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Abstract: The ability of electrospun polyvinylidene fluoride (PVDF) fibers to produce piezoelectricity
has been demonstrated for a while. Widespread applications of electrospun PVDF as an energy
conversion material, however, have not materialized due to the random arrangement of fibers
fabricated by traditional electrospinning. In this work, a developed 3D electrospinning technique is
utilized to fabricate a PVDF micro wall made up of densely stacked fibers in a fiber-by-fiber manner.
Results from X-ray diffraction (XRD) and Fourier transform infrared spectra (FTIR) demonstrate that
the crystalline structure of this PVDF wall is predominant in the 3 phase, revealing the advanced
integration capability of structural fabrication and piezoelectric poling with this 3D electrospinning.
The piezoelectric response along the radial direction of these PVDEF fibers is measured while the toppled
micro wall, comprised of 60 fibers, is sandwich assembled with a pair of top/bottom electrodes.
The measured electrical output is ca. 0.48 V and 2.7 nA. Moreover, after constant mechanical
compression happening over 10,000 times, no obvious reduction in the piezoelectric response has
been observed. The combined merits of high-precision 3D fabrication, in situ piezoelectric poling,
and high mechanical robust make this novel structure an attractive candidate for applications in
piezoelectric energy harvesting and sensing.

Keywords: 3D electrospinning; PVDF fibers; piezoelectricity; energy harvesting; piezoelectric sensing

1. Introduction

Piezoelectricity has been demonstrated to be useful in energy harvesting devices and high-precision
sensors due to its unique ability of mechanical-to-electrical conversion. Traditionally, piezoelectric
materials can be divided into two classes, namely, ceramic and polymeric piezoelectric materials.
Ceramic piezoelectric materials typically exhibit superior piezoelectric performance than that of
polymeric materials due to their higher piezoelectric stress constants and coupling coefficients [1].
Piezoelectric polymers, on the other hand, have the advantages of being lightweight, low cost,
biocompatible, and highly flexible, and hence find uses in specific applications that require large
mechanical deformations, such as human-centered lifestyle applications, in which the rigid and brittle
properties of inorganic piezoelectric ceramics cannot be easily implemented. This is the reason why the
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piezoelectric polymer-based microelectromechanical systems (MEMS) and microfluidics have attracted
considerable attention in recent years [2]. Among the piezoelectric polymers, PVDF is undoubtedly the
most application-ready material due to its high piezoelectric response [3,4]. Nevertheless, as-deposited
PVDF materials usually exist in the nonpolar « crystalline phase and must be post-treated with
electrical poling and mechanical stretching to obtain the polar 3 phase and piezoelectricity [5].

Electrospinning is a powerful and straightforward technology that utilizes high electrostatic
force to produce continuous polymeric micro/nano fibers [6,7]. It has been well demonstrated that
the coexisting strong electric fields and stretching force in the process of electrospinning can align
the dipole moment in the PVDF fibers’ crystal, endowing the unique piezoelectricity no matter how
traditional far-field electrospinning or near-field electrospinning are utilized [8,9]. Therefore, many
piezoelectric energy harvesters [10,11], actuators [12], and sensors [13,14] have been developed based
on electrospun PVDEF fibers. Regarding far-field electrospinning, Fang et al. demonstrated the radial
piezoelectricity from randomly oriented electrospun PVDF nanofibers for the first time, and developed
an electrical generator based on this nanofibrous membrane [8]. Gui et al. adopted parallel electrodes
and a rotating-drum collector to align Poly(vinylidene fluoride-trifluoroethylene) (PVDF-TrFE) fibers,
and the axial piezoelectric response along the far-field electrospun PVDE-TrFE fibers was successfully
detected [15]. Even though the piezoelectric output performance from far-field electrospun PVDF fibers
(in the order of several volts and micro amperes) satisfy most modern self-powered microsystems, the
low controllability over deposition of the fibers and the macroscopic scale of the functionalized film
(usually above 1 cm? area) limit the applications of this substitute to integrate with true micro devices.
On the other hand, near-field electrospun PVDF fibers could be a good piezoelectric component in
micro and nano systems concerning the high controllability and patterning capability. Chang et al.
developed a PVDF nanogenerator based on one single PVDF electrospun nanofiber, which was
accurately deposited on a pair of parallel electrodes using near-field electrospinning to harvest
energy from mechanical vibrations along the axial direction of the fiber [9]. To amplify the electrical
output performance, a near-field electrospun PVDF fibers array, with fiber spacing ca. 20 um, was
fabricated and arranged in series and in parallel to detect their axial piezoelectricity [16]. Although
such a fiber array strategy could boost electrical outputs, the dispersed arrangement of fibers on the
two-dimensional plane would inevitably cost more spaces and thus decrease the output power density.
In the end, a method to realize high-density fiber structure, like controllable 3D arrangement, is critical
to enhance piezoelectric performance for practical application.

