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Abstract
An attempt has beenmade to prepare a new blend polymer electrolytes (BPEs) based on PVdF-co-HFP and PVAc doped withMg
(ClO4)2 by using the solvent-casting technique. The physicochemical properties of the as prepared polymer electrolytes were
characterized by XRD, FTIR, SEM, TG/DTA, linear sweep voltammetry (LSV), and cyclic voltammetry (CV). The maximum
ionic conductivity value 3.85 × 10−5 S cm−1 has been observed for PVdF-co-HFP (69)-PVAc (23)-Mg (ClO4)2 (8 wt%) system at
30 °C using AC impedance spectroscopic technique. The FTIR analysis confirms the complex formation between the polymers
and salts. The TG/DTA studies showed the thermal stability of the film. The polymer electrolyte membrane shows a wide
electrochemical stability window, and the temperature dependence of ionic conductivity obeys the Arrhenius rule.
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Abbreviations
PVdF-HFP poly(vinylidene

fluoride-co-hexaflouropropylene)
PVAc poly(vinyl acetate)
XRD X-ray diffraction,
FTIR Fourier-transform infrared spectroscopy
SEM scanning electron microscope,
TG/DTA Thermogravimetric/differential

thermal analysis
PMMA poly(methyl methacrylate)
PEG polyethylene glycol

Introduction

In recent years, environmental pollution and power crisis have
been severely accumulated due to the extreme utilization of

fossil fuel resources. To defeat these problems, clear energy
resources and related energy conversion and storage materials
and devices are highly demanded [1]. Electrical energy stor-
age technologies play an important role in the demand for
green and sustainable energy. Rechargeable batteries or sec-
ondary batteries, such as Li-ion batteries, Na-ion batteries, and
Mg-ion batteries, reversibly convert between electrical and
chemical energy via redox reaction, thus storing the energy
as chemical potential in their electrodes. [2].

The polymer battery has the advantage of having a higher
energy density, solvent-free condition easy process ability, and
being leakage proof and light in weight. The interest on solid
polymer electrolytes has grown during the last decades togeth-
er with the search of new andmore efficient, high performance
devices for energy conversion and storages [3]. Rechargeable
lithium metal batteries with high specific capacities are still
commercially unavailable. Even though the Li ion battery has
the choice in the view of its specific capacity and cycle stabil-
ity. However, the application of LIBs in electric vehicles
(EVs) or renewable energy storage is largely limited due to
the finite energy/power density [4]. The lithium ion-
conducting gel polymer electrolytes has safety problems, lim-
itations, and relatively expensive, because they are highly re-
active in nature and also toxic. Apart from lithium batteries,
certain magnesium, zinc, and sodium batteries are reported
[5–7]. So, to a greater extent, researchers focus on developing
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solid state Mg2+ ion-conducting electrolytes to achieve re-
charge ability [8–10].

Magnesium possesses a many number of characteristics
that make it attractive electrode material for rechargeable bat-
teries, including its low cost, relative abundance (fifth most
abundant materials on earth), high safety, ease of handling,
and its low toxicity which allows for urban waste disposal
[11]. In future, the rechargeable magnesium batteries have a
wide scope in the future in the analysis of negligible hazards
and enhanced safety [12, 13]. There have been some studies
on the solid polymer electrolytes based on magnesium salts
[14–18]. Polymer blending can avoid problems associated
with a low ionic conductivity of the system with property that
could not be obtained with the use of a single polymer [19]
The blending of the polymers is one of the effective methods
to improve the mechanical stability and electrical conductivity
of the polymeric materials. Many researchers have reported on
the blend polymer electrolyte (BPE) system, such as PVdF-
HFP/PMMA, PVdF-HFP/ PVAc, PVAc/PMMA, PVdF-HFP/
PVAc, PVdF-HFP/PEG, and PVAc/PVdF-HFP [20–25] with
different lithium salts and ammonium salts, respectively. The
review of the literature reveals that attention has been given to
the polymer electrolytes based on PVdF-HFP and PVAc BPE
for Mg2+ ion battery.

