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Structural, electrical, and dielectric stuc_ljy of the
influence of 3.4% lanthanide (Ln** = Sm>* and La*")
insertion in the A-site of perovskite
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El Hassan Yahakoub, ©* Amine Bendahhou, © Karim Chourti, © Fatima Chaou,
Ilyas Jalafi, Soufian El Barkany, Zahra Bahari and Mohamed Abou-salama @

This paper presents a systematic study of the substitution effect by lanthanides (Ln** = Sm®* and La®*) in the
A-site of perovskite Bay_xLNnax3(Tino9Zro.01)O3 with a substitution rate equal to 3.4%. All samples were
synthesized by the classical solid-state reaction route and characterized by X-ray diffraction and
a complex impedance spectroscopy technique. The synthesized compounds exhibit single-phase
perovskite structures without detectable secondary phases. The PAmm space group was verified by the
Rietveld method from the X-ray diffraction data, with the tetragonal distortion decreasing with the
increasing ionic radius of the lanthanides. SEM micrographs of all ceramics revealed high densification,
low porosity and homogeneous distribution of grains of different sizes over the entire surface. The
dielectric properties of non-doped and Sm3* and La* doped Ba_xLnox3(Tio.99Zr0.01)O3 compound are
studied in the temperature range of 40-250 °C. The dielectric permittivity & increases and the
ferroelectric—paraelectric phase transition temperature decreases when the lanthanides are inserted into
the A-site of Bag xLNnax3(TingoZroo1)Os perovskite. The Nyquist plots indicate a non-Debye type
relaxation process. Conductivity and electrical modulus plots as a function of frequency (10 to 10° Hz)
include two electrical responses corresponding to grain and grain boundary effects for all ceramics studied.

1. Introduction

Dielectric materials with high dielectric constant (¢) and low
dielectric loss (tan 6) are in high demand for a wide range of
applications in various fields such as frequency filters, resona-
tors, antennas and duplexers, multilayer ceramic capacitors
(MLCC), sensors, resistive switching and biomedicine.*”
Among these typical ferroelectric materials, lead zirconate
titanate (PZT) is a material that has been widely applied to
electronic devices due to its excellent electrical properties.
However, the toxic aspects of lead metal absorption into the
human body can cause fatal poisoning.® As a result, the Euro-
pean Union (EU) has adopted several regulations.”® Due to its
high volatility and toxicity, lead-based electro-ceramic materials
need to be replaced with new environmentally friendly smart
materials.” Among the lead-free materials studied, barium
titanate BaTiO; (BT) has attracted much attention because of its
environmental friendliness. It also has very good dielectric (e.g:,
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high dielectric constant and low loss factor), ferroelectric,
piezoelectric, and pyroelectric behavior.*®

Barium titanate is an interesting system is which considered
one of the best known ferroelectrics and dielectrics with
a perovskite structure due to its high maximum polarization
(Pmax) high remanent polarization (P,), high Curie temperature
(Tc = 120 °C), high dielectric constant (10° =< ¢’ < 3.3 x 10%) and
low dielectric loss (tan 6).***> BaTiO; shows three phase transi-
tions: cubic to tetragonal (7_r), tetragonal to orthorhombic (T
o), orthorhombic to rhombohedral (T g),">** at lower temper-
ature T¢ this compound shows a polar structure and a tetrag-
onal symmetry (space group P4mm), which leads to the
formation of the normal ferroelectric state." On the other hand
by the development of capacitor industry, the (MLCC) need
some important improvements such as high permittivity, low
dielectric loss and high temperature stability. Some studies
have already been conducted to improve the dielectric proper-
ties of BaTiO; ceramics by replacing the A-site (Ba>") and B-site
(Ti**) in the BaTiO; structure.’*® It is found that the presence of
transition elements in BaTiO; ceramics stabilizes the perovskite
structure and remarkably reduces the dielectric loss.***** While
Jian-Hua Li et al.** proposed adding transition elements to solve
the unsolved problem of the stability of BaTiO; ceramics at high
temperature.

© 2022 The Author(s). Published by the Royal Society of Chemistry
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To date, considerable research has been conducted on
BaZr,Ti_0; (BZT) solid solutions with perovskite structure
due to their high dielectric properties. Their high dielectric
permittivity and medium breakdown voltage demonstrate their
potential applications in ceramic capacitors.”* In general, the
properties of these materials are mainly associated with
significant variations in electrical and structural properties,
produced by the partial replacement of Ti*" by Zr*" in the BZT
matrix.>* In BZT ceramics, Zr*" ion is chemically more stable
than Ti"* ion and has an ionic radius (Rz"" = 0.72 A, CN = 6)
larger than the ionic radius of Ti*" (Ry*" = 0.605 A, CN = 6)
which leads to a perovskite lattice expansion.”® Following
research by Cristina Ciomaga, who found a categorization of
(BZT) dielectrics based on the variation of concentration (x) of
Zr in BaTiO3,* BZT ceramics presented a normal ferroelectric
behavior for x = 0.10, and for 0.10 = x = 0.42, they acted as
relaxing ferroelectrics while for x = 0.42, the material eventually
became anti-ferroelectric.® It has been reported that Zr** can
replace the Ti*" ion in the B-site of the ABO; perovskite struc-
ture, accompanied by a shift in 7¢ to a lower temperature.*
Since BaZrOj; is a non-ferroelectric material,®® the substitution
of Ti** ion by Zr*" ion would disrupt the long-range polarization
order and weaken the ferroelectricity in BT, resulting in
a decrease in T¢.”” Recently, new emerging applications of BZT-
based compounds, such as electrocaloric cooling systems or
energy storage capacitors, have been widely published.****