Recently, a technique for achieving 3D near-field electrospinning on paper substrate for precise
fabrication of arbitrarily shaped 3D electrospun structures has been successfully developed [17] by the
authors. Using a printing paper as the fiber collector, the residual solvents from near-field electrospun
fibers can infiltrate the paper substrate and a charge transfer path between the deposited fibers and
ground plate can be established. Such a charge transfer grounds the locally deposited fibers and
provides a low-potential site for the deposition of subsequent fibers, enabling a self-aligned fabrication
process. In this work, utilizing this 3D electrospinning technology, we fabricated a free-standing,
out-of-plane micro wall by densely and uniformly stacking PVDF fibers that were electrospun in a
fiber-by-fiber manner on paper substrate. Then, this micro wall is toppled and laid flat on the paper,
both of which are subsequently sandwiched between a pair of aluminum electrodes. The piezoelectric
response along the radial direction of the fibers (normal to the wall surface) is measured. This, to
the best of the authors” knowledge, is the first time that the radial piezoelectricity from near-field
electrospun PVDF fibers is demonstrated. Furthermore, compared to the existing piezoelectric devices
utilizing traditional electrospun PVDF fibers, this technique promises high precision over 3D fabrication,
compact integration of functionalized fibers, enabling their enhanced piezoelectric performance for
direct applications into other micro devices or systems.
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2. Materials and Methods

2.1. Materials

The PVDF powder (Mw = 534, 000), dimethyl sulfoxide (DMSO), acetone, and anionic surfactant
Capstone FS-66 were purchased from Sigma-Aldrich (Berkeley, CA, USA) for preparation of 3D
electrospinning solution. The chemicals were directly used without any further treatment. Electrically
conductive aluminum tapes (3302) were purchased from 3M corporation (Berkeley, CA, USA) and
used as electrodes for fabrication of devices.

2.2. Electrospinning Solution Preparation

Firstly, 2.1 g PVDF powder was dispersed in 3 g acetone for 30 min using a magnetic stirrer,
and then 7 g DMSO and 0.5 g anionic surfactant Capstone FS-66 were added into the PVDF-acetone
suspension; finally, the mixture was stirred for more than 2 h to reach a good homogeneity. The solutions
were prepared and stored at room temperature and 1 atm pressure. The container with PVDF solution
was sealed with Parafilm (BEMIS 01852-AB, Berkeley, CA, USA) to minimize evaporation.

2.3. Three-Dimensional Electrospinning for Fabrication of Micro Wall

This 3D electrospinning technique actually was built on the near field electrospinning, the
spinneret-to-collector distance was set at 1 mm, allowing deposition of fibers to obtain high positional
accuracy. The applied voltage was 1.2 kV. A 30 g (inner diameter 150 pm) needle was utilized as
spinneret for electrospinning. A programmable x-y translational motion stage with setting speed of
100 mm/s was used to repetitively deposit fibers for out-of-plane construction, and a z-axis manual
linear stage (speed ca. 7 um/min) was set to guarantee the spinneret-to-fiber distance at a constant.
With pre-designing the trajectory of this x-y translational motion stage, a 3D wall construction in the
fiber-by-fiber manner could be achieved with repetitive depositions, and the height can be adjusted by
altering the repetition times.

