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Piezoelectric polymers are a class of material that belong to carbon–hydrogen-based organic materials with a long

polymer chain. They fill the void where single crystals and ceramics fail to perform. This characteristic of piezoelectric

polymers made them unique. Their piezoelectric stress constant is higher than ceramics and the piezoelectric strain is

lower compared to ceramics. 
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1. Introduction

Piezoelectric materials are widely exploited in electronics and biotechnology for their unique features. Piezoelectric

ceramics are widely accepted among the piezoelectric materials because of their strong piezoelectric properties.

However, piezoelectric polymer served as a better alternative for piezoelectric ceramic to overcome some of the

disadvantage like brittleness, high density, rigidity, stiffness, and high leakage current. Piezoelectric polymers have high

dielectric breakdown strength, flexibility, and cost-effective fabrication routes. Even though they have comparatively low

piezoelectric coefficient than ceramics, their high mechanical flexibility and biocompatibility help them to find a place in

various technical application .

Numerous studies on piezoelectric polymer composite provide desirable results as they combine the merits of fillers and

polymers. They are used to store energy from ambient vibrations as well as for energy harvesting . In addition, these

compounds are widely used in different electronic device like sensors, actuators, transducers, and generators. Biological

technology gained benefits by fabricating various biological devices which proved to be a boon to the living form.

2. Synthesis Methods of P(VDF-TrFE) Composite and Their Applications

2.1. Composite Prepared from Spin-Coating Method

The spin-coating method has become one of the main choices in the preparation of films by researchers in various fields

owing to its good results, simple procedure, and comparatively inexpensive instruments. It is the simplest method for the

fabrication of uniform thin films in substrates with thicknesses varying from micro- to nanometers. The spin-coated film

consists of large crystalline grains and their molecular axes are arranged parallel to the film’s surface. A diagrammatic

representation of the spin-coating method is shown in Figure 1. P(VDF-TrFE) composites synthesized by the spin-coating

method have a wide range of applications in different fields of technology, such as sensing and transducing technologies,

because of their uniformity and thickness. Research on P(VDF-TrFE) composites encompassing this method mainly focus

on changing various parameters, including the annealing temperature and speed of spin-coating for better results .

Figure 1. Diagrammatic representation of spin-coating method.

Dahan et al.  prepared spin-coated single and bilayer 0–3 film of P(VDF-TrFE) dissolved in zinc oxide dispersed methyl

ethyl ketone (MEK). The methodology included the dissolution of P(VDF-TrFE) and zinc oxide on MEK individually.

Various load percentages of ZnO were dissolved in a P(VDF-TrFE) solution and stirred for 24 h. The single layer and
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bilayer solutions were spin-coated on an Al substrate at 1500 rpm for 90 s. For the bilayer preparation, the solution was

annealed at 80 °C for 10 min before spin-coating. The thickness of the film obtained for 3% of the ZnO loading was 241

nm for a single layer and 316 nm for bilayer. The 3% loading film had a relatively high β phase. The study displayed

improved resistivity properties for a minor loading percentage of ZnO fillers. For 3 wt%, the resistivity property was 3.42 ×

10  Ω cm for a single layer and two times that of the single layer resistivity for the double layer. The enhancement of

resistivity resulted in its utilization in a storage device as a dielectric film. The thermal treatment method for organization of

β phase P(VDF-TrFE) was studied by Lau et al. . The P(VDF-TrFE) (70:30 mol%) powder was dissolved in butan-2-one

to obtain a solution with a 1 wt.% concentration. The solution was spin-coated onto an Au sputtered glass slide. The film

was annealed at 125 °C, 150 °C and 80 °C for 4 h in an oven and then allowed to cool to room temperature. The

crystallinity of P(VDF-TrFE) was increased by annealing at a temperature between the Curie temperature and melting

point. The increase in annealing temperature changed the grain size from relatively small to coalesce at a grain size of

160 nm at 150 °C. The chain mobility was higher in the paraelectric phase compared to the ferroelectric phase. The

morphology of the film annealed below the melting point showed edges on crystalline lamellae grains whereas the grain

size enlarged with increases in temperature. The study of the influence of various annealing temperatures on the

morphology of P(VDF-TrFE) by Rozana et al.  demonstrated needle-like crystallite at the melting point. The film was

prepared by dissolving P(VDF-TrFE) of 70:30 mol% in methyl ethyl ketone and stirred for 24 h followed by sonication for 1

h using an ultrasonic bath. The thickness of the film was 150 nm. The film annealed at the Curie temperature had a

distinct crystalline structure and a dielectric constant of 7.8 at 10  Hz was obtained for the film recrystallized at 𝑇𝐶.