Doping in BZT ceramics has become a popular way to
improve the performance of these compounds. The dopant
introduced into BZT plays a crucial role in compensating for
defects created in the perovskite structure. The dopant can be
either an acceptor or a donor and thus needs oxygen vacancies
or holes and electrons or barium vacancies, respectively, to
compensate for the defects.*?® in this framework, many
researchers have been interested in lanthanides doped BZT
which has very good dielectric and electrical properties.***
Lanthanides ions (Ln*"), because of their intermediate ionic
radii and their ability to replace the atoms of the A and B sites in
the perovskite structure, are widely used to improve the
dielectric, electrical and optical properties of the BZT
system.*****® Thus, some important microstructure and
dielectric response features were observed. For example, the
phase transition temperature is significantly reduced by the
addition of rare earth ions and this decrease in phase transition
temperature is related to the increase in ionic radii of lantha-
nides,*** in particular, the ferroelectric-paraelectric phase
transition and in order to maintain the ferroelectricity of the
lanthanide-doped BZT at room temperature, the value of x and y
should not exceed 0.1 in the compound Ba(;_x)LN,y3(Ti(1)Zt,)
0; as mentioned by several authors in the literature.*****>>* The
ionic radii of these trivalent elements are between 0.8 and 1.3 A,
which is intermediate between the ionic radii of Ba>* and Ti*"/
Zr*" ions. Based on the ionic radii, these ions can substitute for
atoms in the A site (Ba;_,Ln,,/;;TiO3) or the B site (BaTi;_,Ln,-
Os_,»). However, intermediate ions can be substituted at the A
and B sites in equal amounts (self-compensation,
Ba,_,Ln,Ti;_,Ln,03).>*

© 2022 The Author(s). Published by the Royal Society of Chemistry
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In this paper, we chose BaTig.09Zr0103 (BZT) as the base
material because BaTi;_yZr,O; ceramics exhibited normal
ferroelectric behavior for x = 0.10 as we motioned before and we
doped with a lanthanide (Ln*" = Sm*" and La*") ratio of 3.4% in
this basic structure (BZT) to ensure that our materials remain
ferroelectric normal and study the impact of these dopants on
the structural, dielectric and electrical properties of these
composites to understand the relationships between structural
and dielectric properties. The choice of these trivalent lantha-
nides (Ln** = Sm®" and La®") is justified by their particular
electronic configuration which can lead to specific behaviors.
Indeed, trivalent Ln** ions behave as a donor by replacing Ba**
ions in BZT compounds, which leads to a charge imbalance,
which favors the improvement of BZT ceramics properties.

2. Experimental procedure

2.1. Materials and methods

The Ceramics of compositions BaTig 99Zr.0103, Bag.o5SMg 034"
Tig.99Z10.0103 and BaggsLag 034Tio.09Zr0.0103 (denoted as BZT,
BSmZT and BLaZT, respectively) were synthesized by a conven-
tional solid state route. The starting materials were BaCO;
(Sigma-Aldrich 99.9%), La,O; (Sigma-Aldrich 99.9%), Sm,0;
(Sigma-Aldrich 99.9%), ZrO, (Sigma-Aldrich 99%) and TiO,
(Sigma-Aldrich 99%). The lanthanide oxides (Sm,0; and La,03)
were heated at 850 °C for 2 h before weighing. The starting
materials were weighed in stoichiometric amounts according to
the reaction below and mixed by ball milling in ethanol for 2
hours using zirconia balls. The mixed powders were dried at
80 °C, homogenized in an agate mortar for 30 minutes and
calcined at 1200 °C for 6 hours.

(0.95)BaCO; + 0.017Ln,0O5 + 0.01TiO, + 0.99Z1r0, —
(BaggLing 934)(Zrg.99Tig.01)03 + 0.95CO,

The obtained powders were ground and mixed with an
organic binder of polyvinyl alcohol (PVA). Then, cylindrical
pellets were obtained by pressing at 20 kN (12 mm diameter,
2 mm thickness). The sintering of the obtained pellets was
carried out at 1300 °C for 6 hours in air. The temperature was
raised to 700 °C at a rate of 10 °C min~ ", followed by a one-hour
plateau at this temperature, and then raised to the sintering
temperature at a rate of 5 °C min~". Finally, a natural cooling
process of the samples was performed to room temperature.

2.2. Characterization

Crystal structure identification of BZT, BSmZT and BLaZT
powders were performed by X-ray diffraction (XRD) using an
Inel Equinox 2000 CuKo. radiation (1 = 1.54056 A) at room
temperature (293 K, 0.031° step, 10-110° 26 range, scanning
speed of 1° min~'). Lattice parameters, atomic positions,
occupancy, and thermal agitation factor were renamed by the
Rietveld method using Jana 2006 software.*® The sintered pellet
was polished with emery paper to make the two surfaces parallel
and then annealed at 300 °C for 30 minutes. The microstructure
of the synthesized ceramic was checked by scanning electron
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microscopy (SEM) (TESCAN VEGA III LM), with an accelerating
voltage of 10 kV. The average grain size of the ceramic sample
was estimated using Image ] software. Prior to electrical
measurements, the sintered ceramic was painted with a silver
paste and annealed for 30 minutes at 300 °C to adhere the silver
to the sample, then cooled to room temperature prior to any
measurements. The silver-coated disk-shaped pellet behaves as
a parallel plate capacitor that is used for various dielectric and
electrical measurements using a BioLogic impedance analyzer
(MTZ-35) over the frequency range of 10 Hz to 1 MHz with an AC
voltage of 1 V amplitude, with both the furnace and the sample
being subjected to the impedance test.

