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Effect of magnesium substitution on structural
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The aim of this paper is to study the effect of Mg2+ doping in place of Ni in LiNiPO4 compounds synthesized by solid state
reaction method. As Mg is a relatively light and cheap, and is expected to stabilize the structure, it has been considered as a
substituent for Ni. The structural and conductivity studies of the substituted phases are discussed in comparison with LiNiPO4.
In this study, we have proposed cation-substituted compounds, LiNi1−xMgxPO4 (x = 0, 0.05, 0.1 and 0.15) where a part of the
divalent state of Ni2+ is replaced with the corresponding amount of Mg2+ and where the charge compensation is maintained
by lithium deficiency. It is possible to obtain the mentioned compounds because the pristine LiNiPO4 compound is stable in
ambient atmosphere, which differs considerably from the LiCoPO4 compound.
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1. Introduction

Energy is a fundamental component in the daily
lives of human society, and it can be used in dif-
ferent forms in our day-to-day activities. In recent
years, energy demand has increased due to high
energy consumption in different fields such as in-
dustry, transportation and household [1–4]. In this
context, lithium-ion battery technology currently
plays an important role in producing alternative en-
ergy storage devices, because of its inherent out-
standing characteristics [5–8]. The technology of-
fers the greatest development potential for automo-
bile industry, particularly for electric vehicles (EV)
and hybrid electric vehicles (HEV), which substi-
tute electricity for a portion of petroleum used to
power the vehicles. One of the challenges for im-
proving the performance of lithium ion batteries to
meet the demanding requirements for energy stor-
age is the development of suitable cathode ma-
terials. Cathode materials must be able to accept
lithium ions repeatedly (for recharging) and release
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lithium ions quickly (for high current). Transition
metal oxides based on spinel and olivine structures
have been shown to be promising but improve-
ments are needed to reduce their cost and extend
effective lifetime [9–11]. Particularly, olivine struc-
tured materials (LiMPO4) are expected to bring an
improvement in cycling stability and enhance the
power due to the reduction of the lithium-ion diffu-
sion length. The performance of cathode materials
can be improved by doping, but the interpretation
of doping effects can be complicated due to the
interrelations between doping, microstructure and
morphology, since the microstructure formed can
be affected by the dopant addition [12–15].

This paper deals with the synthesis and charac-
terization of LiNi1−xMgxPO4 (x = 0, 0.05, 0.1 and
0.15) obtained by solid state reaction method. The
materials were characterized for phase purity and
cation environment by X-ray diffraction. Fourier
transform infrared (FT-IR) spectroscopy was used
to study the local order. Electrical properties were
studied by impedance spectroscopy. The structural
and conductivity studies of the substituted phases
were discussed in comparison with LiNiPO4.
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2. Experimental
The cathode compositions were synthesized by

a solid-state reaction method from stoichiometric
amounts of Li2CO3 (Merck 99.9 %), NiO (Merck
99.9 %), MgO (Merck 99.9 %) and (NH4)3PO4
(Merck 99.9 %). The solid state reaction synthe-
sis method involved three steps. First, the precur-
sors, as raw materials, were well mixed and thor-
oughly ground, then subjected to heat treatment at
a temperature of 120 °C for 12 hours and 500 °C
for 4 hours to obtain the samples free of gases. Fi-
nally, the mixture was reground and sintered at a
temperature of 850 °C for 20 hours to complete the
chemical reaction.

The powder X-ray diffraction (XRD) data of the
sample was collected on a Rigaku CuKα diffrac-
tometer with diffraction angles of 10° to 50° in
increments of 0.02°. The unit cell lattice param-
eter was obtained by the unit cell software from
the 2θ and (h k l) values. The particle morphol-
ogy of the powders was observed using field ef-
fect scanning electron microscopy images taken
from Carl Zeiss, EVOMA 15, Oxford Instruments,
Inca Penta FETx3.JPG. Fourier transform infrared
(FT-IR) spectra were obtained on a Shimadzu
FT-IR-8900 spectrometer using KBr pellet tech-
nique in the wave number range between 400 cm−1

and 1300 cm−1. The impedance study was per-
formed by a Hioki 3532-50 LCR Hitester in the fre-
quency range of 50 Hz to 5 MHz at the temperature
range from room temperature to 150 °C.