Tingting et al. studied the property enhancement of P(VDF-TrFE) films with a formation of two 0-3 composites,

BaTiO /P(VDF-TrFE) and polydopamine-modified BaTiO /P(VDF-TrFE) films using spin-coating methods . The dried

films (60 °C for 4 h) were annealed at 140 °C for 24 h. The study showed an improvement in the β phase and crystallinity

by adding BaTiO (BT) and polydopamine-modified BT. The size of the nanofillers were 35.9 nm and 39.4 nm for

BaTiO /P(VDF-TrFE) and polydopamine-modified BaTiO /P(VDF-TrFE), respectively. The enhancement of the β phase

was due to the induced TTTT chain packing of the copolymer because of the presence of polar -OH on the polydopamine.

The comparative investigation of the structural and ferroelectric properties of PVDF and P(VDF-TrFE) (72:28) thin film (1.1

μm) by the spin-coating method was conducted by Chen et al. . To improve the β phase of PVDF, Mg (NO )  6H O was

added to the polymer. The addition of hydrated salt made all-Trans conformation more promising for PVDF, with the

hydrogen atom bonding between the water for crystallization. A morphology study showed that the dense surface of the

PVDF was due to tiny granular features from the hydrated salt. The P(VDF-TrFE) had crystallized to a rod-like shape

consisting of multiple stacks of lamellar crystals with gaps between them. 

2.2. Composite Prepared from Solution Casting Method

In the solution casting method, to obtain a viscous solution, the polymer is dissolved in a suitable solvent. This viscous

solution is poured onto a flat or non-adhesive surface. The solvent is permitted to evaporate, and the dry film is peeled out

from the flat surface. The solvent evaporates at room temperature or above. Small-scale polymers can be prepared by

scattering the polymer solution over a glass surface and being rolled with a glass rod. For large-scale preparations, the

solution is fed through a slit die, which is passed in between two oppositely rotating metal drums. The diagrammatic

representation of the solution casting method is given in Figure 2.

Figure 2. Diagrammatic representation of solution casting method.

The solvents are evaporated during rotation and the dry film of the polymer is formed. The solution casting method is

based on Stoke’s Law. This method is widely used for the preparation of PVDF copolymer-based composite films. Various
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studies of this method indicate that a temperature above 70 °C is rarely required for the dissolution of the copolymer in the

organic solvent. However, in the absence of spontaneous dissolution, ultrasonication and stirring can be applied 

A nanocomposite film of P(VDF-TrFE) embedded in La Ba MnO  (30 μm) (LBMO) was fabricated by Korner et al. .

The nanoparticle was dispersed in the copolymer solution and was cast to a glass plate. The study showed a dielectric

constant of approximately 7 for the 0-3 composite with a 15% volume fraction of LBMO at 100 Hz. The CaCuTi O -

P(VDF-TrFE) 0-3 nanocomposite  exhibited a giant dielectric constant 62 for 50% CCTO and a loss of 0.05 at room

temperature at 1 kHz. A composite of novel BCZT, Ba Ca Ti Zr O /P(VDF-TrFE)  0-3 composite prepared by

the solvent casting method and hot-pressing method showed a high dielectric constant near 90 and a dielectric loss down

to 0.024 at 1 kHz for a BCZT volume fraction of 0.4. The study revealed that an increase in filler fraction induces greater

space charge, which in turn increases the dielectric constant and loss at a low frequency, whereas at a high frequency

both parameters decrease due to the relaxation of the copolymer. A 40 μm film formed by polydopamine-coated barium

titanate/P(VDF-TrFE) 0-3 nanocomposite  showed an increase in dielectric constant with the addition of BaTiO  and a

decrease in the breakdown field. The introduction of polydopamine increased the breakdown strength. A dielectric

constant of 46.4 was obtained for 100 Hz with a dielectric loss of 0.07 for 15 wt% of the nanocomposite due to the strong

interfacial compatibility raised due to the hydrogen bond between the polydopamine segment and molecular chain. The

energy density of 3.3 J/cm  at 225 MV/m for 5 wt% of the composite film was attributed to the large content of the

electroactive phase and interfacial polarization.

