull., 1978, 13, 1389.

17 A. K. Jonscher, Dielectric Relaxation in Solids, J. Phys. D:
Appl. Phys., 1999, 32, 57.

18 N. F. Mott, Conduction in glasses containing transition
metal ions, J. Non-Cryst. Solids, 1968, 1, 1.

19 X. J. Luo, Y. S. Liu, C. P. Yang, S. S. Chen, S. L. Tang and
K. Bérner, Oxygen vacancy related defect dipoles in

© 2024 The Author(s). Published by the Royal Society of Chemistry

View Article Online

RSC Advances

CaCu;Ti 04,: detected by electron paramagnetic resonance
spectroscopy, J. Eur. Ceram. Soc., 2015, 35, 2073.

20 W. Chouk, K. Moualhi, A. Othmani and M. Zouaoui, Study of
phase transition behavior and high dielectric properties in
YBa,_ «Ca,CuzO; ceramics, Mater. Chem. Phys., 2023, 314,
128795.

21 S.Dun-Lu, A. -Y. Wu and S. -T. Yin, Structure, properties, and
impedance spectroscopy of CaCu;TisO4, ceramics prepared
by sol-gel process, J. Am. Ceram. Soc., 2008, 91, 169.

22 R. K. Parida, D. K. Pattanayak and B. N. Parida, Impedance
and modulus analysis of double perovskite Pb,BiVOg, J.
Mater. Sci.: Mater. Electron., 2008, 28, 16689.

23 B. E. McNealy and J. L. Hertz, On the use of the constant
phase element to understand variation in grain boundary
properties, Solid State Ionics, 2014, 256, 52.

24 Y. Moualhi, R. M'nassri, H. Rahmouni, M. Gassoumi and
K. Khirouni, Possibility of controlling the conduction
mechanism by choosing a specific doping element in
a praseodymium manganite system, RSC Adv., 2020, 56,
33868.

25 P. Mao, J. Wang, P. Xiao, L. Zhang, F. Kang and H. Gong,
Colossal dielectric response and relaxation behavior in
novel system of Zr"" and Nb®" co-substituted CaCu;Ti O,
ceramics, Ceram. Int., 2021, 47, 111.

26 A. K. Pradhan, T. K. Nath and S. Saha, Impedance
spectroscopy and electric modulus behavior of
Molybdenum doped Cobalt-Zinc ferrite, Mater. Res.
Express, 2017, 4, 076107.

27 1. M. Hodge, M. D. Ingram and A. R. West, Impedance and
modulus spectroscopy of polycrystalline solid electrolytes,
J. Electroanal. Chem. Interfacial Electrochem., 1976, 74, 125.

28 D. C. Sinclair and A. R. West, Impedance and modulus
spectroscopy of semiconducting BaTiO; showing positive
temperature coefficient of resistance, J. Appl. Phys., 1989,
66, 3850.

29 P. R. Mandal and T. K. Nath, Magnetoelectric response and
dielectric property of multiferroic C00.65Zn0.35Fe204-
PbZr0.52Ti0.4803 nanocomposites, Appl. Phys. A, 2013,
112, 789.

30 S. Singh, A. Yadav, M. Kumari and P. M. Sarun, Analysis of
giant dielectric permittivity and electrical properties for
energy storage devices through impedance spectroscopy in
CaCu3Ti4012, J. Mater. Sci.: Mater. Electron., 2022, 33, 9395.

31 R. A. Kumar, A. Dutta, P. K. Mukhopadhyay and T. P. Sinha,
Antiferromagnetic behaviour and dielectric relaxation of
xBa,FeNbO4—(1-x) LaFeO; [x= 0.1, 0.3, 0.5], J. Alloys
Compd., 2018, 730, 201.

32 M. Coskun, O. Polat, F. M. Coskuna, Z. Durmus, M. Caglard
and A. Tirut, The electrical modulus and other dielectric
properties by the impedance spectroscopy of LaCrO; and
LaCry 90lrg.1003 perovskites, RSC Adv., 2018, 8, 4634.