Various methods have been adopted to reduce crystallinity
of polymer electrolytes and to increase segmental mobility of
the host polymer, such as blending [26, 27], co-
polymerization [28–31], cross linking, and plasticization of
polymer matrix [32–35]. Among the polymer electrolytes,
the PVdF-HFP-based gel polymer films have received much
attention since they have both crystalline VdF and amorphous
HFP units. The amorphous phase is capable of trapping large
amount of electrolyte, facilitating ion migration, while the
crystalline phase provides a structural integrity to support a
free standing film formation. In addition, the PVdF-HFP-
based gel polymer electrolyte films are mechanically stiff
and strong, thermally, and chemically stable [36–39]. The
PVAc happens to be one of the polymers which possess a large
dipole moment and high relaxation time which are due to its
side chains connected to ester groups in the side chain [40,
41]. PVAc is a proper contender to achieve high ionic conduc-
tivity at ambient temperature, mechanical stability, and com-
fortable film formation among the various choices. To im-
prove the ionic conductivity, an attempt has been made to
identify the effects of Mg (ClO4), on the new PVdF-co-HFP/
PVAc-based BPEs.

Materials and instrumentations

Poly(vinylidene fluoride-co-hexafluoropropylene) (PVdF-
HFP) with an average molecular weight of (Mw) ~ 400,000
and polyvinyl acetate (PVAc) and magnesium perchlorate

Mg(ClO4) salt were obtained from Sigma-Aldrich. All the
composite polymer electrolytes were prepared by using a
solvent-casting technique. They were dried under vacuum at
80 °C at about 10 h for removing the moisture or impurities.
The polymers and the salts were first dissolved in tetrahydro-
furan (THF) separately and then mixed together. The complex
mixture was stirred continuously about 24 h to ensure the fine
and homogeneous mixture. The acquired homogeneous solu-
tion was poured into the Petri dish to allow the Petri dish to
vacuum oven to evaporate the residual solvent from the com-
plex at 60 °C for 5 h. The obtained composite polymer elec-
trolytes were stored in a vacuum desiccator for further studies.
The prepared BPE with flexible and free standing film is
shown in Fig. 1.

The structural analysis of the prepared polymer composites
was analyzed by XRD using an X’pert PRO PANanlytical X-
ray diffractometer. The complex formation between the poly-
mer and salt was confirmed by FTIR using SPECTRA RXI,
Perkin Elmer spectrophotometer in the range of 400–
4000 cm−1. Thermal stability of the polymer electrolyte was
carried out by thermogravimetric/differential thermal analysis
(TG/DTA) using SIINT 6300, Japan, with the heating rate of
10 °C min−1 under the nitrogen atmosphere from room temper-
ature to 800 °C. The morphology of the polymer electrolytes
was examined by gold sputter-coated scanning electron micros-
copy (SEM) (FEI Quanta 250 Microscope, Netherlands).
Conductivity studies were carried out with the help of stainless
steel (SS)-blocking electrodes using a computer-controlled
microauto lab type III Potentiostat/Galvanostat in the frequency
range of 10 Hz to 100 MHz over the temperature range of 30–
90 °C, and the electrochemical stability of the maximum

Fig. 1 The flexible and free standing BPE
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conducting electrolyte was evaluated by means of linear sweep
voltammetry (LSV) using SS as the working electrode and
reference electrode. The high conducting polymer electrolytes
(Q2) from the prepared BPEs has been constructed, and their
results are discussed.The composition of the prepared polymer
electrolytes is shown in Table 1.