2.4. Characterization and Measurements

The morphology and structure of the as-prepared micro wall were observed with a field scanning
electron microscope (FESEM; Gemini SEM 500, Zeiss, Heidenheim, Germany). The crystal structure
was characterized by X-ray diffraction (XRD; D8 Advanced, Bruker, Karlsruhe, Germany) using Cu Ko
radiation over a 20 range of 5°—40° through reflection mode. Fourier transform infrared spectroscopy
(FTIR; Nicolet i510, Thermo Fisher Scientific, Waltham, MA, USA) was used to obtain the absorption
spectra and characterize the crystallographic structure. An electrochemical workstation (Reference
600+, Gamry Instruments, Berkeley, CA, USA) was utilized for detection of output voltages and
currents. The mechanically dynamic compression and decompression on the as-prepared device was
provided by a mechanical shaker (MS100, YMC Piezotronics Inc., Yangzhou, China).

3. Results and Discussion

3.1. Fabricaition and Characterization

Experimentally, as illustrated in Figure 1a, PVDF fibers were electrospun into an out-of-plane
micro wall structure made up of 60 densely stacked PVDF fibers, in a fiber-by-fiber manner, on paper
substrate. Figure 1d shows a SEM image of the fabricated micro wall of ca. 5 um in width, an orderly
out-of-plane 3D arrangement for fibers deposition can be clearly seen. In the next step, as illustrated in
Figure 1b, the micro wall structure was trimmed by dipping acetone to dissolve and eliminate some
redundant parts. After the wall was toppled onto paper substrate, a consistent fiber-by-fiber manner
could be observed, and the height was over 200 pm, as shown in Figure le. Finally, to investigate
the radial piezoelectric performance, the device was assembled with aluminum tapes as a pair of
top and bottom electrodes, and the electrospun PVDEF wall on paper substrate as the functional layer
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is sandwiched in between as illustrated in Figure 1c. The paper substrate was not removed as this
insulating layer can prevent an electrical short between the top and bottom electrodes. Figure 1f
shows the optical image of the as-fabricated device made up of a four-layer sandwich structure of top
electrode/electrospun PVDF wall/paper substrate/bottom electrode.

(a) High Voltage

: Electrospun wall

Bottom electrode

Figure 1. (a) Schematic of the fabrication process of wall structure by 3D electrospinning. (b) The wall is
manually toppled and laid flat onto to paper substrate. (c) The toppled wall and paper are sandwiched
in between a pair of top and bottom aluminum electrodes. SEM images of (d) straight wall and
(e) toppled wall on paper substrate. (f) optical image of the assemble device.

To demonstrate the in situ piezoelectric poling of this 3D electrospinning process, XRD and FTIR
are utilized for analysis of the crystal structure, and a spin-coated PVDF is used as reference. Figure 2a
shows the XRD curves; it can be seen that the spin-coated PVDF film exhibits a prominent peak at
20 = 18.6°, indicative of the (020) plane from the non-polar « phase [18]. In contrast, the electrospun
wall structure shows a relatively weak and almost negligible peak at o phase and a prominent peak
at 26 = 20.6°, which is attributed to the sum of the diffraction at (110) and (200) planes unique to
phase [19]. The B phase is further confirmed by FTIR test with clear characteristic peak at 840 cm™,
1076 cm™1, 1280 cm™1, and 1431cm™! as illustrated in Figure 2b. However, the spin-coated PVDF film
only reflects weak peaks at 764 cm™t, 796 em™1, 975 ecm™1, 1209 cm™!, and 1385 cm ™1, corresponding to
the characteristic absorption bands of trans-gauche linkages, configuration of the « phase [20,21]. Both
the XRD and FTIR tests demonstrate that this 3D electrospinning process can transform the nonpolar «
phase into polar {3 phase.
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Figure 2. (a) X-ray diffraction XRD patterns and (b) Fourier transform infrared (FTIR) spectra for
comparison between electrospun PVDF wall structure and spin-coated PVDF film.