33 P. Gupta, L. K. Meher and R. N. P. Choudhary, Structural,
dielectric, impedance and modulus spectroscopy of
BiLa2TiVO9 ceramic, Appl. Phys. A, 2020, 126, 187.

34 J. Boonlakhorn, J. Prachamon, J. Manyam, S. Krongsuk,
P. Thongbai and P. Srepusharawoot, Colossal dielectric
permittivity, reduced loss tangent and the microstructure

RSC Adv, 2024, 14, 4142-4152 | 4151


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ra08703d

Open Access Article. Published on 30 January 2024. Downloaded on 4/2/2026 3:52:35 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

RSC Advances

of Cal—xCdxCu3Ti4012—2yF2y ceramics, RSC Adv., 2021,
27,16396.

35 L. Zhang and Z. J. Tang, Polaron relaxation and variable-
range-hopping conductivity in the giant-dielectric-constant
material CaCu;Ti Oq,, Phys. Rev. B: Condens. Matter Mater.
Phys., 2004, 70, 174306.

36 L. Boudad, M. Taibi, W. Belayachi and M. Abd-Lefdil,
Investigation of magnetic, dielectric, optical, and electrical
properties of Fe half-doped PrCrOj; perovskite, J. Solid State
Chem., 2022, 309, 122933.

37 S. R. Elliott, A. c. conduction in amorphous chalcogenide
and pnictide semiconductors, Adv. Phys., 1987, 36, 135.

4152 | RSC Adv, 2024, 14, 4142-4152

View Article Online

Paper

38 A. Ghosh and M. Sural, Conductivity spectra of sodium
fluorozirconate glasses, J. Chem. Phys., 2001, 114, 3243.

39 S. R. Elliott and F. E. G. Henn, Application of the Anderson-
Stuart model to the AC conduction of ionically conducting
materials, J. Non-Cryst. Solids, 1990, 116, 179.

40 A. Ghosh and A. Pan, Scaling of the Conductivity Spectra in
Ionic Glasses: Dependence on the Structure, Phys. Rev. Lett.,
2000, 84, 2188.

41 S. R. Elliott, A theory of ac conduction in chalcogenide
glasses, Philos. Mag., 1977, 3, 1291.

42 A. F. Qasrawi and M. F. Taleb, Enhancement of electrical
performance of ZnSe thin films via Au nanosandwiching,
Mater. Sci.-Pol., 2020, 38, 174.

© 2024 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ra08703d

	Investigation of conduction mechanisms and permittivitytnqh_x2013conductivity correlation in a Gd-based perovskite structure
	Investigation of conduction mechanisms and permittivitytnqh_x2013conductivity correlation in a Gd-based perovskite structure
	Investigation of conduction mechanisms and permittivitytnqh_x2013conductivity correlation in a Gd-based perovskite structure
	Investigation of conduction mechanisms and permittivitytnqh_x2013conductivity correlation in a Gd-based perovskite structure
	Investigation of conduction mechanisms and permittivitytnqh_x2013conductivity correlation in a Gd-based perovskite structure
	Investigation of conduction mechanisms and permittivitytnqh_x2013conductivity correlation in a Gd-based perovskite structure
	Investigation of conduction mechanisms and permittivitytnqh_x2013conductivity correlation in a Gd-based perovskite structure
	Investigation of conduction mechanisms and permittivitytnqh_x2013conductivity correlation in a Gd-based perovskite structure

	Investigation of conduction mechanisms and permittivitytnqh_x2013conductivity correlation in a Gd-based perovskite structure
	Investigation of conduction mechanisms and permittivitytnqh_x2013conductivity correlation in a Gd-based perovskite structure
	Investigation of conduction mechanisms and permittivitytnqh_x2013conductivity correlation in a Gd-based perovskite structure
	Investigation of conduction mechanisms and permittivitytnqh_x2013conductivity correlation in a Gd-based perovskite structure