3. Results and discussion

3.1. X-ray diffraction and Rietveld refinement analysis

After the synthesis of BZT, BSmZT and BLaZT compositions, the
crystal structure was evaluated by DRX analysis. X-ray diffrac-
tion spectra of BZT, BSmZT and BLaZT powders recorded at
room temperature in the 26 range varying between 10 and 100°
are shown in Fig. 1(a). The most intense DRX peaks observed
around 32° in each sample, attributed to the (110) plane,
suggest the presence of the perovskite phase in all the prepared
compositions, the purity and the tetragonal crystal structure of
the obtained ceramics were confirmed using JCPDS no. 05-0626.
The Bragg peaks can be fully indexed to the tetragonal structure
of the Bay ¢5S1¢,05TiO; phase with the elemental lattice param-
eters a = 3.989 A and ¢ = 4.026 A%

To study the impact of different lanthanide doping on the
crystal structure, the (002) and (200) diffraction peaks located
between 44° and 45° have been enlarged and presented in
Fig. 1(b). It can be seen that the insertion of lanthanides (Sm*"
and La*") in the BZT structure leads to the convergence of the
diffraction peak (002) and (200).”” On the other hand, it was very
clear that the diffraction peaks tend to shift to high 26 values,
according to Bragg's law [2dhkl x sin(d) = n4], this shift indi-
cates that the volume of the elemental lattice decreases when
the lanthanides are inserted in the A-site of the perovskite
structure, the reduction of the volume of the lattice is due to the
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difference in ionic radius between Ba** and Ln** in the A-site
and it can also be clearly seen that the diffraction peak shift
of the BSmZT phase is larger than that of the BLaZT phase,
indicating that the lattice volume of the BSmZT compound is
slightly smaller than that of the BLaZT phase. This shift can be
justified by the deference of the effective ionic radii for the
coordination of lanthanide 12 (Rgm*>" = 1.24 A and R;;>" = 1.36
A) and barium (Rg,>" = 1.61 A) according to Shannon 56.*

Structural refinements of the XRD spectra of the prepared
materials were performed by the Rietveld method with Jana
2006 software to obtain more information about the structural
parameters of the synthesized materials, this method allows the
determination of several parameters related to the structure
refinement such as space group, mesh parameters (a, b, c),
density, profile half-width parameters (u, v, w), reliability factors
(Rps Ruwp) Rexp, and GOF), Wyckoff, thermal agitation factor (Uss,),
and site occupation. The observed experimental profiles of
lanthanide-doped BZT and BZT ceramics were refined by
a theoretical profile related to JCPDS number 05-0626. Fig. 2
shows typical Rietveld refinements of XRD data recorded at
room temperature for compounds synthesized at 1200 °C. Good
agreement is observed between the experimental moduli and
the calculated XRD spectra for all compositions refined by the
Rietveld method, this confirms that all the synthesized mate-
rials have a perovskite tetragonal structure with the space group
P4mm. Subsequently, the Pseudo-Voigt function which can be
written as PV = nL + (1 — n)G, where 7 is the mixing factor, G is
the Gaussian function, and L represents the Lorentzian func-
tion, was used to assimilate the shape of the X-ray diffraction
peaks.” Furthermore, the Caglioti (U, V, W) equation was used
to describe the half-width of the diffraction peaks.®® The starting
model used to refine the composition of BZT, BSmZT and
BLaZT are that of structural parameters related to the tetragonal
phase of BaTiOj3, such as space group (No. 99), lattice parame-
ters and atomic positions of each atom.** In this model, Ba/Ln is
placed at site 1a (1/2, 1/2, z); while Ti/Zr atoms occupy site 1b (0,
0, 2). As already known in the BaTiO; structure, there are two
crystallographically distinct oxygen atoms 1c (1/2, 0, z) and 1d
(0, 0, 2) occupied by O1 and O2, respectively.
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(a) XRD diffractograms of BZT, BSmZT and BLaZT powders calcined at 1200 °C, (b) the magnification of (a) in the range 44° to 45°.
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Fig. 2 X-ray diffraction refinement for (a) BZT, (b) BSmZT and (c) BLaZT

The results and conditions of structural refinement by the
Rietveld method for the compounds BZT, BLaZT and BSmZT are
reported in Table S1.f The lattice parameters indicate
a decrease in tetragonality, with an increase in the size of the
Ln*" cation that partially replaces Ba**. The decrease in the c/
a ratio is mainly due to the decrease in “c” when the ionic radius
of the lanthanides La** and Sm*®' is reduced, while the “a”
parameter is almost invariant for both compounds (BSmZT and
BLaZT). The decrease of the lattice volume for the doped
compounds is a logical result related to the decrease of the ionic
radius of Ln*" inserted in the A site of the BZT structure. On the
other hand, the refinement quality is judged by the values of the
reliability factors R. All the prepared materials show good
refinement quality due to the low values of R factors such as Ry,
Rups Rexp and GOF, as shown in Table S1.1 Subsequently, the
obtained crystallographic parameters such as atomic positions
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powders.

Rietveld refinement for the compounds BZT, BSmZT and BLaZT
are summarized in Table S2.1 The distances between the O1 and
02 atoms and the atoms located in the A site (Ba/Ln) and B site
(Ti/Zr) are also grouped in Table S3,} analysis of the data in this
table indicates that the elongations along the c-axis (O2-Ti/Zr-
02) are small for the BLaZT compound, indicating that the
distortion of [Ti/ZrOe] octahedra in the lattice of lanthanum-
doped ceramics is slightly small compared to the other
compounds, the decrease in the distortion of [Ti/ZrO¢] octa-
hedra in the BLaZT compound may be related to the decrease in
tetragonality in the latter compound. After the final refinement
of the samples, the crystal structure of the BSmZT materials was
drawn by VESTA software using the CIF file (see Fig. 3), we see in
this figure a schematic representation of a tetragonal supercell
(Pamm), the final position parameters of each atom and illus-
trating the [Ti/ZrOg] and [Ba/SmO;,] clusters obtained from the
Rietveld analysis.

c Ba**/Sm**
0o

o Ti%/Zrv

[Ba/SmO12] -

[Ti/Zr06]

Fig.3 Schematic representation of BSmZT supercells drawn with the "VESTA" software in the P4mm space group with two types of clusters: [Ba/

SMOy,] and [Ti/ZrOg].