Results and discussion

XRD

The XRD patterns of the PVdF-HFP, PVAc, Mg(ClO4)2 of the
pure polymer, salt, and composite gel polymer electrolytes are
shown in Fig. 2. The pure PVdF-HFP shows the semi-
crystalline microstructure, i.e., the coexistence of mixed crys-
talline and amorphous nature of the material with predominant
peaks at 2θ = 17°, 20°, and 38° [17]. The PVAc shows the
broad hump and which confirm the amorphous nature of the
polymer [42]. The diffraction pattern of the (MgClO4) salt
showed a high intense peak, which revealed the crystalline
nature of the salts and also well matched with the JCPDS
(No: 37-0523). The Mg(ClO4)2 crystalline peaks are absent
in the polymer composite electrolytes. The diffractogram of a
polymer electrolyte shows a broadened peak between 10° and
25°. The PVdF-HFP peak is masked at 20°; the broad peak
and the intensity of the peak decreased. These changes reveal
that the gel polymer electrolyte is predominantly amorphous
and its crystallinity is depressed due to the immobilization of
liquid electrolyte in PVdF-HFP. This inciates that the liquid
electrolyte solution most likely blends with the PVdF-HFP at
the molecular level. This confirms that the interaction takes
place between the constituents that are involved in the prepa-
ration of the composite electrolytes. The sample Q2 is more
amorphous compared to other polymer composites. The amor-
phous nature which could be the reason for high conductivity
of the film Q2.

FTIR analysis

FTIR transmittance spectra of pure and the prepared com-
plexes are presented in Fig. 3. The spectrum of PVdF-HFP,

the crystalline phase of VdF unit identified by the vibration
bands of 981, 759 and 618 cm−1, is due to a non-polar trans-
gauche conformation (i.e., α phase) of the semi-crystalline
PVdF-HFP [43–45]. The vibration band of PVdF-HFP has
been observed at 1400 and 1200 cm−1 for ▬CF and ▬CF2
groups. The peaks at 527 cm−1 can be assigned to the bending
vibrations of▬CF2. The bands at 842 and 879 cm

−1, assigned
to amorphous phase, appear as symmetrical stretching; vibra-
tion and the bands are shifted slightly in the polymer com-
plexes, respectively. These observations indicate the substan-
tial conformational changes in the crystalline texture of the
host polymer PVdF-HFP due to the interaction with the
PVAc and salt electrolytes. The disappearance of some bands
associated with crystalline phase and the appearance of the

Fig. 2 XRD pattern for pure and prepared polymer electrolytes

Fig. 3 FTIR spectra of a pure PVdF-HFP, b pure PVAc, c Mg(ClO4)2
salt, d Q1, e Q2, f Q3, g Q4, and h Q5 samples

Table 1 The composition of the prepared polymer electrolytes

PVdF-HFP (wt%) PVAc (wt%) Mg(ClO4)2 (wt%) Sample code

92 0 8 Q1

69 23 8 Q2

46 46 8 Q3

23 69 8 Q4

0 92 8 Q5
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bands of amorphous phase of the polymer indicate the reduc-
tion of crystallinity and dominance of the amorphous phase in
the composite gel polymer electrolyte.

The vibration bands at 2928, 1735, 1026, 1369, and
1229 cm−1 are attributed to CH3 asymmetric, C〓O group,
C▬O stretching, and ▬CH3 symmetric bending modes of
pure PVAc. The peaks at 947, 607, and 794 cm−1 are ascribed
to ▬CH bending and CH3(C▬O) group, and the C▬H
rocking mode of vibration of PVAc has been confirmed [46,
47]. The stretching vibrationmode of ClO4− anion observed in
the range of 650–600 cm−1 has been probed to get the infor-
mation associated with the degree of salt dissociation in the
composite gel polymer electrolyte [48, 49]. These peaks are
shifted in Q1, Q2, Q3, Q4, and Q5. The changes in the fre-
quency characteristics of the electrolyte membranes are given
in Table 2 and confirm the complexation in the measured
polymer electrolytes.

TG/DTA analysis

Figure 4a–e shows the TG/DTA analysis of the prepared
polymer composite electrolytes. It can be seen that from
the TG curves, the initial weight loss occurs from 77 to
83 °C with a weight loss of 5, 3, 8, 4, and 9 wt% for all
the samples due to the residual solvent and moisture at the
time of loading the sample. It is observed that the second
weight loss occurs at 245 to 274 °C for prepared samples,
respectively, with the corresponding weight losses which
are 17, 16, 19, 18, and 20 wt%. This may be due to the
structural decomposition of the polymer blends. The com-
plete decomposition of the sample takes place between 522
and 526 °C with the corresponding weight loss of about 78,
81, 73, 78, and 71 wt%. After nearly 650 °C, no apprecia-
ble weight loss is observed.

