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Abstract: Polyvinylidene fluoride and its copolymers can be used as active materials for energy
harvesting and environmental sensing. Energy harvesting is one of the most recent research tech-
niques for producing stable electrical energy from mechanical sources. Polyvinylidene fluoride–
trifluoroethylene (PVDF-TrFE) is applicable for sensors and self-powered devices such as medical
implants and wearable electronic devices. The preparation of electrospun P(VDF-TrFE) nanofibers is
of great interest for the fabrication of sensors and self-powered devices, nanogenerators, and sensors.
In this regard, it is necessary to investigate the effects of various parameters on the morphology
and piezoelectric output voltage of such nanofibers. In this study, we have examined the effect of
concentration and feed rate on the nanofiber diameter. It has been found that by increasing the
concentration and feed rate of the polymer solution, the diameter of the nanofibers increases. The
experimental results and the finite element method (FEM) simulation have also shown consistency;
when the nanofiber diameter increases, the output voltage of the nanofibers decreases. This behavior
can be related to the strain reduction in the deformed nanofibers.

Keywords: electrospinning; P(VDF-TrFE) nanofibers; parameters; simulation; finite element method

1. Introduction

Nowadays, the requirement to replace non-renewable sources with clean energy
sources has increased. Fossil fuels cause the highest levels of greenhouse gas emissions
and environmental pollution [1]. Thus, natural resources such as sunlight and wind have
been used to replace fossil fuels. Piezoelectric materials are a new source of clean energy
that can be used in self-powered systems to extract mechanical energy and convert it into
electrical energy [2–7].

Among piezoelectric materials, polymers can withstand more loads [8]. Polyvinyli-
dene fluoride (PVDF) and its copolymers such as polyvinylidene fluoride-trifluoroethylene
P(VDF-TrFE), as piezoelectric polymers, are chemically stable and flexible, and they are
employed in various applications such as memory devices [9,10], pressure sensors [11–15];
actuators [16–18]; and nanogenerators [2,19–24]. PVDF has five different polymorphs,
namely, the α, β, γ, δ, and ε phases. The piezoelectric property of semi crystalline PVDF
arises from the β phase [25,26]. One of the most common techniques to create transitions
from the non-polar α phase to the β polar phase is electrospinning [27,28].

Having used PVDF nanofibers, various devices such as LEDs, health-monitoring
devices, smartwatches, and other electronic devices have been powered [15,29–32]. We have
employed porous PVDF/graphene nanofibers in pressure sensors that enabled the detection
of body movements such as walking, as well as wrist bending and elbow bending [14].
The PVDF/graphene nanogenerator has also shown the ability to fully synchronize finger
movement [2]. Azimi et al. have developed a traffic sensor on the basis of a PVDF/TiO2–
ZnO piezoelectric nanogenerator coupled with a circuit and a microcontroller for vehicle-
passage monitoring [21]. We have also introduced a self-powered pacemaker that is
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powered by the biomechanical energy harvesting of an animal model using PVDF/rGO–
ZnO nanofibers [23].

It has been shown that processing parameters of electrospinning and solution prop-
erties can affect the morphology of nanofibers [33,34]. Increasing the concentration of the
PVDF solution and the molecular weight of polymers has resulted in the formation of
PVDF nanofibers with thicker diameters [35]. Decreasing the feed rate of the PVDF solution
has made the resultant PVDF nanofibers thinner [36–38]. Increasing the tip-to-collector
distance has slightly reduced the average diameter of PVDF nanofibers and increased the
uniformity of the nanofiber [39–41].

It is well understood that changes in the aforementioned parameters also affect crys-
tallinity, β phase content, and the piezoelectric voltage response [41–44]. For instance,
nanofibers prepared at higher electrospinning voltages have shown higher β-phase content
and piezoelectric output voltage [41,45–47]. The piezoelectric output voltage of PVDF
nanofibers has improved with the increase in the feeding rate up to a certain limitation,
and then it decreased [43,48]. Increasing the molecular weight of PVDF has led to a rise
in the β-phase content of nanofibers [49,50]. The high value of the relative humidity of
the environment has resulted in the formation of PVDF nanofibers with higher β-phase
content [51–53]. On the other hand, the β-phase content and piezoelectric output voltage
of the PVDF nanofibers have been reduced by increasing the electrospinning temperature
and tip-to-collector distance [54].