© 2022 The Author(s). Published by the Royal Society of Chemistry
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The coordination between the Ba/Sm atoms and the twelve
oxygen atoms of these supercells forms a polyhedron called
a cuboctahedron which is written as a [Ba/SmOy,] cluster. The
shape of the cuboctahedron has twelve common vertices, which
result from the union of two triangles and two squares, fourteen
faces and twenty-four identical edges, each separating a triangle
from a square. The type of bonding between Ba/Ln and O atoms
can be determined by the difference between the electronega-
tivities (E) of (Ba/Ln) and O atoms. If the values exceed (1.7 eV),
the bonds have a higher ionic bond character than the covalent
bond character.® For our materials, the difference between (Eq
and Eg,1,) is about 2.6 which indicates that the Ba/Ln-O bond
of the ionic bond character. Although the two atoms of Ti and Zr
are linked to six atoms of O, to form a polyhedron called an
octahedron that is written as clusters [Ti/ZrOg] (see Fig. 3).
These octahedrons have six vertices, eight faces and twelve
edges, formed by the union of eight triangles.®” The bonds
between the atoms of Ti/Zr and O have an ionic character. These
characteristics are due to the differences between the E of the
atoms around (2.0 eV for Ti/Zr-O) and below (Ba/Ln-0O) in the

Table 1 The theoretical, calculated and relative densities

Sample pm (g em™?) pe (g em™) pr (%)
BZT 5.6376 6.0701 93

BSMZT 5.6413 6.0842 92.72
BLaZT 5.7521 6.0848 94.53
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lattice. However, the [Ba/LnO;,] clusters have a higher ionic
character than the [Ti/ZrOg¢] clusters. But in general, the quality
of the refinements is insufficient to discuss the proposed
structural model and study the structural parameters in more
detail.

3.2. Density and microstructure analysis by SEM of ceramic
samples

The relative density (p,) of the prepared ceramics was calculated
using the following equation.®*

Pin
P, = 1
= ey

The relative density p, is the ratio of measured density p,, =
m/V and the theoretical density p. = ZM/V,N,, where m, V, M, V,,
and N, are the weight of the pellet, volume of pellet, molar
mass, the volume of a unit cell and Avogadro's constant.

The calculated densities for the prepared ceramics are pre-
sented in Table 1. The relative densities of BZT, BSmZT and
BLaZT ceramics are 93%, 92.72% and 94.53%, respectively
indicating that the samples are well densified.

The micrographs of BZT, BSmZT and BLaZT ceramics are
shown in Fig. 4(a)—(c), respectively. As can be seen, all samples
sintered at 1300 °C shows regular grain shapes with low porosity
and clear grain boundaries. In addition, the grain size is
reduced when barium is partially replaced by lanthanides (Sm**
and La®"). Image]J software is used to calculate the average grain

Fig. 4 SEM micrographs of: (a) BZT, (b) BSmZT and (c) BLaZT ceramics sintered at 1300 °C.
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size (D). The values of grain size (D) for BZT, BSmZT and BLaZT
are 2.43 um, 1.52 pm and 1.45 pm respectively. The histogram
of the grain size distribution according to a Gaussian fit was
also added individually in these SEM images (see Fig. 4). The
decrease in the average grain size can be related to the decrease
in the tetragonality of the system due to the insertion of the
lanthanides into the BZT.*®

3.3. Study of dielectric properties

Complex impedance spectroscopy is a non-destructive tech-
nique for determining the relation between dielectric proper-
ties, structure and microstructure. In this technique, during the
measurement, four variables are recorded as a function of
frequencies, namely the real and imaginary part of the imped-
ance, the phase angle and the dielectric loss. The complex
permittivity e* can be expressed in terms of real value (¢') and
imaginary part (¢”).

(€ + ()

e = ji's e =

(2)

The relative permittivity (dielectric constant ¢) and the
dielectric loss (tan(6)) were determined from the complex
impedance measurements Z* (Z* = Z' + jZ") using the following
expressions.®”

" Z >< _Z” (3)
& = ;
N\ 2 27
wda - (z) + (Z')
3
010 —= 1 kllz
3 —o— 10 kHz
525101 (a) k00 B
S /N v— 1 MHz
= 2.0x10°1 /N -
g y \ ) g
) 3 g b § -
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p t z

wAeg

= (4)

tan(d) = i—, (5)

where, w = 2mtfwith f= frequency (Hz), A = pellet area (m?), t =
pellet thickness (m), &, vacuum permittivity (e, = 8.85 10> F
m "), Z' = real part of the impedance and Z” = imaginary part of
the impedance.

The relative permittivity as a function of temperature for BZT
and lanthanide-doped BZT (Ln*" = Sm** and La*") at different
frequencies (1 kHz to 1 MHz) in the temperature range of 40-
250 °C is shown in the Fig. 5.

In Fig. 5(a)-(c), we notice the appearance of a dielectric peak,
this relative permittivity peak ¢ is associated with the transition
from the ferroelectric tetragonal phase to a paraelectric cubic
phase.*® We also observe that all compounds have the same
transition temperature for all frequencies, which confirms that
the prepared ceramics do not exhibit relaxation behavior, the
curie temperature corresponding to this phase transition for all
compounds is presented in Fig. 5(d). Therefore, the dielectric
permittivity value of BZT compounds doped with lanthanides
Ln*" = La’* and Sm®" is higher compared to non-doped BZT and
the value of the ferroelectric-paraelectric phase transition
temperature (7c) decreases when lanthanides are inserted into
the BZT structure.
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Fig.5 Temperature dependence of dielectric permittivity for: (a) BZT, (b) BSmZT, (c) BLaZT, (d) comparison of dielectric permittivity at 1 kHz for

synthesized ceramics.
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The increase in dielectric permittivity for lanthanide-doped
compounds compared to non-doped ones is caused by the
substitution of barium by lanthanides, the cuboctahedral
groups [BaO;,] are substituted by the deformed cuboctahedral
groups [LnO;,] this process can be obtained by the Kroger-Vink
notation described by the equation below :**

BaO + Ln,O; — Bag, + 2Lnj, + V'g, + 40, (6)

This equation means that for two Ln*" ions positioned in the
A-site, a cationic vacancy ((V'p.)) is necessary for charge
neutrality in the perovskite structure, i.e. the substitution of
Ba®* ions by Ln*" ions leads to a vacancy in the A-site, which
increases with increasing Ln*" ion content. Again, the change in
lattice parameter causes the Ti**/Zr*" ions in the B-site of the
unit cell to be decentered, so that the coupling between the
octahedral groups of [Ti*'/Zr*'O,] weakens and results in
a sharp decrease in the transition temperature.