2.1. X-ray diffraction

The X-ray diffraction was used to obtain in-
formation about the structure, composition and the
state of polycrystalline materials. Fig. 1 shows the
X-ray diffraction patterns of the LiNi1−xMgxPO4
(x = 0, 0.05, 0.1 and 0.15) cathode materials syn-
thesized by solid state reaction method. It was
found that all the peaks could be indexed to a single
phase of ordered olivine type structure belonging to
orthorhombic Pnma space group. No peaks related
to alternative phases have been detected in the pat-
tern. Thus, it can be concluded that the series of
high purity LiNi1−xMgxPO4 (x = 0, 0.05, 0.1 and
0.15) cathode materials was synthesized from the

LiNiPO4 material described previously. Similar to
the pure LiNiPO4, in the doped LiNi1−xMgxPO4
(x = 0, 0.05, 0.1, and 0.15) samples, the transi-
tion metal ion still occupied the octahedral M2+

site homogeneously, in a ratio determined by the
precursor material. All diffraction peaks are sharp
and distinguishable [16–18].

Fig. 1. XRD spectra of LiNi1−xMgxPO4 (x = 0, 0.05,
0.1 and 0.15).

Based on the XRD graphs, lattice parameters
for prepared compounds were calculated using
Unit cell (1991) software and summarized in Ta-
ble 1. A linear correlation between lattice param-
eters and the content of magnesium in the com-
position has been found. Lattice parameters a and
b decreased linearly with the increasing ratio of
magnesium due to the smaller Shannon radii of Ni
(0.69 Å) compared to Mg (0.71 Å). The lattice pa-
rameter c remained unchanged. For the magnesium
doped LiNi1−xMgxPO4 (x = 0, 0.05, 0.1 and 0.15)
cathode materials, lattice parameters a and b are
slightly larger than those of pure LiNiPO4 sample
with the same composition [19–22].

2.2. SEM with EDS
The powder morphology of the samples at dif-

ferent magnifications was determined for a series
of olivine structures of LiNi1−xMgxPO4 (x = 0,
0.05, 0.1 and 0.15) prepared by solid-state reac-
tion method. As shown in Fig. 2, the powder sam-
ples exhibit relatively uniform grain size distri-
bution, revealing the well-developed crystallinity,
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Table 1. Lattice parameters, space group and cell volume for different compounds.

Compound a [Å] b [Å] c [Å] Space group Cell volume [Å]3

LiNiPO4 10.0345 5.8524 4.6629 Pnma 273.8411
LiNi0.95Mg0.05PO4 10.0341 5.8762 4.6669 Pnma 275.1785
LiNi0.90Mg0.10PO4 10.0533 5.8561 4.6554 Pnma 274.0853
LiNi0.85Mg0.15PO4 10.0401 5.8598 4.6682 Pnma 275.1785

confirmed also by the XRD patterns. In addition,
the synthesized samples exhibit porous structure,
which facilitates faster penetration of the elec-
trolyte through the cathode material.

However, some exceptionally large particles are
observed in addition to the smaller ones. From the
grain size, morphological changes resulting from
the variation of the composition of the substi-
tuted cations Li and Mg in the samples are clearly
seen [23–25]. The average grain size is in the range
of 10 µm for all samples. It has also been revealed
that when the amount of substituted Mg increases,
the grain size decreases, which is consistent with
the crystallinity nature observed by XRD.

The compositional homogeneity of nickel,
magnesium, oxygen and phosphorous has been ex-
amined by EDS. As shown in Fig. 3, there are
no other impurity peaks in the spectra besides Ni,
P, Mg and O. Since the titration of the light el-
ement lithium is difficult with this spectroscopic
technique, it was not possible to assess the lithium
content.

2.3. FT-IR

Fig. 4 shows the FT-IR spectra of the
LiNi1−xMgxPO4 (x = 0, 0.05, 0.1 and 0.15)
compounds.