2.3. Composite Prepared from Langmuir–Blodgett Method

The Langmuir–Blodgett method technique is used to prepare ultrathin organic, metal–organic, and polymer layers. The

Langmuir films are two- or three-dimensional monomolecular assemblies, amphiphilic molecules at the air–water interface

or on the water’s surface. These molecules possess a hydrophobic tail and head and can be arranged at the liquid–gas

interface. The water-soluble amphiphilic molecules are spread onto an aqueous phase resulting in partial solubilization of

the head group. The process includes the application of pressure using a barrier in a Langmuir trough to achieve a film

with the desired combination. The film undergoes a series of phase transitions to finally result in a highly ordered film. The

properties of the film largely depend on the substrate used to transfer the Langmuir films. The transfer is conducted by

dipping the substrate vertically through the spread monolayer at a constant pressure. The quality of the film largely

depends on the parameters, like the PH value of the sub-phase, temperature, speed of dipping, manner of dipping the

material, surface pressure of lifting, and speed of compression of the barrier . A diagrammatic representation of

the LB method is shown in Figure 3.

Figure 3. Diagrammatic representation of LB method.

The effects of external electric field on the ferroelectric–paraelectric phase transition of P(VDF-TrFE) polymer Langmuir–

Blodgett film by Poulsen et al.  showed an increase in transition temperature with increases in the applied field. The

sample showed a decrease in β phase at a bias of 11.25 V and saturation at 20 V. At 15 V, the paraelectric peak intensity

increases with an increase in the ferroelectric peak. The measurement obtained points to the fact that all trans

(ferroelectric phases) can be obtained by applying an external field of 265 MV/m. On removal of the electric field, the film

returns to a paraelectric state. The zero-field phase transition temperature of the P(VDF-TrFE) was decreased whilst using

the LB deposition method. A comparison of the electrocaloric and pyroelectric application of LB-deposited and spin-coated

P(VDF-TrFE) was studied by Lindemann et al. . The diffraction pattern of the spin-coated film showed an isotropic

texture and the presence of a secondary peak which corresponded to the 110 planes of the α phase of the copolymer.

The study indicated that the LB-deposited film has greater phase purity in the ferroelectric β-phase. The α-phase of spin-

cast films is paraelectric, which in turn reduces the film polarizability. A P(VDF-TrFE) deposited in an Al substrate was

studied by Bystrov et al. with a hysteresis loop of a coercive voltage of about 12 V .
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2.4. Composite Prepared from Melt Extrusion Method

In this method, the polymer is melted through a combination of applied heat and friction. It is a solvent-free process. The

physical properties of the raw materials are changed by pushing them through the die of the preferred cross-section under

elevated controlled temperature and pressure. For fluoropolymer film fabrication, the polymer is loaded into a feed hopper

and is gravity-fed into a heated barrel. The polymer is melted gradually and is pushed through the barrel. Through the

front end, the molten plastic enters the die. The die gives the final product and is so designed that the molten plastic

evenly flows from the cylindrical profile to the profile shape. The extruded film is then cooled to set the film . A

diagrammatic representation of the melt extrusion method is shown in Figure 4.

Figure 4. Diagrammatic representation of melt extrusion method.

A comparison of the electro-activity behavior of PVDF blended with P(VDF-TrFE) using melt extrusion at 205 °C at

different weight ratios of the polymers was conducted by Meng et al. . The blend crystalized to a fine scale of ~40 nm

without the appearance of a distinct phase separation. The dielectric value of the blended film increased due to interfacial

polarization of the PVDF and P(VDF-TrFE). For blended film E  decreases from 83 kVmm  to 32 kVmm  with increasing

P(VDF-TrFE) from 10 wt% to 40 wt%. The presence of P(VDF-TrFE) enhanced the P  of the blended film to 0.077 cm

with a P(VDF-TrFE) of 40 wt%. Meng et al. fabricated PVDF, P(VDF-TrFE) and a blend of the two (50/50 wt%) using the

melt extrusion and hot-pressing method . This blended film showed high values of P  due to the highly crystalline β

Phase. The dielectric constant of the blended polymer was higher while using the hot press method as well as the

extruded film compared to the individual polymers.