3.2. Piezoelectric Performance

For testing the dynamic piezoelectric response, a mechanical shaker, operating at a specific
frequency, was utilized to repetitively compress and decompress this device. The measurement
platform is illustrated in Figure 3a, which includes a signal generator and a power amplifier to drive
the shaker to work under a setting mode, and an electrochemical workstation is utilized to record the
electrical outputs respectively. Figure 3b shows the optical image of this shaker. The mechanism for
the piezoelectric output, normal to the electrospun wall surface, is illustrated in Figure 3c—e. Without
the mechanical perturbation, no output current or voltage can be observed. As the electric dipoles
randomly oscillate, the total spontaneous polarization from the electric dipoles is constant, as seen
in Figure 3c. When mechanical impact is applied onto the device, each electrospun PVDF fiber is
compressed, the spontaneous polarization of each fiber along the radial direction decreases significantly,
a flow of electrons from the bottom electrode to the top electrode is produced due to the decrease in the
induced charges, illustrated in Figure 3d. Conversely, when the impact is released, an opposite signal
can be observed because the polarization is recovered, shown in Figure 3e. As such, under external
mechanical perturbation, the electrospun device acts as a “charges pump” to generate electricity.

electrochemical workstation computer

(C) (d) compression I (e) decompression 1
top electrode | [
piezoelectric film
paper
bottom electrode

Figure 3. (a) Schematic of measurement platform for generation of dynamic compression and detection
of electrical outputs. (b) Optical image of the mechanical shaker. (c) Schematic of the electric
dipoles formed in the electrospun PVDF micro wall film. Principles of piezoelectric output under the
(d) compression and (e) decompression mode.
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Through setting the signal generator and power amplifier, a sinusoidal mechanical compression
and decompression at a frequency of 0.5 Hz and a peak force of ca. 1 N is generated to drive the
device. Upon this mechanical impact, Figure 4a,b record the dynamic output voltage and current,
respectively. The typical peak electrical outputs for this device are ca. 0.48 V and ca. 2.7 nA. To verify
that the measured signal is really produced from piezoelectric responses instead of artificial noises,
voltage and current from “switching polarity” [22] tests are measured, as shown in Figure 4c,d. When
the polarity of the fabricated device connected to the measurement system is reversed, the shapes of
electrical output curves are flipped, confirming the piezoelectric response. However, the values of
voltage and current in the reversed connection are almost reduced by a half compared with those in the
forward connection; the result is similar to the previous reports based on micro or nano piezoelectric
structures [16,20,23], possibly caused by a bias current in the measurement system.

~
o
~
b

Current (nA)

Voltage (V)
=)

-0.2 1
-0.3 -

Figure 4. The electrical output of (a) voltage and (b) current under cyclic compression at 0.5 Hz.
The switching polarity tests for output of (c) voltage and (d) current in the reversed connection. The inset
is the schematic for the “switching polarity” tests.

Furthermore, different amplitudes of driving force can be easily produced by adjusting the
magnification factor of power amplifier, and the force sensor in the measurement system can detect
the real-time value of force imposed on device. As such, the relationship between driving force
and generated outputs can be investigated. When the driving force is varied from 200 to 1000 mN,
the peak values of output voltage/current are ca. 0.37 V/2.1 nA, 0.41 V/2.3 nA, 0.44 V/2.45 nA,
0.46 V/2.6 nA, 0.48 V/2.7 nA, respectively, as shown in Figure 5. It can be clearly seen that the generated
output is almost linear to the driving force, revealing the high potential of this 3D electrospun PVDF
microstructure as piezoelectric component for force/pressure sensing.
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Figure 5. The curves of output (a) voltage and (b) current under different driving forces.

The durability of the output performance has also been examined by constant mechanical
compression and decompression upon the as-prepared device for over 3 h, which means over
10,000 mechanical cycles when the impact frequency is set as 1 Hz. The output current is recorded as
shown in Figure 6, which shows that no obvious reduction in the signal is observed, revealing the high
stability and robust for our 3D electrospun structure. It is worth mentioning that the current exhibits a
slight increase from ca. 2.9 nA to ca. 3.1 nA after 3 h compression as shown in the bottom two panels of
Figure 6, this can be attributed to the repeated mechanical compression which leads to the decrease in
contact resistance between the electrospun wall and top electrode. The excellent durability can enable
some specific applications, such as heel energy harvesting and tire pressure detection, in which high
and uninterrupted mechanical impact exists.

= bt
3] o

Current (nA)
(=]

Y -3.01

Figure 6. The current output curve of the as-prepared device operated for over 3 h under 1 Hz
mechanical compression, the bottom two panels show the detailed shapes of current outputs.