From the Fourier transform study, we observe
that the fundamental frequencies of PO4 polyan-
ions are split due to the correlation effect which, in
turn, is induced by the coupling of M–O bonds. As
a result, the vibrational spectra of LiNi1−xMgxPO4
(x = 0, 0.05, 0.1 and 0.15) are dominated by the
fundamental vibrations of PO4 polyanions, which
is not unusual. Fig. 4 shows four fundamental vi-
brations of PO4, such as stretching mode around
ν1: 940 cm−1, a doublet at around ν2: 525 cm−1

and two triplets viz., ν3 and ν4 in the region of
1059 cm−1 to 1102 cm−1 and at 732 cm−1. Further,
the peaks observed at the 547 cm−1 and 580 cm−1

region are attributed to the asymmetric stretching
modes of NiO6 octahedra, thus, confirming the for-
mation of LiNi1−xMgxPO4 (x = 0, 0.05, 0.1 and
0.15). Basically, ν1 and ν3 modes involve the sym-
metric and antisymmetric stretching vibration of
the P–O bonds, where as ν2 and ν4 modes in-
volve mainly O–P–O symmetric and antisymmet-
ric bending modes with a small contribution of P
vibration [26]. The vibrational modes and band as-
signments in LiNi1−xMgxPO4 (x = 0, 0.05, 0.1 and
0.15) are presented in Table 2.

2.4. Impedance analysis
The complex impedance spectroscopy (CIS),

sometimes called AC impedance spectroscopy, is a
useful characterization technique for investigating
the electrical properties of materials. Moreover, the
CIS measurement technique is also useful to inves-
tigate the temperature and frequency dependent be-
havior of AC conductivity and dielectric constant.
The results obtained from these analyses can pro-
vide information about the electrical behavior of
the samples [27, 28]. In the present study, the elec-
trical properties of LiNi1−xMgxPO4 (x = 0, 0.05,
0.1 and 0.15) compounds were studied in the tem-
perature range of 30 °C to 150 °C in the frequency
range of 50 Hz to 5 MHz. The measured impedance
data can be represented in different forms, using the
inter relations as follows:
– complex impedance Z∗ = Z′− jZ′′,
– complex modulus M∗ = M′+ jM′′ = jωC0Z∗,
– complex permittivity ε∗ = ε′− jε′′

where j =
√
−1, C0 is the vacuum capacitance and

ω = 2πf is the angular frequency. (Z′, M′, ε′) and
(Z′′, M′′, ε′′) are the real and imaginary components
of impedance, modulus and permittivity.
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(a) (b)

(c) (d)

Fig. 2. SEM image of LiNi1−xMgxPO4 (x = 0, 0.05, 0.1 and 0.15); (a) LiNiPO4; (b) LiNi0.95Mg0.05PO4; (c)
LiNi0.90Mg0.10PO4; (d) LiNi0.85Mg0.15PO4.

Table 2. Vibrational spectra data (cm−1) and band assignments in LiNi1−xMgxPO4(x = 0, 0.05, 0.1 and 0.15).

Infrared wave number [cm−1]
Assignment

x = 0 x = 0.05 x = 0.1 x = 0.15

477 457 446 446 v (Li–O)
525 525 529 527 v (Ni–O)
547 548 548 548 v2 (PO4)

3−

580 569 568 568 v2 (PO4)
3−

653 649 649 649 v4 (PO4)
3−

940 937 949 949 v1 (PO4)
3−

1057 1060 1064 1035 v3 (PO4)
3−

1100 1091 1090 1094 v3 (PO4)
3−

1150 1139 1140 1134 v3 (PO4)
3−
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(a) (b)

(c) (d)

Fig. 3. EDS spectra for LiNi1−xMgxPO4 (x = 0, 0.05, 0.1 and 0.15); (a) LiNiPO4; (b) LiNi0.95Mg0.05PO4; (c)
LiNi0.90Mg0.10PO4; (d) LiNi0.85Mg0.15PO4.