2.5. Composite Prepared from Electrospinning Method

The electrospinning method is one of the finest methods to prepare ultrathin fibers. It is basically an electro-hydrodynamic

process in which electrification converts a liquid droplet into a jet, which is stretched and elongated to generate fibers. The

main component of the setup consists of a syringe, power supply, spinneret, and collective conductor. The main

advantage of this method is that the poling and stretching process can be achieved by electric force. Heat treatments for

the formation of a desired crystallinity can also be applied accordingly. The type of solvent and molecular weight of the

polymer contribute to successful outcomes using the electrospinning method . A diagrammatic

representation of the electrospinning method is shown in Figure 5.

Figure 5. Diagrammatic representation of electrospinning method.

Laura et al. fabricated nanogenerators compatible with biomedical applications using the electrospinning method . In

this method, the nanofibers were produced with 15 wt% of P(VDF-TrFE) and an MEK solution as solvent. The copolymer

was loaded in a syringe with a 20-gauge needle and the collector was placed at a distance of 10 cm. A high voltage power

was provided, which was connected to the needle and the collector. The solution pump rate was set at 0.5 to 0.9 m L/h

and the voltage applied was 10 kV. The nanogenerator reported −0.4 to 0.4 V, at a pressure of 2 and 3 Hz. The
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piezoelectricity was enhanced with the addition of dH2O to the MEK. The polymide/P(VDF-TrFE) composite triboelectric

nanogenerator fabricated by Yeongjum et al. using the electrospinning method reported an output voltage of 364 V and a

short-circuit current of 17.2 μA . The multi-nozzle drum-system-based nanofiber demonstrated excellent electrical

behavior, which can be used in wearable energy harvesters.

3. Application of Piezoelectric P(VDF-TRFE) Composite

The ultrasonic submarine detector fabricated by Langevin was the first application using the piezo-electric effect with

quartz crystal during the First World War. As time progressed, piezoelectric composite materials paved the way for the

fabrication of a wide range of electronic devices, owing to their individual properties. With properties that include high

energy density, low mechanical damping, and easy voltage rectification, P(VDF-TrFE) is a flexible piezoelectric polymer

that can be recommended for use in bio-electronic devices, sensors. and in piezoelectric generators. A high piezoelectric

charge constant and electromagnetic coupling coefficient are required to obtain maximum power density from a

piezoelectric energy harvester. A diagram depicting different synthesis methods and their applications is shown in Figure
6.

Figure 6. Synthesis method of P(VDF-TrFE) film and application.

3.1. Energy Harvesting and Nanogenerators

The principle of the conversion of external kinetic energy into electrical energy is used in self-powered electronic devices.

Piezoelectric energy harvesters, being highly flexible, compact in size, and having a simple processing technique, have

found a firm position among energy scavenging techniques. The excellent piezoelectric and electrostatic properties of

P(VDF-TrFE) are a motivating factor for the wide use of polymers in energy harvesting. The performance of

nanogenerators prepared by (Na,K)NbO  NKN (30–105 nm) embedded in a P(VDF-TrFE) matrix was studied by Kang et

al. . Tetradecylphosphonic acid was used for the proper adhesion of nanoparticles with the polymer. The results

revealed an increase in the piezoelectric effect of the composite. The output voltage measured was 0.98 V and the output

current was ~78 nA, which was increased due to the increase in NKN. Optimization of a PZN/PZT (54 nm) embedded in a

P(VDF-TrFE) matrix was conducted by Liu et al.  using the electrospinning process for energy harvesting performance.

The generator exhibited an output voltage of 3.4 V and a 240 nA output current for a 20% volume of nanoparticles. The

piezoelectricity of the composite was found to be five times higher than that of the polymer matrix. The generator exhibited

a low resonant frequency (119.56 Hz), a large bandwidth (40.28 Hz), and high-power density (158.33 μW/cm ).