In this study, we aim to investigate the effects of concentration and feed rate on
the diameter of P(VDF-TrFE) nanofibers and shed light on the origin of the diameter to
piezoelectric voltage interrelationship. In the following, we have employed the finite
element method (FEM) to study the effect of the nanofiber diameter on the piezoelectric
output voltage of the PVDF-TrFE nanofibers. It has been confirmed that by increasing
the concentration and feed rate of polymer solution, the diameter of nanofibers increases.
The experimental results and finite element method (FEM) simulation have also shown
consistency; when the nanofiber diameter decreases, the piezoelectric output voltage of
the nanofibers increases. Additionally, the simulation results show that with increasing
nanofiber thickness, the strain of the deformed fibers decreases, which leads to a reduction
in output voltage.

2. Materials and Methods
2.1. Materials

P(VDF-TrFE) (70/30) was purchased from Piezotech Arkema. Dimethylformamide
(DMF) was supplied from Sigma-Aldrich, St. Louis, MO, USA.

2.2. Preparation of P(VDF-TrFE) Nanofibers

P(VDF-TrFE) solutions with two concentrations (10% and 15% wt.) were prepared
by stirring the polymer in DMF at 75 ◦C for 24 h. The as-prepared solutions were then
transferred into a plastic syringe and used for electrospinning under the adjusted operating
conditions of 20 kV and 15 cm for spinning voltage and working distance, respectively. The
feed rate was also set to 0.5, 1, and 1.5 mL/h. The description of electrospun samples is
given in Table 1.

Table 1. Description of electrospun samples.

Case Number Feed Rate (mL/h) Concentration (%) Voltage (kV) Working Distance (cm)

1 0.5 10 20 15
2 0.5 15 20 15
3 1 10 20 15
4 1 15 20 15
5 1.5 10 20 15
6 1.5 15 20 15
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2.3. Fourier Transform Infrared Spectroscopy (FTIR)

To obtain FTIR spectra of the samples, a Bruker 70 device was used. In total, 64 scans
were taken from 600 to 2000 cm−1, Tehran, Iran.

2.4. Differential Scanning Calorimetry (DSC)

The crystallinity of the samples was determined by heating the samples from 25 to
220 ◦C with a heating rate of 10 ◦C/min using a TA Instrument Q200 DSC method on a
Mettler Toledo calorimeter. Tehran, Iran.

2.5. Scanning Electron Microscope (SEM)

The morphology of the nanofibers was observed using a Zeiss Supra TM 55VP SEM
after being sputter-coated with gold. ImageJ software was also used to calculate the mean
diameters of the nanofibers.

2.6. Piezoelectric Measurements

To study the piezoelectric performance of P(VDF-TrFE) nanogenerators (NGs), samples
20 × 20 × 0.050 mm in size were placed between two aluminum foils. Then, NGs were
impacted using a custom-built cyclic impacting device with a frequency of 1 Hz and an
impact force of 20 N. The output voltage was measured using an oscilloscope.

2.7. Simulation

It is shown that a poled piezoelectric structure under mechanical impact generates
voltage, VOC, which can be calculated using the following equation:

VOC = − d33

ε0ε33
× F

A
× h (1)

where d33 and ε33 are, respectively, the piezoelectric coefficient and relative permittivity in
the direction of the applied force. F is the force, which acts on a piezoelectric. A and h are
the area and thickness of the material, respectively [6,32,55,56].

The piezoelectric response of PVDF and PVDF-TrFE is related to the polarization
of certain dielectrics in a specific direction under an external force [57,58]. Piezoelectric
materials have unique mechanical and electrical coupling characteristics, including a direct
piezoelectric effect of charge generated under the action of external mechanical stress and
the converse piezoelectric effect of mechanical strain caused by an external electric field,
which is usually expressed by the following piezoelectric coupling equation [59]:[

S
D

]
=

[
SE −dt

d εT

][
T
E

]
(2)

where D is electric displacement of charge, E is the electric field strength, S is the mechanical
strain, T is the mechanical stress, εT is permittivity of material under constant stress, SE

is the compliance under a constant electrical field, d is the matrix for direct piezoelectric
effect, dt is the matrix for reverse piezoelectric effect, and t is the matrix transposition. For
the direct piezoelectric effect, electric displacement (D) is caused by stress (T) based on
the piezoelectric effect and the internal electric field (E) based on the material’s dielectric
permittivity. For the converse piezoelectric effect, strain (S) is caused by stress (T) and the
internal electric field based on the converse piezoelectric effect [60]. The matrix form of
Equation (2) for the stress-charge form can be depicted as below:

S = SET− dtE (3)

D = dT + εTE (4)

E and D are defined as electrical quantities with a vector nature, whereas T and S
are mechanical quantities with a tensor nature of six components. The constants in a
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piezoelectric material referred as d, ε depend on the directions of the electrical field and the
displacement, respectively. Different piezoelectric materials exhibit a range of piezoelectric
responses. The piezoelectric charge coefficient dij (matrix arrays of d) is a key component
of defining a material’s piezoelectric response and represents the amount of charge that
is generated in response to applied mechanical stress [60]. In addition to the piezoelectric
coupled constitutive equations, the Poisson equations for solving the model have also been
used; they are depicted as follows:

−∇.T = FV (5)

−∇.D = ρV (6)

where F is force, ρ is density, and T is mechanical stress. The potential profile can be
extracted with solving elastic, electric, and piezoelectric equations [22,56].