In DTA curve, the first exothermic peaks occurs in the
range of 245 to 274 °C, and the second exothermic peaks
occurs in the range of 523 to 528 °C in the prepared polymer
electrolytes. This indicates the decomposition of the polymer
film is in good agreement with the observed TG results.

SEM

Figure 5a, b shows the SEM image with different magnifica-
tions of the maximum conducting BPE (Q2) film. In general, a
porous structure is essential for ionic transport from one site to
another site. Hence, large porosity and small pore size are
fundamental for a good separator, when the surface shows
enormous number of pores and hence higher ion migration.
The uniformly dispersed pores in the polymer microstructure
lead to the retention of liquid electrolyte and formation of their
better connectivity through the polymer, giving rise to have
possibility of high ionic conductivity. Here, the sample shows
the large number of pores which is evident from the picture,
and this leads to yield the high conductivity. This is well
matched and confirmed from the impedance analysis and also
from XRD.

Impedance analysis

Figure 6 shows the Nyquist plot of the prepared polymer com-
posite electrolytes at 30 °C. The ionic conductivity values of
the electrolytes are calculated by using Eq. (1)

σ ¼ l=RbA ð1Þ
where l and A are the thickness and the area of the polymer
electrolytes film, and Rb is the bulk resistance of the electro-
lyte film. The bulk resistance can be calculated from the

Table 2 The FTIR assigned
peaks for pure and the prepared
polymer electrolytes, (Q1) PVdF-
HFP (92)/PVAc(0)/Mg(ClO4)2
(8), (Q2) PVdF-HFP (69)/
PVAc(23)/Mg(ClO4)2(8), (Q3)
PVdF-HFP (46)/PVAc(46)/
Mg(ClO4)2(8), (Q4) PVdF-HFP
(23)/PVAc(69)/Mg(ClO4)2(8),
(Q5) PVdF-HFP (0)/PVAc(92)/
Mg(ClO4)2(8)

Bands assignment Wavenumber (cm−1)

Pure PVdF-co-HFP Pure PVAc Q1 Q2 Q3 Q4 Q5

▬CF groups 1400 – 1406 1414 1402 1433 1398

Non-polar trans-gauche
(α phase)

981 – – 979 975 983 –

Non-polar trans-gauche
(α phase)

759 – 765 762 758 769 759

Non-polar trans-gauche
(α phase)

618 – 625 608 615 610 624

CH3 (asymmetric stretching) – 2928 2920 2934 2928 2920 2934

CO(stretching) – 1735 1748 1748 1732 1743 1734

C-O (stretching) – 1026 – 1011 1021 1026 –

▬CH bending – 941 – 947 947 941 –

ClO4
− 610 618 613 615 620 612
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intercept of hig- frequency or low-frequency spike or semi-
circle on the Z′ axis or X axis.

The impedance plot shows a high-frequency semi-circle
for Q5 sample, and the other sample shows the spike at
low-frequency range. The highest ionic conductivity at am-
bient temperature is found to be 3.85 × 10−5 S/cm for the
Q2 sample. The semi-circular portions corresponding to
the high-frequency region are absent (inset figure) except
Q5. This indicates that the majority of the current carriers
in the electrolyte medium are ions, and that the total con-
ductivity is mainly due to the ion conduction [50].

Temperature dependence of ionic conductivity

Figure 7 represents the temperature dependence conduc-
tivity for the prepared polymer electrolytes. The conduc-
tivity increases with increasing temperature for all the
prepared polymer electrolytes, and it follows the
Arrhenius type of thermally activated process given by
the relation

σ ¼ σoexp −Ea=kTð Þ

Fig. 4 TG/DTA analysis of the Q1, Q2, Q3, Q4, and Q5 samples
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where σo is the pre-exponential factor, Ea is the activation
energy in eV, k is the Boltzmann constant, and T is the absolute
temperature. The activation energy Ea is the combination of

the energy of defect formation, and the energy of migration is
calculated for all the prepared polymer electrolytes by using
the Arrhenius plot. The low activation energy for the magne-
sium ion transport is due to the complete amorphous nature
which provides a bigger free volume of the polymer electro-
lytes. As the amorphous region increases, the polymer chain
acquires faster internal modes in which bond rotation pro-
duces segmental motion to favor the inter- and intra-chain
ion hopping and thus, the conductivity becomes high [51,
52]. The sample Q2 has a higher ionic conductivity (6.27 ×
10−4 S/cm at 90 °C) and the lower activation energy (3.37 eV)
compared to other compositions.