Fig. 4. FT-IR spectra for LiNi1−xMgxPO4 (x = 0, 0.05,
0.1 and 0.15).

2.5. Nyquist plots

The cole-cole/Nyquist plots of
LiNi1−xMgxPO4 (x = 0, 0.05, 0.1 and 0.15)

samples measured at various temperatures are
shown in Fig. 5.

There are two semicircles in each impedance
spectrum. The low frequency semicircle is due to
the grain boundary and the high frequency semi-
circle depicts the bulk (grain) effect. The obtained
curves for each sample appear in the form of sin-
gle semicircles at various temperatures. No other
curves are observed in the lower frequency region.
Therefore, the semicircles of each sample are at-
tributed to bulk conductivity, suggesting that the
conductivity is of mixed electronic and ionic char-
acter. As shown in the figure, in the plots of Z′ (the
real part of the impedance) against Z′′ (the imagi-
nary part of the impedance), each arc begins from
lower frequencies to the right direction of the Z′-
axis and ends to the left direction of Z′-axis at
higher frequencies. It is observed that resistivity
of the samples dramatically decreases with the in-
crease in temperature. As a result, the diameter of
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(a) (b)

(c) (d)

Fig. 5. Nyquist plots for the compounds LiNi1−xMgxPO4 (a) x = 0, (b) x = 0.05, (c) x = 0.1, (d) x = 0.15.

the semicircle decreases with increasing tempera-
ture. On the other hand, it is observed that all arcs
in the impedance plots are not perfect semicircles,
which means that the highest frequency arcs do not
intersect with the Z′ axis [29–31].

The variations of real (Z′) and imaginary (Z′′)
part of impedance with frequency at different tem-
peratures of LiNi1−xMgxPO4 (x = 0, 0.05, 0.1 and
0.15) are shown in Fig. 6 and Fig. 7.

The value of Z′ decreases with an increase in
frequency at low temperatures. The peak position
shifts towards higher frequency side with a rise
in temperature, as well as the width of the peak
is also broadened with increasing temperature.

The asymmetric broadening of the peaks in Z′

with frequency suggests that there is a spread of
relaxation time. Also the shifting of relaxation
peak indicates the existence of a temperature de-
pendent electrical relaxation phenomenon in the
material. The use of the imaginary part of the
impedance (Z′′) is particularly appropriate for re-
sistivity and/or conductivity analysis (when the
long range conductivity is dominant) [32, 33].

2.6. Dielectric constant (ε′)

The variation of the dielectric constant (ε′) as a
function of frequency (50 Hz to 5 MHz) at room
temperature to 150 °C for LiNi1−xMgxPO4 (x = 0,
0.05, 0.1 and 0.15) samples is shown in Fig. 8.
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(a) (b)

(c) (d)

Fig. 6. Variation of Z′ with frequency for the compounds LiNi1−xMgxPO4 (a) x = 0, (b) x = 0.05, (c) x = 0.1,
(d) x = 0.15.

From the frequency dependent plot of ε′, it is
observed that the value of ε′ decreases sharply
as the frequency increases and attains a constant
limiting value, at which ε′ becomes almost fre-
quency independent. The higher values of dielec-
tric constant at low frequencies can be due to pile-
up of charges at the interfaces between the sample
and the electrode. This can be explained based on
the behavior of dipole movement as follows. Di-
electric behavior of samples with frequency is re-
lated to the applied electric field. An alternating

electric field changes its direction with time. With
each direction reversal, the polarization compo-
nents are required to follow the field reversal. So,
the polarization depends on the ability of dipoles to
orient themselves in the direction of the field dur-
ing each alternative change of the field. At low fre-
quency regions the dipoles will get sufficient time
to orient themselves completely along the direc-
tion of the field, resulting in larger values of ε′ of
the samples. As the frequency increases further, the
dipoles in the sample cannot reorient themselves
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(a) (b)

(c) (d)

Fig. 7. Variation of Z′′ with frequency for the compounds LiNi1−xMgxPO4 (a) x = 0, (b) x = 0.05, (c) x = 0.1,
(d) x = 0.15.

fast enough to respond to the applied electric field,
resulting in the decrease in ε′ of the samples and
becoming almost constant [34, 35].

