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Abstract: This paper discusses the fabrication and characterization of electrospun nanofiber scaffolds
made of polystyrene (PS). The scaffolds were characterized in terms of their basis material molecular
weight, fiber diameter distribution, contact angles, contact angle hysteresis, and transmittance.
We propose an aligned electrospun fiber scaffold using an alignment tool (alignment jig) for the
fabrication of highly hydrophobic (8 > 125°) and highly transparent (T > 80.0%) films. We fabricated
the alignment jig to align the electrospun fibers parallel to each other. The correlation between the
water contact angles and surface roughness of the aligned electrospun fibers was investigated. We
found that the water contact angle increased as the surface roughness was increased. Therefore,
the hydrophobic properties of the aligned electrospun fibers were enhanced by increasing the
surface roughness. With the change in the electrospinning mode to produce aligned fibers rather
than randomly distributed fibers, the transmittance of the aligned electrospun fibers increased.
The increase in the porous area, leading to better light transmittance in comparison to randomly
distributed light scattering through the aligned electrospun fibers increased with the fibers. Through
the above investigation of electrospinning parameters, we obtained the simultaneous transparent
(>80%) and hydrophobic (Byy > 140°) electrospun fiber scaffold. The aligned electrospun fibers of PS
had a maximum transmittance of 91.8% at the electrospinning time of 10 s. The water contact angle
(WCA) of the aligned electrospun fibers increased from 77° to 141° as the deposition time increased
from 10 s to 40 s. The aligned fibers deposited at 40 s showed highly hydrophobic characteristics
(6w > 140°).

Keywords: electrospinning; fiber alignment; hydrophobicity; transparency; solar cell

1. Introduction

Recently, building integrated photovoltaics (BIPV) have received great attention as
a renewable and non-polluting energy, and together with energy efficiency, zero energy
and zero emission buildings are ever increasing. To become a zero energy or zero emission
building, solar cells are integrated within the climate envelopes of buildings and utilizing
solar radiation to produce electricity. BIPV offer an economical and technical solution to
integrate solar cells harvesting solar radiation to produce electricity within the climate
envelopes of buildings. Self-cleaning property receives attention in applications such as
building walls. The most commonly used concepts for self-cleaning surfaces are hydropho-
bicity. The hydrophobicity for self-cleaning comes from the assumption that rolling water
droplets down the hydrophobic surface will pick up dirt and become washed away. One of
the tools to realize self-cleaning includes textiles and fabrics. Electrospinning is an effective
process for fabrication of high surface-to-volume ratio and the generation of rough surface.
Several researches have been able to produce electrospun surfaces with hydrophobicity.
Such property comes about from a combination of surface texture and material used [1-12].
The rough surfaces composed of electrospun textiles with contact angle greater than 90°
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defines as hydrophobic surface [13]. Additionally, high-hydrophobic surfaces with high
contact angles (>120°) exhibited self-cleaning due to their non-adhesive and non-wetting
features [14-16]. Recently, many researches on highly hydrophobic surfaces with high
water contact angle (WCA) of the electrospun fibers have been published [17-19]. The
various application of the electrospun fibers such as transparent conducting film, stretch-
able electrode, and gas sensing material have been demonstrated [20-22]. In this study, we
examined the influences of electrospun fiber alignment on the optical transmittance and
water contact angle to obtain transparent and self-cleaning solar cells (TSC). The uniaxially
oriented electrospun polystyrene (PS) fiber scaffolds were produced by employing our
two dimensionally aligning jigs as the collector in electrospinning [21]. The transmission
characteristics of the randomly distributed fibers and the aligned fibers were measured us-
ing UV-Visible transmission spectroscopy. Surface roughness of the randomly distributed
fibers and the aligned fibers were analyzed based on atomic force microscope (AFM) im-
ages. The distributions in the fiber diameter of the randomly distributed fibers and the
aligned fibers were investigated with scanning electron microscopy (SEM) micrographs.