Dielectric analysis

Figure 8a, b represents the frequency dependence of ɛ′ (ω)
and ɛ″ (ω) of the prepared polymer electrolytes at room tem-
perature (30 °C), respectively. From the obtained dielectric
constant spectra, the values of the ɛ′ (ω) are high at low fre-
quency and become constant at high frequency. Similarly, the
high dielectric loss is obtained at the low frequency, and it
decreases when the frequency increases.

At low frequency side, the values of the dielectric constant
and also dielectric loss are high; this may due to the free
charge carriers have enough time to build up at the interfaces
between the electrode and electrolytes, leading to the locali-
zation of charge carriers [53]. At low frequency, the high value
of dielectric constant is obtained; this is due to the contribution
of the electrode polarization effects.

At high frequency, the periodic reversal of the electric field
occurs so fast that there is no excess ion diffusion in the di-
rection of the applied field. The fluctuations of the charge
carriers in the directions of the field now lag behind, which
ensure the low dielectric values for increasing the frequency.

Generally, the spectrum consists of two relaxation process,
such as α and β. The α relaxation process is taking place at
low frequency. It means it is observably at high temperature,
which may be caused by the movements of the main segments
of the polymer. Then the β relaxation process takes place at
high-frequency region. It means that it is obviously at low
temperature, which may be caused due to the side group di-
poles and the nearest part of the backbones. The obtained
spectrum shows α relaxation process. From the prepared
BPEs, the high dielectric constant and dielectric loss are ob-
tained for the sample Q2.

Modulus spectra analysis

Figure 9a, b shows the modulus spectra of the prepared poly-
mer electrolytes. The electric modulus is defined as

M* ¼ M
0
−iM ″

Fig. 5 a and b SEM image of the sample (Q2) having maximum ionic
conductivity. a 3.25 K. b 1.52 K

Fig. 6 Room temperature of the complex impedance plot of the prepared
samples
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Fig. 7 Temperature-dependent ionic conductivity plot of the prepared samples
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whereM′ andM″ are the real and imaginary parts of the poly-
mer electrolytes. BothM′ andM″ are observed approximately
zero at low frequency side that corresponds to the repression
of the electrode polarization effect at the electrode-electrolyte
interfaces. A long tail obtained for both the M′ and M″ mod-
ulus spectra at low frequency may be convincingly accredited
as due to the large capacitance coupled with the electrode, and
also due to the occurrence of the negligible electrode polari-
zation contribution, theM′ andM″ decreases towards the low-
frequency region.

Further increases of the frequency values ofM′ andM″ also
increase and reach the maximum value at higher frequency,
which implies the distribution of relaxation process over a
range of frequency. The M′ and M″ spectrum shows a perfect
and distinct dispersion that demonstrate a distinctive increase
in high frequency. The observed modulus spectrum for the
prepared BPEs at high-frequency region that reveals the elec-
trolytes has a good ionic conductivity. The spectrum at high-

frequency region may be due to the bulk effect. The sharp
increase in the high-frequency region, which indicates the
possibility of the ionic conduction, takes place and contained
by these polymer blend electrolytes. The maximum peak shift
towards the high frequency for the optimum blend ratio of Q2
sample implies that it has small relaxation time.