The electrical response from spin-coated PVDF film on paper substrate is also measured with
the sandwich-like electrodes configured under the same measurement conditions as recorded in
Figure 7a,b. The output voltage and current from the spin-coated PVDF film are ca. 0.03 V and ca.
0.15 nA, respectively, both of which are more than one order of magnitude smaller than those from
the 3D electrospun PVDF wall. The reason being that, without post poling, the spin-coated PVDF
exists in the nonpolar « phase and no high enough piezoelectricity can be exhibited. This result
further demonstrates the advantage of in situ poling of PVDF fibers through this 3D electrospinning
technology, and eliminates the possibility that the measured signals are the result of the triboelectric
effect [24] between aluminum electrodes and electrospun polymeric PVDF wall in this design.
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Figure 7. The outputs of (a) voltage and (b) current comparison between the electrospun PVDF wall
and spin-coated PVDF film.

3.3. Enhancement of Electrical Outputs

In order to increase the total electrical outputs, either series or parallel connections of the devices
can be utilized to result in multiplied voltage or current outputs, respectively. The output voltages are
increased to ca. 1.35 and ca. 2.1 V when three and five devices are connected in series, respectively,
as illustrated in Figure 8a. Similarly, Figure 8b shows the enhanced outputs of current by making
parallel connections of devices when three and five devices are connected in parallel, the measured
output currents constructively add and rise to ca. 7.1 and ca. 10.9 nA, respectively. As such, the net
electrical outputs are almost linearly correlated to the number of piezoelectric components through
“linear superposition” [22], the other criterion, which verifies that the electrical outputs are indeed
produced by the piezoelectric effect.

(2) 5] T T 1 () N B R T S S R
:Si.ns‘en'es: 12'***:***r**f**T**ﬂ***\smP‘a‘anel:**’
21 8- HHIH:--
o~ ! I . | I
€1 | E R
[} ! = ] :
';‘;30 01 | d | T % 01 -
g | | | E |
17 B 1 111771) S I B i
% S S 11111111 8] Hit 1.
I I I I I | I I I |
1% IS SOV SR SN T TS U M -121 [
| | | | | | | | | | |
0 10 20 30 40 50 60 70 80 90 0 10 20 30 40 50 60 70 80 90
Time (s) Time (s)

Figure 8. (a) Output voltages for one, three, and five devices that are electrically connected in series,
and (b) output currents for one, three, and five devices that are electrically connected in parallel.



Materials 2020, 13, 1368 90f 10

4. Conclusions

In summary, an advanced process combining high-precision 3D fabrication and in situ piezoelectric
poling in a single step is demonstrated using the 3D electrospinning technology. The out-of-plane
electrospun PVDF fibers are consistently stacked in a fiber-by-fiber manner on paper substrate, while
the polar  phase is produced due to the electrical poling and the mechanical stretching during
electrospinning. Piezoelectric responses along radial direction of the fibers are subsequently measured.
Both “switching-polarity” and “linear superposition” criteria are tested to demonstrate that the
measured signals are really generated due to piezoelectric response rather than from the noises in the
measurement system. The combined merits of high controllability over fabrication, in situ poling of
piezoelectricity, high integration of functionalized fibers, and excellent durability of output performance
make this 3D electrospun structure promise great potential to integrate with other processes and
structures as energy harvesting or high-precision sensing component.

Author Contributions: G.L., L.Z. and K.S.T. conceived the paper and designed the experiments; Y.L., Q.Z., L.W.
and Z.L. developed the experiments; S.W., L.Z. and Z.]. performed the investigation and analysis; G.L. and K.S.T
wrote the original draft while all the authors contributed to the final manuscript and approved the final paper.
All authors have read and agreed to the published version of the manuscript.

Funding: This work is supported by the National Natural Science Foundation of China (grant numbers 51705409,
91748207, 51890884), the Natural Science Foundation of JiangSu Province (grant number BK20170415), the Open
Fund of State Key Lab of Digital Manufacturing Equipment & Technology (grant number DMETKF2017009), the
China Postdoctoral Science Foundation (grant number 2017M613120), the Fundamental Research Funds for the
Central Universities (grant number xjj2017094), and the Natural Science Basic Research Plan in Shaanxi Province
of China (grant number 2018JQ5050).

Acknowledgments: The authors thank Instrument Analysis Center of Xi’an Jiaotong University for the SEM,
XRD, and FTIR facilities.