The variation of the dielectric loss (denoted by tan(d)) as
a function of temperature for lanthanide-doped (Ln*" = Sm**
and La*) and undoped BZT compounds is shown in
Fig. 6(a)—(c). The value of the dielectric loss (tan ¢) is affected by
structural parameters, the amount of oxygen ions transported
in the material and defects (vacancies, holes, electrons,...), etc.*
The value of tan(d) can be calculated from eqn (5). It is found
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that the rate of increase of the loss tangent (tan 6) is slower in
the region of low temperatures, and all is constant, while for
higher temperatures (above 150 °C), the value of tan ¢ increases
sharply. On the other hand, the phase transition temperature
(ferroelectric-paraelectric) T appears clearly for BZT and
BSmZT and is not observed for BLaZT.

The increase in tan(6) may be due to the presence of certain
types of unknown defects such as oxygen vacancies formed
during sintering or to the distribution of thermally activated
charge carriers (electrons). The amount of vacancies in a mate-
rial depends on the nature of the material, the thermal condi-
tions of preparation (sintering) and the nominal voltage of the
reactants.® Normally, during the sintering process, some types
of cations may have multiple valence states, the electrical
neutrality of the lattice is then violated due to these newly
created valence states. Oxygen vacancies are formed at high
sintering temperatures; this mechanism can be properly
explained using the Kroger-Ving notation:”

0o = %OZ(T)+V;;+2e’ )
where V; represents oxygen gap formed. Therefore, the elec-
trons presented in excess to the lattice this compensated
according to the following reduction reaction Ti**+ e~ < Ti**.®
In general, rare earths have a valence state of +3, which is lower
than that of Ti*" and higher than that of Ba®>", so they serve as
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Fig. 6 Temperature dependence of dielectric Loss: (a) BZT, (b) BSmZT, (c) BLaZT, (d) comparison of dielectric loss at 1 kHz for synthesized

ceramics.
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Table 2 Comparative analysis of dielectric properties of BZT, BSmZT and BLaZT with other materials

Sintering temperature

Composition (°C) € max tan(d) References
Bay.055Mgo.015Tlo.0s Zr'0.0203 1150 2348 0.050 72

La/Mn Co-doped BaTiO3 1290 980 0.030 66
Bayg.05PT0.034Z10.09Ti0.0103 1500 9780 0.017 39

Bay.95Nd .034Z0.09Ti0.0103 1500 10900 0.023 39

Bay.05Gdo .034Zr0.09Ti0.0103 1500 4320 0.049 39
Bay.55Ca0.15Z0.10Ti0.0003 1350 4805 0.016 73

BaZr, o5Tig.9503 1200 1500 0.020 74
Bay.085570.015ZT0.10Ti0.9003 1300 1600 0.050 66

BaZr 01 Tig.9903 1300 2479 0.026 Present work
Bay.95SMy 034Z10.01Tip.0903 1300 7228 0.016 Present work
Bao.05L.20.034250.01Ti0.9903 1300 7324 0.012 Present work

acceptor doping in the B site and as donor in the A site. La*" and
Sm>" will occupy the A site due to their larger ionic radius and
will serve as donor doping. In particular, La is the most stable
rare earth in the A-site.”* The donor doping of La** and Sm®" in
the A-site can effectively prevent the change of the valence state
of Ti in the B-site and the creation of oxygen vacancies in the
lattice. Therefore, the loss (tan(d)) is decreased at a fixed
temperature for La and Sm doped BZT as shown in Fig. 6(d).

The comparative study of the relative permittivity (¢) and
dielectric loss (tan(6)) of the present samples with other mate-
rials is summarized in Table 2, which is comparable to the
values of other reported materials.
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Fig. 7
comparison of Nyquist plots at T = 380 °C for BZT, BSmZT, BLaZT.
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3.4. Complex impedance spectroscopy (CIS)

3.4.1. Study of imaginary part of impedance. Complex
impedance spectroscopy (CIS) is a very important technique. It
allows to study the electrical properties and to separate the
electrical response attributed to grains, grain boundaries and
electrode polarization on a sample with different relaxation
times.”

Nyquist plots (complex impedance spectra) and their
temperature dependence for different compositions of BZT,
BSmZT and BLaZT are shown in Fig. 7(a)-(c) respectively, and
Fig. 7(d) represents the comparison of Nyquist plots at 7= 380 °
C for the three compounds (BZT, BSmZT and BLaZT).
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(a—d) Complex impedance spectrum (Nyquist plots) for: (a) BZT, (b) BSmZT, (c) BLaZT ceramics at different temperatures and (d)
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The plots have semicircles; their centers are located below
the real impedance axis. A careful observation of the complex
diagram confirms the presence of two depressed semicircles,
the first on the low-frequency side shows a contribution due to
grains and the second on the high-frequency side is due to grain
boundaries, the depressed semicircles for all ceramics indicate
a non-Debye type relaxation process due to the distribution of
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Rgb
e 320°C
1.0x10°1 A 340°C TLT
v 360°C \_Ci);:'gb
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Fig. 8 Nyquist plot fitted for BLaZT composition at different
temperatures. Red lines show data fitted with MT-Lab software.
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relaxation times.”® The presence of non-Debye type relaxation or
multiple relaxation times in materials can be due to several
causes such as arbitrary grain size distribution and growth,
different grain shapes and directions, or electromagnetic scat-
tering effect.®®”® In addition, to describe the electrical properties
of the materials, an electrical circuit consisting of two branches
in series is used to represent the specific electrical properties of
grain boundaries and grains; this series combination of two
circuits in parallel identifies the effect of grain boundaries and
grains respectively. The first circuit assigned to the grains has
resistance R, capacitance C,, and the constant phase element
CPE;, and the second circuit corresponding to the grain
boundaries also has resistance Ry, capacitance Cgp,, and the
constant phase element CPEg, respectively. The presence of the
constant phase element in the grains and in the grain bound-
aries indicates a non-ideal capacitive behavior, and this non-
ideal behavior of the grains and grain boundaries may be due
to the presence of more than one relaxation process.”””® The
capacitance C and the phase element value CPE are related as