2.7. Dielectric permittivity (ε′′) and dielec-
tric loss (tanδ)

The dielectric loss can be divided into three
parts: conduction losses, dipole losses and vibra-
tional losses. The loss that is attributed to con-
duction presumably involves the migration of ions
over large distances. This motion is the same as
that occurring under direct current conduction. The
variation of dielectric permittivity (ε′′) with fre-
quency is shown in Fig. 9. The variation of the
dielectric loss tanδ with the frequency at different

temperatures is shown in Fig. 10 for the compound
LiNi1−xMgxPO4 (x = 0, 0.05, 0.1 and 0.15). The
magnitude of the dielectric loss increases with an
increase in temperature. At low temperature, con-
duction losses have minimum value. As the tempe-
rature increases AC conductivity also increases, so
the conduction losses increase. This leads to an in-
crease of the value of tanδ with temperature. The
increase of the dielectric loss at low frequency is
due to dipole polarization [36–38].

2.8. AC conductivity (σac)

The electrical conductivity studies of the syn-
thesized compounds have been carried out over
a frequency range of 50 Hz to 5 MHz in
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Fig. 8. Variation of real part of dielectric permittivity (ε ′) with frequency for the compounds LiNi1−xMgxPO4 (a)
x = 0, (b) x = 0.05, (c) x = 0.1, (d) x = 0.15.

the temperature range of 30 °C to 150 °C.
The conductivities are found to be ∼10−6 S/cm at
room temperature and higher temperature respec-
tively for all the doped samples. The AC conduc-
tivity is calculated from dielectric data using the
relation:

σac = ωεrε0 tanδ (1)

whereω= 2πf.

The calculated conductivity results for all sam-
ples at different temperature ranges are compared

in Table 3. The obtained results are found to be de-
pendent on temperature as well as concentration of
substituted Mg ions. It is observed that the conduc-
tivity of each sample increases with an increase in
temperature, indicating that the electrical conduc-
tion in the samples is a thermally activated process.
Thus, the observed electrical conductivity is found
to occur due to the hopping of small polarons as-
sociated with the behavior of changeable oxidation
state of the transition metal ions. As the tempera-
ture increases, the polarons have sufficient thermal
energy to get activated and jump over the barrier
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(a) (b)

(c) (d)

Fig. 9. Variation of imaginary part of dielectric permittivity (ε′′) with frequency for the compounds
LiNi1−xMgxPO4 (a) x = 0, (b) x = 0.05, (c) x = 0.1, (d) x = 0.15.

and that is why larger values of conductivity of
the samples are observed at higher temperatures.
Also, the room temperature conductivity is found
to be 9.47 × 10−10, 2.95 × 10−9, 9.62 × 10−10,
9.80 × 10−10 S/cm for LiNi1−xMgxPO4 (x =
0, 0.05, 0.1 and 0.15), respectively. These re-
sults are in the range of the electrical conductiv-
ity of semiconductors (10−10 S/cm to 10−9 S/cm),
indicating the semiconductor behavior of the
samples [39, 40].

The variation of the AC conductivity as a func-
tion of frequency (from 50 Hz to 5 MHz) at room

Table 3. Activation energies for different compounds at
100 kHz.

Compound AC conductivity Activation
[S/cm] energy [eV]

LiNiPO4 9.47 × 10−10 0.47
LiNi0.95Mg0.05PO4 2.95 × 10−9 0.56
LiNi0.90Mg0.10PO4 9.62 × 10−10 0.52
LiNi0.85Mg0.15PO4 9.80 × 10−10 0.66

temperature to 150 °C for LiNi1−xMgxPO4 (x = 0,
0.05, 0.1 and 0.15) samples is shown in Fig. 11. It
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(a) (b)

(c) (d)

Fig. 10. Variation of tanδ with frequency for the compounds LiNi1−xMgxPO4 (a) x = 0, (b) x = 0.05, (c) x = 0.1,
(d) x = 0.15.

is clearly observed that the AC conductivity curves
show two distinct regions. The first one is the low
frequency region in which the conductivity is al-
most frequency independent, which corresponds to
the random hopping of charges. The second one is
the high frequency region in which the conductiv-
ity increases rapidly and reaches the highest value
at 5 MHz, corresponding to frequency dependent
conductivity. This behavior is characteristic of hop-
ping of charges between the trap levels situated in
the band gap. These two types of conductivities are
observed in all samples.