Conflicts of Interest: The authors declare no conflict of interest.

References

1.  Brown, L.F. Design considerations for piezoelectric polymer ultrasound transducers. IEEE Trans. Ultrason.
Ferroelectr. Freq. Contr. 2000, 47, 1377-1396. [CrossRef] [PubMed]

2. Ramadan, K.S.; Sameoto, D.; Evoy, S. A review of piezoelectric polymers as functional materials for
electromechanical transducers. Smart Mater. Struct. 2014, 23, 033001. [CrossRef]

3. Bowen, C.R.; Kim, H.A.; Weaver, PM.; Dunn, S. Piezoelectric and ferroelectric materials and structures for
energy harvesting applications. Energy Environ. Sci. 2013, 7, 25-44. [CrossRef]

4. Vicente, ]; Costa, P.; L-Mendez, S.; Abete, ]. M.; Iturrospe, A. Electromechanical properties of PVDF-based
polymers reinforced with nanocarbonaceous fillers for pressure sensing applications. Materials 2019, 12, 3545.
[CrossRef] [PubMed]

5. Cui, Z.; Drioli, E.; Lee, Y.M. Recent progress in fluoropolymers for membranes. Prog. Polym. Sci. 2014, 39,
164-198. [CrossRef]

6.  Esfahani, H.; Jose, R.; Ramakrishna, S. Electrospun ceramic nanofiber mats today: Synthesis, properties, and
applications. Materials 2017, 10, 1238. [CrossRef]

7. Xue, J.; Wu, T,; Dai, Y.; Xia, Y. Electrospinning and Electrospun nanofibers: Methods, materials, and
applications. Chem. Rev. 2019, 119, 5298-5415. [CrossRef]

8.  Fang,].; Zhu, Y.; Lin, T. Electrical power generator from randomly oriented electrospun poly (vinylidene
fluoride) nanofibre membrabes. |. Mater. Chem. 2011, 21, 11088-11091. [CrossRef]

9. Chang, C,; Tran, V.H.; Wang, J.; Fuh, YK.; Lin, L. Direct-write piezoelectric polymeric nanogenerator with
high energy conversion efficiency. Nano Lett. 2010, 10, 726-731. [CrossRef]

10. Mandal, D.; Yoon, S; Kim, KJ. Origin of piezoelectricity in an electrospun poly (vinylidene
fluoride-trifluoroethylene) nanofiber web-based nanogenerator and nano-pressure sensor. Macromol. Rapid
Commun. 2011, 32, 831-837. [CrossRef]

11.  Yu, H; Huang, T.; Lu, M.; Mao, M.; Zhang, Q.; Wang, H. Enhanced power output of an electrospun
PVDF/MWCNTs-based nanogenerator by tuning its conductivity. Nanotechnology 2013, 24, 405401. [CrossRef]
[PubMed]


http://dx.doi.org/10.1109/58.883527
http://www.ncbi.nlm.nih.gov/pubmed/18238684
http://dx.doi.org/10.1088/0964-1726/23/3/033001
http://dx.doi.org/10.1039/C3EE42454E
http://dx.doi.org/10.3390/ma12213545
http://www.ncbi.nlm.nih.gov/pubmed/31671810
http://dx.doi.org/10.1016/j.progpolymsci.2013.07.008
http://dx.doi.org/10.3390/ma10111238
http://dx.doi.org/10.1021/acs.chemrev.8b00593
http://dx.doi.org/10.1039/c1jm11445j
http://dx.doi.org/10.1021/nl9040719
http://dx.doi.org/10.1002/marc.201100040
http://dx.doi.org/10.1088/0957-4484/24/40/405401
http://www.ncbi.nlm.nih.gov/pubmed/24029779

Materials 2020, 13, 1368 10 of 10

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

Pu, J; Yan, Y; Jiang, Y.; Chang, C.; Lin, L. Piezoelectric actuaton of direct-write electrospun fibers.
Sens. Actuators A 2010, 164, 131-136. [CrossRef]

Ren, G,; Cai, F; Li, B.; Zheng, ].; Xu, C. Flexible pressure sensor based on a poly(VDEF-TrFE) nanofiber web.
Macromol. Mater. Eng. 2013, 298, 541-546. [CrossRef]