In our study, the simulation geometry systems are cylinders. Such cylinders are the
approximation of real nanofibers that have been cut from length. In the following, more
details are provided on how to choose the diameter and length of such cylinders.

The finite element method (FEM) has been used to calculate the output voltage of
nanofibers under force. FEM is a famous method for numerically solving differential
equations arising in engineering and mathematical simulation in two or three space vari-
ables [61]. The cylinders have been discretized to very tiny elements (Figure 1a) since the
FEM subdivides the large system into smaller, simpler parts that are called finite elements
for solving the model. Figure 1b shows the direction of applied force. The lower electrode
has been fixed, and the bottom of the P(VDF-TrFE) nanofiber has been electrically grounded.
After the structural setup, stress has been defined as an external force equal to a quarter
of top of the cylinder. It should be noted that the force applied to the upper part of the
cylinder was considered as a pressure equal to 250 kPa.
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Figure 1. (a) Finite elements in a cylinder with length of 1000 nm and diameter of 75 nm; (b) direction
of applied force.

Under force, the cylinder generates output voltage, which has been simulated with FEM.

3. Results

Figure 2 shows histograms and SEM images of bead-free nanofibers related to all cases.
As shown in Table 2, at a constant feed rate, applied voltage, and working distance, the
nanofiber diameter has increased with an increment in the polymer solution concentration.
For instance, the nanofiber diameter has increased from 75 nm for case number 1 to 235 nm
for case number 2. Increasing the concentration of the PVDF results in an increase in the
viscosity of solution; thus, stretching the solution will be harder due to stronger macro-
molecular chain entanglement, and thicker nanofibers will be obtained [41]. Furthermore,
it is observed that at a constant concentration, applied voltage, and working distance, the
nanofiber diameter increases when the feed rate increases due to the lower stretching of
the solution jet [54].
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Table 2. SEM, FTIR, DSC, and piezoelectric output voltage results of samples.

Case
Number

Concentration
(%)

Feed Rate
(mL/h)

Mean
Diameter

(nm)

β-Phase
Content

(%)

Output
Voltage

(V)

Crystallinity
(%)

1 10 0.5 75 0.9448 9.3 0.2152
2 15 0.5 235 0.9621 2.3 0.2393
3 10 1 109 0.9277 6 0.2097
4 15 1 277 0.9346 2.1 0.2240
5 10 1.5 101 0.8894 9.9 0.1981
6 15 1.5 315 0.9093 1.72 0.2101

The FTIR spectrums of all of the samples (Figure 3) reveal an α characteristic peak
at 763 cm−1 and β characteristic peaks at 840 cm−1 and 1275 cm−1 [62]. To calculate
the amount of β phase in the PVDF/TrFE nanofibers, the following equation has been
employed [63,64]:

F(β) =
Aβ

1.26Aα + Aβ
(7)

where Aα and Aβ are absorption peaks of the α and β polymorphs, respectively. The
amount of polar β-phase content of the samples is shown in Table 2. Increasing the
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concentration causes an increase in the amount of β-phase [65,66]. For instance, at a feed
rate of 0.5 mL/h, with an increase in the concentration from 10 to 15%, F(β) increased from
0.9448 to 0.9621. As the concentration of the polymer solution increases, the entanglement
between the macromolecular chains increases, which leads to a rise in the viscosity of the
solution, and consequently the stretching effect of the electric field on the polymer solution
increases and F(β) increases [41,65]. On the other hand, reducing the feed rate increases the
β-phase content [54]. Lowering the flow rate causes higher stretching of the solution jet,
allowing for the formation of β-phase nuclei [43].
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Figure 3. FTIR spectra of P(VDF-TrFE) nanofibers.