2.9. Electric modulus

The electric modulus data were calculated us-
ing the real and imaginary parts of the measured
impedance data and the pellet dimensions. The
relaxation behavior was analyzed using the com-
plex electric modulus (M∗ = M′ + jM′′) for-
malism. The calculated M as a function of fre-
quency for LiNi1−xMgxPO4 (x = 0, 0.05, 0.1,
and 0.15) samples were fitted to the Kohlrausch-
William-Watts (KWW) expression. Fig. 12 shows
the imaginary part of electric modulus M′ vs. logf
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(a) (b)

(c) (d)

Fig. 11. Variation of AC conductivity with frequency for the compounds LiNi1−xMgxPO4 (a) x = 0, (b) x = 0.05,
(c) x = 0.1, (d) x = 0.15.

spectra obtained from RT to 150 °C for the synthe-
sized compounds. From the figure, it is observed
that the shape of each curve is of asymmetric non-
Lorentzian type, exhibiting a peak at the relaxation
frequency with a long tail extending in the region
of shorter relaxation time and a shift in peak height
and frequency.

A comparison of the experimental data in the
M∗ and ε∗ formalism is useful to distinguish the
long-range conduction process from the localized
dielectric relaxation. To visualize this, we have
plotted the imaginary part of complex dielectric
permittivity (ε′′) and modulus (M′) as a function
of frequency for olivine LiNi1−xMgxPO4 (x = 0,

0.05, 0.1 and 0.15) cathode materials. Dielectric
relaxation is a result of the reorientation process
of dipoles in the metal-ion chains, which shows
a peak in ε′′ spectra. For cathode materials (with
higher ionic concentration), the movement of ions
from one site to another will perturb the electric
potential of the surroundings. Motion of the other
ions in this region will be affected by the per-
turbed potential. Such a cooperative motion of ions
will lead to non-exponential decay, or a conduc-
tion processes with distribution of relaxation time.
It has been observed that in the real part of mod-
ulus spectra, a relaxation peak occurs for the con-
ductivity processes, whereas no peak is observed in
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(a) (b)

(c) (d)

Fig. 12. Variation of M′ with frequency for the compounds LiNi1−xMgxPO4 (a) x = 0, (b) x = 0.05, (c) x = 0.1,
(d) x = 0.15.

the dielectric spectra. This suggests that the
ionic motion and electronic segmental motion are
strongly coupled, manifesting as a single peak in
the M’ spectra with no corresponding feature in di-
electric spectra. So, the conduction in cathode ma-
terials takes place through charge migration of ions
between coordinated sites of the polymer along
with the segmental relaxation of polymer. An en-
hanced ionic conduction is a natural consequence
of a type of cathode material [41, 42].

2.10. Activation energy (Ea)

The increase in conductivity with increasing
temperature indicates a characteristic activated be-
havior in the studied temperature range. Analy-
sis of the frequency-dependent conductivity sug-
gests that the electrical conduction in lithium or-
thophosphates is presumably caused by the hop-
ping of lithium ions between octahedral sites
of the olivine framework. At room temperature,
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(a) (b)

(c) (d)

Fig. 13. Arrhenius plots for LiNi1−xMgxPO4 (a) x = 0, (b) x = 0.05, (c) x = 0.1, (d) x = 0.15.

conductivity is found to be 10−8 S/cm, since the
increased repulsion between Li+ and M2+ cations
reduces the strength of the Li–O bonds resulting
in higher conductivity. From impedance measure-
ments, the activation energies Ea was derived from
Arrhenius equation, yielding activation energy in
the range of 4 eV for LiNi1−xMgxPO4 (x = 0, 0.05,
0.1 and 0.15). Fig. 13 shows that the activation en-
ergy decreases with the increasing magnesium con-
centration. The change in the activation energy is
due to the lattice shrinkage [43].