Zhu, J.; Niu, X.; Hou, X.; He, J.; Chou, X,; Xue, X.; Zhang, W. Highly reliable real-time self-powered vibration
sensor based on enhanced piezoelectric nanogenerator. Energy Technol. 2017, 6, 781-789. [CrossRef]

Gui, J.; Zhu, Y.;; Zhang, L.; Shu, X.; Liu, W.; Guo, S.; Zhao, X. Enhanced output-performance of piezoelectric
poly(vinylidene fluoride trifluoroethylene) fibers-based nanogenerator with interdigital electrodes and
well-ordered cylindrical cavities. Appl. Phys. Lett. 2018, 112, 072902. [CrossRef]

Fuh, YK.; Chen, S.Y;; Ye, ].C. Massively parallel aligned microfibers-based harvester deposited via in situ,
oriented poled near-field electrospinning. Appl. Phys. Lett. 2013, 103, 033114. [CrossRef]

Luo, G.; Teh, K.S;; Liu, Y.; Zang, X.; Wen, Z.; Lin, L. Direct-write, self-aligned electrospinning on paper for
controllable fabrication of three-dimensional structures. ACS Appl. Mater. Interfaces 2015, 7, 27765-27770.
[CrossRef]

Gregorio, R.; Ueno, E.M. Effect of crystalline phase, orientation and temperature on the dielectric properties
of poly(vinylidene fluoride) (PVDEF). J. Mater. Sci. 1999, 34, 4489-4500. [CrossRef]

Fang, J.; Niu, H.; Wang, H.; Wang, X.; Lin, T. Enhanced mechanical energy harvesting using needleless
electrospun poly(vinylidene fluoride) nanofibre webs. Energy Environ. Sci. 2013, 6, 2196-2202. [CrossRef]
Fuh, YK.; Wang, B.S. Near field sequentially electrospun three-dimensional piezoelectric fibers arrays for
self-powered sensors of human gesture recognition. Nano Energy 2016, 30, 677—-683. [CrossRef]

Cai, X.; Lei, T.; Sun, D.; Lin, L. A critical analysis of the «, 3, and y phases in poly(vinylidene fluoride) using
FTIR. RSC Adv. 2017, 7, 15382-15389. [CrossRef]

Yang, R.; Qin, Y;; Li, C.; Dai, L.; Zhang, Z.L. Characteristics of output voltage and current of integrated
nanogenerators. Appl. Phys. Lett. 2009, 94, 022905. [CrossRef]

Yang, R,; Qin, Y.; Dai, L.; Wang, Z.L. Power generation with laterally packaged piezoelectric fine wires.
Nat. Nanotechnol. 2009, 4, 34-39. [CrossRef] [PubMed]

Fan, ER; Tian, Z.Q.; Wang, Z.L. Flexible triboelectric generator. Nano Energy 2012, 1, 328-334. [CrossRef]

@ © 2020 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
@ article distributed under the terms and conditions of the Creative Commons Attribution

(CC BY) license (http://creativecommons.org/licenses/by/4.0/).


http://dx.doi.org/10.1016/j.sna.2010.09.019
http://dx.doi.org/10.1002/mame.201200218
http://dx.doi.org/10.1002/ente.201700614
http://dx.doi.org/10.1063/1.5019319
http://dx.doi.org/10.1063/1.4813909
http://dx.doi.org/10.1021/acsami.5b08909
http://dx.doi.org/10.1023/A:1004689205706
http://dx.doi.org/10.1039/c3ee24230g
http://dx.doi.org/10.1016/j.nanoen.2016.10.061
http://dx.doi.org/10.1039/C7RA01267E
http://dx.doi.org/10.1063/1.3072362
http://dx.doi.org/10.1038/nnano.2008.314
http://www.ncbi.nlm.nih.gov/pubmed/19119280
http://dx.doi.org/10.1016/j.nanoen.2012.01.004
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Materials and Methods 
	Materials 
	Electrospinning Solution Preparation 
	Three-Dimensional Electrospinning for Fabrication of Micro Wall 
	Characterization and Measurements 

	Results and Discussion 
	Fabricaition and Characterization 
	Piezoelectric Performance 
	Enhancement of Electrical Outputs 

	Conclusions 
	References