Figure 4 shows the DSC thermograms of P(VDF-TrFE) nanofibers; it can be seen that
the melting temperatures of the samples are in the range of 149−155 ◦C [12,67,68]. To assess
the number of crystals in all the samples, the following equation has been used:

Xc =
∆H

xα∆Hα + xβ∆Hβ
(8)

where ∆H is the melting enthalpy, and xα and xβ are the α and β-phase content, respec-
tively. ∆Hα and ∆Hβ are the melting enthalpies of the 100% crystalline α and β-phases,
respectively. Increasing the concentration causes an increase in the amount of crystallinity
(Table 2). For instance, at a feed rate of 0.5 mL/h, with an increase in the concentration from
10 to 15%, the crystallinity percentage increased from 0.2152 to 0.2393. When the polymer
concentration is increased, the driving force for crystallization increases [69]. Moreover,
increasing the feed rate decreases the crystallinity. For instance, at a concentration of 10%,
with an increase in the feed rate from 0.5 to 1.0 mL/h, the crystallinity percentage decreases
from 0.2152 to 0.2097. Increasing the feed rate leads to the rapid collection of nanofibers
on the collector. This rapid collection causes some solvent in the fiber to remain, and the
residual solvent in the fiber limits the crystallization process [65,70].
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Figure 4. DSC thermograms of P(VDF-TrFE) nanofibers.

Table 2 also reveals that an increase in the diameter of the nanofibers leads to a decrease
in the output voltage under mechanical impacting, which is in agreement with the outcome
of previous studies [41,42]. Having compared case number 1 and case number 2, it is found
that the output voltage has decreased from 9.3 to 2.3 V with an increase in the nanofiber
diameter from 75 to 235 nm. Similarly, such a trend is observed for case number 3 and case
number 4, as well as for the case number 5 and case number 6 results.

To investigate the effect of the diameter on the output voltage of the nanofibers, all
of the samples have been modeled using FEM. To simulate case numbers 1 and 2, two
nanofibers with average diameters of 75 and 235 nm and corresponding lengths of 2000
and 204 nm have been designed. It is to be noted that the length adjustment has been
carried out for the nanofibers to provide an equal amount of piezoelectric material for the
two cases. As can be seen in Figure 5a,b left, simulated voltages for case numbers 1 and 2
are 4.6 × 10−3 and 1.8 × 10−3 V, respectively. Similarly, case numbers 3 and 4 have been
simulated using FEM. For this purpose, two nanofibers with average diameters of 109 and
277 nm and related lengths of 2000 and 310 nm have been designed. It is observed that the
simulated voltages for case number 3 and case number 4 are 7.1 × 10−3 and 2.2 × 10−3 V,
respectively (Figure 6a,b left). Furthermore, two nanofibers with average diameters of 101
and 315 nm and corresponding lengths of 2000 and 206 nm have been designed to simulate
case numbers 5 and 6, respectively. The simulated results are depicted in Figure 7a,b left,
confirming that the output voltage for case number 5 and case number 6 are 6.5 × 10−3

and 2.5 × 10−3 V, respectively.
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The simulation results demonstrate that nanofibers with a lower diameter show higher
output voltage, which is in agreement with experimental tests. Therefore, the simulation
output results with acceptable approximation provide us with useful information about
the effect of the nanofiber diameter on the output voltage. To investigate the origin of the
increase in output voltage due to the diameter reduction, the volumetric strains of the fibers
have also been simulated (Figures 5–7). The increase in diameter in all cases has led to a
decrease in volumetric strain. Theoretically, in piezoelectric material, piezoelectric charge
coefficient d33 can be explained by the following equation:

d33 = P
[

∂lnµ
∂σ3

− ∂lnz
∂σ3

]
(9)

where µ, z, and P are total dipole, thickness, and polarization, respectively. In this equation,
∂lnµ
∂σ3

is related to the dipole moment of the fiber at constant thickness and ∂lnz
∂σ3

is related to
volumetric strain [71]. It seems that a higher output voltage of thinner nanofibers is related
to higher flexibility and higher deformation of nanofibers under force. Increasing the
nanofiber diameter could decrease the strain level of the deformed fibers under the same
compressive force (Figures 5–7), which leads to a decrease in piezoelectric output voltage.

4. Conclusions

In this study, P(VDF-TrFE) nanofibers with different diameters have been prepared
under various processing parameters. We have shown that changes in the process parame-
ters and solution properties affect the fiber diameter and piezoelectric output voltage of the
related nanogeneartors. It has been revealed that at a constant feed rate, applied voltage,
and working distance, by increasing the concentration of the polymer solution, the diameter
of the nanofibers increases. Besides constant concentration, applied voltage, and working
distance, when the feed rate is increased, the nanofiber diameter increases. Additionally,
the piezoelectric measurements show that nanofibers with lower diameters have generated
a higher output voltage under mechanical impacting, which is further confirmed by our
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finite element method (FEM) simulation. Further investigation of the modeling shows that
the effect of voltage reduction due to diameter increase can be explained by relating it to
strain reduction.
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