The flexible triboelectric and piezoelectric hybrid nanogenerator was fabricated by Wang et al. . It consisted of a

PDMS/MWCNT membrane and P(VDF-TrFE) nanofibers made by the electrospinning method for wearable and

implantable devices and for portable electronic devices. In the open circuit, under a pressure of 5 N, the triboelectric

voltage of TPENG was reported to be 25 V and the piezoelectric output peak voltage was 2.5 V. A triboelectric output

power and power density of 98.56 μW and 1.98 mW/cm  were observed while connecting to a resistance of 5 MΩ. The

piezoelectric output power was reported to be 9.747 μW, whereas the power density was 0.689 mW/cm  for a resistance

of 30 MΩ. A piezoelectric nanogenerator P(VDF-TrFE) polymer was fabricated by Turdakyn et al. using the

electrospinning method . The device showed an outstanding peak-to-peak voltage of ∼25 V under a 3 N applied force

and power density of ∼125 nW cm  at a 6 N load. The study confirmed the effective use of copolymer in PENG, as the
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power output received is adequate for its use in low-power electronic devices. Nanogenerators fabricated by Linda et al.

used both aligned and random nanofibers fabricated through the electrospinning method . The generated output

voltage is proportional to the stress amplitude applied. The nanogenerator, loaded in bending mode, reported a voltage of

270 mV while the compression mode generated a potential of 7 V under an applied force of about 36 N.

3.2. Sensor Application

Sensors are devices used to sense various types of physical phenomenon from the environment. The electrical signal

output generated will be proportional to the applied input. Sometimes this output is used to calibrate the input. The output

signal can be transmitted for further processing also. The application of sensors spread wide range from industrial

purpose to medical field. A sensor which works on the principle of piezoelectricity is known as a piezoelectric sensor.

P(VDF-TrFE), which is both pyroelectric and piezoelectric, is widely used in pressure sensor and temperature sensors.

P(VDF-TrFE) sensors are used in health science as they are biocompatible and lightweight. The sensors are also used for

the measurement of various physical quantities owing to their wide-frequency response, excellent mechanical properties,

cost-effectiveness, and pressure sensitivity.

Three types of sensors were prepared by Zhang et al.  using calcium-modified lead titanate (˂100 nm) ingrained in a

P(VDF-TrFE) matrix to form a 0-3 composite by spin-coating. Configuration 1 consisted of a sensing element deposited on

a 380 μm thick Si wafer coated with 1.5 μm thick Si dioxide and a 0.6 μm thick Al electrode. Configuration 2 was similar to

1 with an additional 8 μm thickness. The polyamide layer was deposited between the sensing element and the Si

substrate. Configuration 3 had the same structure as configuration 2, with the Si substrate etched away. The specific

detectivity showed a maximum value of 1.3 × 10  cm Hz’/2/W for the sensor with configuration 1 and 2.1 × 10  cm

Hz’/2/W at about 300 Hz for the sensor with configuration 2. The relative permittivity and pyroelectric coefficient of the

prepared polyamides were found to be 14 and 50 μC/m . Pecora et al. fabricated a P(VDF-TrFE) pyroelectric sensor

driven by a polysilicon thin film transistor on an ultra-thin polyamide substrate . A Cr-Au/P(VDF-TrFE)/Cr structure was

fabricated with Al, forming an insulating region. No electrical breakdown was observed up to 160 V, and a leakage current

of 1 × 10  A was observed. The pyroelectric sensor capacitor was coupled to a LTPS-TFT (low temperature

polycrystalline silicon thin film transistor) in a common source amplifier configuration with an optimized external load

resistance of 33 kΩ. Analysis of the sensor behavior of the IR chopped radiation provided by a laser with a maximum

power of 5 mW was conducted. The maximum sensor output obtained was a frequency of 10 Hz and an R bias of 2 MΩ.

3.3. Biomedical Application

Nadzrinahamin et al. studied the electron and proton conductive properties of Nafion/P(VDF-TrFE . The Nafion/P(VDF-

TrFE) blends showing an hourglass-type phase diagram. The P(VDF-TrFE) copolymer exhibited a change from a

capacitor to an insulator nature with increasing temperatures. The structural properties of PVDF and P(VDF-TrFE) with

natural polymers or starch as additives by compression and annealing were investigated by Simones et al. . It was

observed that the polymers do not interact chemically with the additives, whereas the adhesion of starch is better in the

copolymer. The density values of the blended films are between 1.5 and 2.0 g/cm  and thermal conductivity was in the

range of 0.17–0.32 W/mK. Li et al. fabricated electrospun P(VDF-TrFE) scaffolds for bone and neural tissue engineering

. The scaffolds produced electrical charges during mechanical deformation and hence provided stimulation to repair the

defective bones and damaged nerves.