o

1-«a
C= R( ) X CPEozl where o < 1.3%*! Fitted Nyquist plot and the
equivalent circuits for the BLaZT composition at different
temperatures is presented in Fig. 8. The values of R, C and CPE
corresponding to the grain and grain boundary contributions
were calculated using MT-Lab software; the results obtained are
presented in Table S4.1
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Fig. 9 Variation of —Z” with frequency for (a) BZT; (b) BSmZT and (c) BLaZT ceramic pellets at various temperatures; and (d) comparison of the

plots for BZT, BSmZT and BLaZT at 380 °C.
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The analysis of the obtained results shows that the resis-
tances R, and Ry, of the three compounds decrease with the
increase of the temperature, this decrease of Ry, Ry, and Ri(R, +
Rgp) is related to two factors: the thermal activation and the
liberation of the trapped charge carriers with the increase of the
temperature what confirms the semiconducting nature of the
three samples.®” It is also noted that the grain resistance value
(Rg) is lower than the grain seal value (Ry,) for all selected
temperatures.

Fig. 9(a)—(c) represent the variation of the imaginary part of
the impedance (Z”) as a function of frequency at high temper-
ature for (a) BZT, (b) BSmZT, (c) BLaZT and Fig. 9(d) represents
the comparison of (—Z") as a function of frequency at T = 380 °C
for the three compounds (BZT, BSmZT and BLaZT).

This figure has two aspects: (i) appearance of a peak at
a characteristic frequency corresponding to each temperature
which called relaxation frequency. It broadens with increasing
temperature, indicating the presence of a temperature-
dependent relaxation mechanism in the samples. This mecha-
nism is due to the existence of immobile charge carriers at low
temperature and defects at high temperature, (ii) the maximum
amplitudes of —Z" decrease and move towards the higher
frequencies with increasing temperature, this indicates that the
relaxation process is thermally activated with an accumulation
of space charge at the barrier.®***%%> Fig. 9(d) shows that the
values of (—Z") increase and the relaxation frequency decreases
with the insertion of rare earth into the A-site of the BZT
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perovskite. The relaxation frequency that is the one for which
the maximum value of —Z" is obtained is called the relaxation
frequency (finax) and the corresponding relaxation time (deno-
ted 1) can be calculated from the relation 27tfp,x7 = 1.

3.4.2. Conductivity analysis. In order to understand the
relaxation mechanism due to materials, the ac conductivity (o,c)
is calculated by the following relationship:

0ac = 27tfe0e’ tan(d) (8)

where, f is the frequency, ¢, is vacuum permittivity, ¢ is the
relative permittivity and tan(é) is the dielectric loss of the
material. Fig. 10(a)-(c) include the analysis of ac conductivity of
undoped and Ln*" = La*" and Sm®" doped BZT ceramics in the
temperature range of 300 °C to 400 °C.

We can see from Fig. 10(a)-(c) that the ac conductivity
increases with frequency for all temperatures. The ac conduc-
tivity at each measured temperature shows two distinct regions.
At low frequency, we observe a first region where the conduc-
tivity does not change with frequency, i.e., it is independent of
the test frequency, indicating that the dc conductivity plays
a dominant role in this region. For the second region, the
conductivity increases with frequency. This type of ac conduc-
tivity can be explained by the Jonscher power law.*®

o(w) = ogc + A" 9)
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Fig. 10 The variation of ac conductivity with frequency at different temperatures for: (a) BZT, (b) BSmZT, (c) BLaZT and (d) comparison of ac

conductivity at T = 380 °C for BZT, BSmZT, BLaZT.
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where, o(w) represents the total conductivity, o4, is the dc
conductivity arise, “A” denotes the pre-exponential factor which
determines the polarization strength, “n” is the temperature
dependent parameter. The variation of the parameter ‘n" with
temperature is used to determine the conduction mechanism (0
< n < 1).In general the parameters “A4” and “n” depend on two
bills the temperature and the nature of the material. Deter-
mining the numerical value of “n” is very important to know the
transport properties of charge carriers (polarons, electrons and
ions). If n < 1, it means that the jumping motion involves
a translational motion with a sudden jump, while n > 1, it
means that the motion involves a localized jump without the
species leaving the neighborhood.**”” The analysis of the
conductivity spectra for the lanthanide-doped (Ln = Sm*" and
La’") and undoped BZT compound shows two plateau regions
corresponding to the grain (low frequency) and grain boundary
(high frequency) contribution and a single power law is not
sufficient to explain its conduction mechanism. Therefore, the
conductivity behavior of these three systems (BZT, BSmZT and
BLaZT) can be explained by the modified Jonscher power

58,70

law,**7® given below.

0(w) = 0o + A10™ + A0 (10)
where, o(w) represents the total conductivity, 4. is the dc
conductivity arise, 4;0™ and A,w™ mean the charge carrier
transport properties (polarons, electrons and ions) of the grain
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and the joined grain in the BZT, BSmZT and BLaZT ceramic,
respectively.