3. Conclusions
The magnesium substituted olivine

LiNi1−xMgxPO4 (x = 0, 0.05, 0.1 and, 0.15)
cathode materials have been successfully

synthesized by solid-state reaction method at
low temperature. Different properties of the mate-
rials were studied using different techniques. The
XRD studies confirmed that all the synthesized
samples belong to the Pnma space group. It was
also observed that an increase of the Mg content
x = 0, 0.05, 0.1 and 0.15 caused the decrease in
lattice parameter, unit cell volume and crystallite
size. The porosity nature of the samples was
also observed in SEM studies. An increase in
wave number for most of the bands indicated
that both the P–O and M–O (Ni or Mg) bonds
strengthened as a result of substitution of Mg in
LiNi1−xMgxPO4 due to the transverse asymmetric
mode of vibration. Both the dielectric constant (ε′)
and dielectric loss (ε′′) increased with temperature
and decreased with frequency through the studied
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ranges. The dielectric constant may be attributed
to orientation and space charge polarization re-
spectively, as the temperature dependence of the
dielectric loss is associated with the conduction
loss.

References
[1] TARASCON J.M., ARMAND M., Nature, 414 (2001),

359.
[2] MORGAN D., VAN DER VEN A., CEDER G., Elec-

trochem. Solid St., 7 (2004), A30.
[3] OKADA S., SAWA S., EGASHIRA M., YAMAKI J.,

TABUCHI M., KAGEYAMA H., KONISHI T., YOSHINO

A., J. Power Sources, 97 – 98 (2001), 430.
[4] FISHER C.A.J., HART PRIETO V.M., SAIFUL IS-

LAM M., Chem. Mater., 20 (2008), 5907.
[5] BHUVANESWARI D., GANGULIBABU, DOH C.H.,

KALAISELVI N., Int. J. Electrochem. Sc., 6 (2011),
3714.

[6] KOLEVA V., STOYANOVA R., ZHECHEVA E., Eur. J.
Inorg. Chem., 1 (2010), 127.

[7] MINAKSHI M., SINGH P., APPADOO D., MARTIN

D.E., Electrochim. Acta, 56 (2011), 4356.
[8] YANG G., NI H., LIU H., GAO P., JI H., ROY S.,

PINTO J., JIANG X., J. Power Sources, 196 (2011),
4747.

[9] SHANMUKARAJ D., MURUGAN R., Ionics, 10 (2004),
88.

[10] JULIEN C., CAMACHO LOPEZ M.A., MOHAN T.,
CHITRA S., KALYANI P., GOPUKUMAR S., Solid State
Ionics, 135 (2000), 241.

[11] PADHI A.K., NANJUNDASWAMY K.S., GOODE-
NOUGH J.B., J. Electrochem. Soc., 144 (1997), 1188.

[12] WOLFENSTINE J., ALLEN J., J. Power Sources, 142
(2005) 389.

[13] MURALIDHARAN P., VENKATESWARLU M., SATYA-
NARAYANA N., Solid State Ionics, 166 (2004), 27.

[14] SU J., WEI B.Q., RONG J.P., YIN W.Y., YE Z.X.,
TIAN X.Q., REN L., CAO M.H., HU C.W., J. Solid
State Chem., 184 (2011), 2909.

[15] BROUSSELY M., BIENSAN P., SIMON B., Electrochim.
Acta, 45 (1999), 3.

[16] CHEN J., VACCHIO M.J., WANG S., CHERNOVA N.,
ZAVALIJ P.Y., WITTINGHAM M.S., Solid State Ionics,
178 (2008), 1676.

[17] SANUSI A., NAVARATNAM S., BASIRUN W.J., Malays.
J. Anal. Sci., 18 (2014), 522.