3.4. Transducer and Resonator

P(VDF-TrFE) is the most promising polymer for the fabrication of transducers and resonators. The copolymer is widely

used in microelectromechanical systems (MEMS), especially transducers and resonators, due to its high piezoelectric and

electromechanical nature. The large electromechanical coupling factor is due to the high crystallinity and remnant

polarization of the copolymer. FBAR (thin-film-based acoustic resonators) are used in radiofrequency filters and

oscillators. The application of a P(VDF-TrFE) film in ultrasonic transducers was studied by Hiroji et al. . For usage as a

transducer, a P(VDF-TrFE) thin film was coated with a backing electrode using the spin-coating method. After heat

treatment and the deposition of a suitable electrode, poling was conducted. The resonance curve indicated that

piezoelectric activity persisted at a low temperature. The elastic constant and mechanical quality factor increased with

decreases in temperature, whereas the dielectric constant and mechanical loss factor both decreased with decreasing

temperatures. The temperature-independent k  (electro-mechanical coupling factor) and its thermal stability up to a Curie

temperature confirmed that the piezoelectricity of the copolymer originated from the ferroelectric nature of the crystal, the

polarization of which was oriented as normal to the film surface. The value of kt for the copolymer film was independent of

temperature in the ranged from 120–350 K to 120–370 K. The film material is highly effective against thermal strain and

the acoustic impedance is less than that of other organic piezoelectric materials and could be used as an ultrasonic
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transducer in acoustic applications for solids and liquids at low temperatures. The methodical optimization of various

processing conditions for P(VDF-TrFE) thin films through integrated transducers in a MEMS resonator was studied by

Pierre et al. . The samples were annealed at 140 °C after spin-coating. The results of the poling showed that the d33

value depends only on the field applied but not on the duration of poling, whereas the optimal annealing temperature must

be between the Curie temperature and melting temperature. The paraelectric phase allowed for better chain mobility

which in turn led to high crystallinity. High mobility of the copolymer chain occurs during annealing and only a few minutes

of annealing were required to obtain the piezoelectric effect of the sample. The study showed that the ideal poling electric

field at room temperature was 100 V μm , beyond which there was no improvement in the piezoelectric property. 

4. Conclusions

P(VDF-TrFE)-based polymer composites are widely used in sensors, generators, transducers, and biomedical

applications. Studies have widely investigated the energy harvesting applications of the polymer composite with increases

in piezoelectricity, output current, and voltage achieved with the addition of fillers. High flexibility and power density are the

two main highlights of piezoelectric vibrational harvesters. A change in relatively low pressure can be detected by

piezoelectric sensors, as their sensitivity is determined mostly by their piezoelectricity and permittivity. They are most

frequently used in tissue engineering applications.

The spin-coating technique is one of the simplest and easiest cost-effective routes for uniform polymer composite film

fabrication, which makes it ideal for research and other electronic applications. Variations in annealing temperatures play

a significant role in the crystallization of the film. Studies have emphasized that the lower spinning speed of the system

favors the formation of a ferroelectric phase. The solution casting method is widely used for the fabrication of films with

complex shapes. Here, the properties of the composite depend on the solvent used in the method. P(VDF-TrFE)-based

film fabricated by the LB method has provided many new opportunities in microelectronics. Single and multi-molecular

films of desired thicknesses can be formed by the Langmuir–Blodgett method, with a polarization switching mechanism.

The electrospinning method is mainly used for the fabrication of piezoelectric nanogenerators because of the large β

phase content. Fillers improve the crystallinity, β phase, and grain growth of the polymer composite by annealing it at

temperatures between the Curie temperature and melting point. Stretching and polarization of the polymer composite are

among the prominent processes used to enhance the piezoelectric effect.

The fabrication process plays a vital role in the final properties of PVDF-TrFE composites. The excellent ferroelectric and

piezoelectric properties of the composites play a significant role in energy harvesting and in the medical field. Although

widespread studies are in progress for the enhancement of their physical and chemical properties using different

fabrication methods, the electrospinning method has emerged as the most promising method for piezoelectric devices.

Despite advances, the choice of additives and the amounts used are significant for the enhancement of desired

properties.
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