Fig. 11(a)-(c) show the nonlinear curve fitted to the modified
Jonscher power law for BZT, BSmZT, and BLaZT at 340 °C. The
values of the fitting parameters A;, nq, A, n, and oy, for all
compositions at different temperatures are presented in the
Table S5t were calculated from the nonlinear fit by eqn (10).

As it is mentioned before, the variation of “n” values with
temperature has led to the knowledge of different conduction
models in our materials. Several types of models have been re-
ported by many researchers in the literature.””

Fig. 12(a) and (b) represents the variation of the parameters
n,” and “n,” with temperature (300-400 °C) for undoped and
Sm and La doped BZT compounds, This observation indicates
that the non-overlapping small polaron tunneling effect (NSPT)
is the appropriate model to understand the charge transport
mechanism in grains (region I). According to this model, the AC
conductivity of these samples is due to the addition of a charge
carrier at a site that leads to local lattice distortion.”” On the
other hand, we observe that “n,- varies inversely with temper-
ature. This observation indicates that correlated barrier
hopping (CBH) is the appropriate model to understand the
mechanism of charge transport in grain boundaries (region
I1).”* The AC conductivity of the second region in these three
samples is due to the hopping of charge carriers between two
sites on the potential barrier between them due to thermal
activation.”®

“
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Fig. 11 AC conductivity versus frequency at T = 340 °C for: (a) BZT, (b) BSmZT (c) BLaZT.
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The dependence of 4. on temperature can be described by

the Arrhenius law:
-E,
O4c = 09 exXp| ——
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where 0, E,, and kg are respectively a constant representing the
conductivity at absolute zero, the activation energy, and the
Boltzmann constant. The activation energies of conduction are
determined from the slope of the lines obtained by plotting
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In(oqc) versus 1000/T as shown in Fig. 13(a)—(c). The activation
energy values corresponding to the grain and grain boundary
contributions of the samples are presented in the Table 3, with
the absence of the grain boundary related activation energy of
BZT, which may be due to an overlap between the grains and
grain boundaries in this compound. A decrease in activation
energy is observed for lanthanide-doped compounds, suggest-
ing that Sm*" and La®" ions are incorporated into the crystal
lattice. In general, in this type of material, conduction is
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Fig. 13 The variation of In(a4c) as a function of 1000/T for; (a) BZT, (b) BSmZT BLaZT, and (c) BLaZT ceramics.
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Table 3 Activation energy values for BZT, BLaZT and BSmZT ceramics
obtained from conductivity results

Composition E§ from og4. (eV) EE® from . (eV)
BZT 0.921 —

BSmMZT 0.741 0.453

BLazZT 0.779 0.525

controlled by oxygen vacancies (OVs). The activation energy of
a stoichiometric ABO; perovskite is about 2 eV, while the E,
value is 1 eV for ABO, o5 and 0.5 eV for ABO, ¢¢,***”* from the
activation energy values found and presented in the table in can
confirm that oxygen vacancies (OVs) are responsible for the
conduction mechanism in BZT, BSmZT and BLaZT ceramics
and precisely single ionized oxygen vacancies of activation
energy about (0.3-0.5 eV) are responsible for the conduction at
the grain boundaries and for the grain conductivity controlled
by double ionized oxygen vacancies of activation energy about
(0.6-1.2 eV).36:3%°

The conductivity of the material depends mainly on two
factors: (i) the concentration and (ii) the mobility of the charge
carriers present in the material,’* in ferroelectric materials with
a perovskite-like structure, especially in titanates, the conduc-
tion mechanism is mainly due to oxygen defects and these
defects can increase or decrease depending on the preparation
conditions.”* Fig. 10(d) illustrates the variation of conductivity
as a function of frequency of doped and undoped BZT ceramics
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at T= 380 °C and shows that the AC conductivity of BSmZT and
BLaZT is more reliable than that of undoped BZT, this is due to
the substitution of Ba (divalent element) by the lanthanides
Sm** and La**(trivalent elements); this heterogeneous substi-
tution prevents the creation of oxygen vacancies in the lattice.”
Results in a decrease in conductivity in doped compounds
compared to undoped compounds, caused by the decrease in
the concentration of oxygen vacancies (OVs).

3.4.3. Complex electrical modulus. Fig. 14(a)—(c) shows the
plots of the imaginary part normalization of the electric
modulus (M") as a function of frequency at different tempera-
tures for the Sm*" and La** doped BZT and BZT ceramics. We
note in Fig. 14(a), (b) and (c) the presence of two peaks corre-
sponding to the conurbation of the grain boundary and the
grain response. The peak observed in the low frequency range
corresponds to the grain boundary effect, and the high
frequency peak corresponds to the grain effect. With increasing
temperature, both peaks (of the grain boundary and the grain
response) shift to higher frequencies. On the other hand, we
observe in Fig. 14(a), which corresponds to undoped BZT,
a weak intensity of the low frequency peak related to the grain
boundary, indicating that the grain boundaries of undoped BZT
respond weakly at low frequency compared to the lanthanide-
doped compounds. It is clear that the frequency response of
the grain boundary, i.e., the low frequency part, is characterized
by a gradual increase of M” with frequency which is due to the
long-range mobility of the ions, i.e., the ions are able to move
over a long distance (jump mobility), while the decreasing part

0
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Fig. 14 Normalization of imaginary part of the modulus M” as a function of frequency at different temperatures for: (a) BZT, (b)BLaZT, (c) BSmZT
and (d) the fit of the normalized M” spectra of BZT, BSmZT and BLaZT ceramics at T = 350 °C.
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(higher frequency) is due to the short-range mobility. Moreover,
the high-frequency oscillation corresponding to the short-range
mobility is larger compared to that of the low frequency.®**>