[18] GANGULIBABU, BHUVANESWARI D., KALAISELVI

N., JAYAPRAKASH N., PERIASAMY P., J. Sol-Gel Sci.
Techn., 49 (2009), 137.

[19] QINGA R., YANG M.C., MENG Y.S., SIGMUND W.,
Electrochim. Acta, 108 (2013), 827.

[20] TAKAHASHI M., TOBISHIMA S., TAKEI K., SAKU-
RAI Y., J. Power Sources, 97-98 (2001), 508.

[21] KIM S.W., KIM J., GWON H., KANG K., J. Elec-
trochem. Soc., 156 (2009), A635.

[22] IRIYAMA Y., KAKO T., YADA C., ABE T., OGUMI Z.,
Solid State Ionics, 176 (2005), 2395.

[23] MURALIGANTH T., MANTHIRAM A., J. Phys. Chem.
C, 114 (2010), 15530.

[24] AMINE K., YASUDA H., YAMACHI M., Solid State
Lett., 3 (2000), 178.

[25] AIT SALAH A., JOZWIAK P., GARBARCZYK J.,
BENKHOUJA K., ZAGHIB K., GENDRON F., JULIEN

C.M., J. Power Sources, 140 (2005), 370.
[26] ROUIER A., NAZRI G.A., JULIAN C., Ionics, 3 (1997),

170.
[27] MACDONALD J. R., Impedance Spectroscopy, Wiley,

New York, 1987.
[28] IRVINE J.T.C., SINCLAIR D.C., WEST A.R., Adv.

Mater., 2 (1990) 138-140.
[29] ELLIS B., HERLE P.S., RHO Y.H., NAZAR L.F., DUN-

LAP R., PERRY L.K., RYAN D.H., Faraday Discuss.,
134 (2007) 119.

[30] WILK P., MARZEC J., MOLENDA J., Solid State Ionics,
157 (2003), 109.

[31] BOHNKE O., EMERY J., FOURQUET J.L., Solid State
Ionics, 158 (2003), 119.

[32] RISSOULI K., BENKHOUJA K., RAMOS-BARRADO

J.R., JULIEN C., Mater. Sci. Eng. B-Adv., 98 (2003),
185.

[33] BEN BECHIR M., BEN RHAIEM A., GUIDARA K., B.
Mater. Sci., 37 (2014)1.

[34] JULIEN C.M., MAUGER A., ZAGHIB K., VEIL-
LETTE R., GROULT H., Ionics, 18 (2012)625.

[35] ARANDA M.A.G., BRUQUE S., RAMOS BARRADO

J.R., ATTFIELD J.P., Solid State Ionics, 63 – 65 (1993),
407.

[36] PRABHU M., SELVASEKARAPANDIAN S., KULKARNI

A.R., KARTHIKEYAN S., SANJEEVIRAJA C., T. Non-
ferr. Metal. Soc., 22 (2012), 342.

[37] BEN RHAIEM A., HLEL F., GUIDARA K., GAR-
GOURI M., J. Alloy. Compd., 485 (2009), 718.

[38] JIN B., GU H.B., Solid State Ionics, 178 (2008), 1907.
[39] BHARADWAJA S.S.N., KRUPANIDHI S.B., Thin Solid

Films, 391 (2001), 126.
[40] ORLIUKAS A., DINDUNE A., KANEPE Z., Solid State

Ionics, 157 (2003), 177.
[41] PRABU M., SELVASEKARAPANDIAN S., KULKARNI

A.R., KARTHIKEYAN S., HIRANKUMAR G., SANJEE-
VIRAJA C., Ionics, 17 (2011), 201.

[42] MOYNIHAN C.T., BOSECH L.P., LABERGE N.L.,
Phys. Chem. Glass-B, 14 (1973), 122.

[43] SELWIN JOSEYPHUS R., VISWANATHAN E., JUSTIN

DHANARAJ C., JOSEPH J., J. K. Saudi Univ. Sc., 24
(2012), 233.

Received 2016-03-31
Accepted 2016-11-28


	Introduction
	Experimental
	Conclusions 