Loss tangent spectra

Figure 10 shows the dielectric relaxation parameter of the
polymer electrolyte from the variation of tanδ with frequency
for the prepared polymer electrolytes at 30 °C. The dielectric
loss tangent (tanδ) can be defined by the equation

tanδ ¼ ɛ″=ɛ
0

Fig. 9 Room temperature frequency dependence of a M′ (ω) and b M″
(ω) for the prepared samples

Fig. 8 Room temperature frequency dependence of a ɛ′ (ω) and b ɛ″ (ω)
for the prepared samples

2612 J Solid State Electrochem (2018) 22:2605–2615



It has been observed that the tanδ increases with increasing
frequency and reaches a maximum. Then, it decreases for
further increasing the frequency. For maximum dielectric loss
at a particular temperature, the absorption peak is described by
the relation ωτ = 1, where τ is the relaxation time and ω is the
angular frequency of the applied signal. It is clear that the
temperature increase in the charge carriers has been thermally
activated and the loss tangent peak shifts towards higher fre-
quency. This indicates that the relaxation time decreases with
increases of temperature.

Transference ion number

For energy storage application, the polymer electrolyte
should be an ionic conductor. The DC polarization technique
is used to evaluate the ion transference number in the polymer

electrolytes. The prepared polymer electrolyte was placed
between the SS electrode, such as SS/PE/SS cell. In this
method, the DC current was measured as a function of time
on the application of fixed DC voltage across the cell. Then
applying the 1.0 V, the current versus time plot was obtained.
The obtained current vs time plot was shown in Fig. 11.

The transference ion number can be calculated from the dc
polarization current vs time plot by using the following equation

tion ¼ I i−I f
� �

=I i

where tion is the ion transference number, and Ii and If are
the initial and final current values of the cells. The ionic trans-
ference number for the polymer electrolyte (Q2) is obtained as

Fig. 10 Room temperature variation of tanδ as a function of logω for the
prepared samples

Fig. 11 DC polarization curve of the polymer electrolyte (Q2)

Fig. 12 Linear sweep voltammetry of Q2 film recorded at room
temperature

Fig. 13 Cyclic voltammograms (CVs) of Q2 film

J Solid State Electrochem (2018) 22:2605–2615 2613



0.98, respectively. This suggests that the charge transport in
the polymer electrolyte is mainly due to the ions.

Linear sweep voltammetry

The electrochemical stability of BPE is an important pa-
rameter for energy storage devices. The electrochemical
stability of the maximum conducting BPE (Q2) film
which has been measured using LSV and recorded on the
SS/BPE/Mg cell was shown in Fig. 12. The voltage is
swept from 0 V towards positive values with a scan rate of
5 mV s−1 until a large current is obtained at certain poten-
tial, which is due to the electrolyte decomposition at the
inert electrode interface. The figure shows that the BPE
(Q2) film is stable up to 3.68 V, which is a sufficient range
for electrochemical applications especially for Mg batte-
ries, and also compared to Pandey et al. [54], the value is
high for blend system.

Cyclic voltammetry

CV tests with Mg/GPE/Mg cells were carried out to check the
Mg2+ ion conduction in the GPEs. The potential was swept
from − 4 to 4 V at a rate of 5 mV S−1. As can be shown in
Fig. 13, the anodic peak appeared at about 2.45 V, implying
that the polymer electrolyte has the voltage is more than 2 V.
Also, the current peaks are distinctly observed. This reveals
that the deposition and resolution ofMg2+ ion occur at theMg/
GPE interface.

From the analysis, the prepared polymer electrolyte has the
electrochemical stability for the application of the recharge-
able batteries, especially for the Mg ion battery application.

Conclusion

AnewMg+ ion conducting PVdF-HFP-PVAc blend solid poly-
mer electrolyte has been synthesized. The amorphous nature is
confirmed by the XRD analysis. FTIR studies reveal the com-
plex formation between the polymer matrix and salt. The AC
conductivity vale for all the prepared polymer electrolytes has
been evaluated using impedance spectroscopy analysis. The
high ionic conductivity has found to be 3.85 × 10−5 S cm−1 at
ambient temperature for Q2 sample. The activation energy ob-
tained from conductivity data from Ea decreases with increas-
ing ionic conductivity and vice versa. The electrochemical sta-
bility window, estimated from LSV, is found to be ~ 3.68 V,
which is sufficient for electrochemical applications. The CV
suggests the existence of electrochemical equilibrium between
the Mg metal and Mg+ ions in the BPE.
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