The existence of a stretching coefficient parameter () is
confirmed by the asymmetric broadening of the relaxation
peaks (M’ a0, this parameter allowing to determine the type of
relaxation process in the ceramic (Debye or non-Debye) either
for the grains or for the grain boundaries.*® The modeled
Kohlrausch-Williams Watts (KWW) function proposed by
Bergma is used to calculate this coefficient (), the modified
notation of this function is presented as follows:**

g

/" max

6 3 n%ax &
o=+ o)+ () ]
M
+ ; max - i (12)
2!
(-0 12 ()« ()

where M,& is the maximum value of M” in the low-frequency
region, M2, is the maximum value of M’ in the high-
frequency region, &, is the maximum frequency correspond-
ing to the grain boundary anomaly, and f},.. is that corre-
sponding to the grain anomaly. For ideal Debye relaxation, 8 =1
and for non-Debye relaxation, () is between 0 and 1 (0 < g <

1).
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The green lines in Fig. 14(d) represent the fit by eqn (12)of
the variation of M” as a function of frequency at T = 350 °C for
BZT, BSmZT and BLaZT ceramics. The results found for the
temperature range 300-400 °C are presented in the Table S6.7
the analysis of these results indicates that the values of
8 between 0 and 1 (0 < 8 < 1) that show a deviation of the non-
Debye type, the variation of § related to the contribution of
grains and grain boundaries as a function of temperature are
shown in Fig. 15(a)-(c).

An Arrhenius-type behavior model expressed by the
following formulas defines the relaxation process induced by
the imaginary modulus:

8 e 2 (13)
™, =r1exp| —
M 10 CXP Thg
and
E®
gb _ :
Ty =0 exp( - TZB) (14)

7o represents the pre-exponential factor; kg and 7T are the
Boltzmann constant and temperature, respectively. The activa-
tion energy related to the grain and grain boundary response
was determined from the slope of the linear fit in the Arrhenius
plot (shown in Fig. 16(a)—(c)) is plotted between In(z™") vs. 1000/
T. E% and E2° calculated or our materials are shown in Table 4.
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Fig. 15 The variation of B-parameter with temperature (300 to 400 °C); (a) BZT, (b) BSmZT, (c) BLaZT.
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Fig. 16 Variation of In(z") with 1000/T for; (a) BZT, (b) BSmZT and (c) BLaZT ceramics.

Table 4 Activation energy values for BZT, BLaZT and BSmZT ceramics
obtained from the results of the imaginary part of the module

1.60 .65 1.70

1000/T (K™

0 155

1.75

A comparison of activation energy values suggest that higher
energy is required for charge carrier mobility across grain
boundaries and within grains for undoped compounds

s 4 b 4

Composition E§ from M" (eV) ES” from M” (eV) compared to lanthanide-doped compounds. This is because

BZT 1099 1029 less energy is required for charge carrier activation in Sm*" and

BSmMZT 0.728 0.604 La*" doped compounds.

BLaZT 0.759 0.729 The comparison of dielectric loss, imaginary impedance and
imaginary modulus diagrams is very important to separate
grain and grain boundary effects and/or to differentiate at the
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Fig. 17 Dielectric loss as a function of frequency at T = 350 °C for BZT, BLaZT, BSmZT and (b) imaginary impedance (Z”) and imaginary electric
modulus (M”) as a function of frequency at T = 350 °C for the compound BSmZT.
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microscopic scale the process responsible for the localized
dielectric relaxation and the long range conduction
mechanism.***”

Fig. 17(a) shows the variation of dielectric loss as a function
of frequency for BZT, BSmZT and BLaZT respectively at T =
350 °C. No peaks were observed in the dielectric loss plot,
indicating the absence of a dielectric relaxation process in all
three samples. Indeed, to confirm the presence of a dielectric
relaxation process in a material, a relaxation peak must be
present in both the dielectric loss and imaginary impedance
plots (—Z" and M").** On the other hand, Fig. 17(b) shows the
evolution of the imaginary impedance and imaginary electric
modulus as a function of frequency at T = 350 °C for the
example compound BSmZT. The peaks observed in the
impedance and modulus plot confirm the presence of distinct
conduction mechanisms.? Similarly, two peaks were observed
in the modulus plot while only one peak is observed in the
spectroscopic impedance plot (see Fig. 17(b)). We can then
neglect the contribution of the electrode polarization in our
results because the electrode-sample (interfacial) polarization
generally appears at frequencies below 100 Hz,” and a partial
overlap of the M” and Z” peaks in our samples, as shown in
Fig. 17(b), indicates the presence of both long-range conduc-
tivity and localized relaxation processes.>*

4. Conclusion

The synthesis of Ba(Zr.99Tio.01)Os, (Ba0.055M0.034)(Zr0.99Ti0.01)03
and (Bag.o5La9.034)(Zr0.99Ti0.01)03 was carried out by the solid
state chemical synthesis route. The X-ray diffraction pattern
refined by the Rietveld method at room temperature confirms
the formation of a tetragonal phase for the three synthesized
compounds. Microstructural studies show well-developed sin-
tered grains and a decrease in grain size when the lanthanides
are introduced into the A-site of the perovskite, with an average
grain size between 1.45 and 2.43 um. Dielectric studies reveal an
increase in the dielectric constant and a decrease in the loss
tangent value with a shift of the T curie temperature to low
temperatures. The electrical behavior of the compounds was
studied by impedance spectroscopy in the temperature range of
300-400 °C. Cole-Cole plots of Z” versus Z' show that the elec-
trical response of the ceramics for all samples is due to grain
and grain boundary effects. Conductivity is decreased when
lanthanides are introduced into the lattice, which is in agree-
ment with the increase in resistance; the correlated barrier
hopping (CBH) model at the grains and the non-overlapping
small polaron tunneling (NSPT) model at the grain bound-
aries dominate conduction. The values of 8 (0 < 8 < 1) confirm
the presence of non-Debye type relaxation and a trace of the
imaginary impedance Z” and imaginary electric modulus M” as
a function of frequency and a partial overlap of the M” and Z"
peaks in our samples, indicates the presence of both long range
conductivity and localized relaxation processes.
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