2. Materials and Methods
2.1. Production of Randomly Distributed Fibers

Figure 1 shows a compositional diagram of electrospinning equipment. It consists of
the solution fluid component (top syringe feeder), the fiber-collecting component (bottom
collector), and the power supplier between the nozzle tip and collector. High electric field
strength is generated between the fluid control component contained in the glass syringe
and the metallic collector. The PS was dissolved in a solution of dimethylformamide (DMF)
solvents, and N-N-dimethylformamide (DMF)) was mixed with de-ionized water in a ratio
of 100 to 10 by weight (10 w%). A voltage of 25 kV was applied between the nozzle tip
(blue) and the collector (pink). The randomly distributed fiber scaffold was collected on
the surface of the collecting plate (Figure 1).

Nozzle ‘
Tip ’
(Yellow)

Collecting
Plate
(Pink)

Figure 1. Schematic diagram of the electrospinning process to produce randomly distributed electro-
spun fibers.

2.2. Fabrication of the Aligned Fibers

To increase the transmittance of the electrospun fibers, we aligned them parallel to
each other. The alignment jig comprises two alignment bars which are located at two
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Insulating
Connectpr

green bars (left and right) on the two protruded locations of collecting plate (pink). The
fibers ejected from the nozzle tip point from the left alignment part (green) to the right
alignment part (SEM image of Figure 2). Details of the alignment process are summarized
in [9]. During electrospinning, a silicon substrate (yellow) is inserted into the sample holder
(gray). The fibers ejected from the nozzle tip are collected on the surface of the substrate as
shown in Figure 3.

Nozzle

Figure 2. Diagram of the electrospinning system for parallel alignment of electrospun fibers.

The alignment bars and the protruding electrodes of the collecting plate bite each
other as shown in Figure 3.

The steps in the alignment process are carried out as follows. First, an electrical
isolation (insulating) gap (connector) is inserted between the two aluminum bars of the
alignment jig (Figure 3A). Second, a sample holder is connected to the alignment jig
(Figure 3B), Third, a sample is placed on the sample holder (Figure 3C). Finally, an electric
field is applied between the nozzle tip and the collecting plate. The fibers ejected from
the nozzle tip are aligned from the left alignment bar to the right alignment bar. Then, the
electrospun fibers are annealed at 120 °C for 10 min. The number of electrospun fibers was
increased as the electrospinning time increased.

Figure 3. Alignment jig used in the electrospinning process for parallel (uniaxial) alignment of electrospun fibers. (A) Optical

image of the alignment jig without sample and sample holder. (B) Optical image of the alignment jig with sample holder.

(C) Optical image of the alignment jig with sample and sample holder.
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2.3. Measurements and Characteristics
2.3.1. Materials and Solution Synthesis

PS with a molecular weight of 104.1 g/mol and density of 1060 kg/m?> was purchased
from Aldrich. The PS was dissolved in a solution of DMF solvents. N-N-DMF mixed with
de-ionized water in a ratio of 100 to 10 by weight (10 w%) produced consistent electrospun
nanofiber scaffolds. The solvents were purchased from Aldrich. The solution was strongly
stirred to ensure uniformity. A voltage of 25 kV was applied between the nozzle tip (blue)
and the collecting plate (pink). PS powder was dissolved using a 10 wt% DMF solution.
The solution feed rate was maintained at 0.1 mL/h for stable electrospinning. The thickness
of the electrospun fibers was controlled by increasing the deposition time from 10 s to 40 s.

2.3.2. Contact-Angle Measurements

The water contact angle of electrospun fibers was measured by using a contact-angle
meter (Drop Shape Analyzer DSA 25E, Kruss, Hamburg, Germany) at room temperature
(22-25 °C). The volume of the droplets on the surface of the electrospun scaffolds was
15 pL. The contact-angle measurements were carried out over a 1 min period witha 1 or2s
step to capture the time-dependent shaping of the drop. Advancing contact angles on the
electrospun fibers and polymer films were measured by pipetting droplets of 3 uL volume
on the surfaces using deionized (DI) water. Experiments were carried out at 22 °C and 50%
humidity. Immediately after liquid deposition, images of the droplets were taken.

2.3.3. Scanning Electron Microscopy

Samples with the size of 9 mm x 9 mm were installed on the stage of a scanning
electron microscope (SEM). Before scanning, platinum (Pt) was coated onto the samples
with the thickness of 30 nm using an Eiko IB3 sputter coater (Tokyo, Japan). The surface
morphology of the electrospun fibers was analyzed using a Hitachi TM3000 (Tokyo, Japan)
at a 15 kV accelerating voltage.

2.3.4. Atomic Force Microscopy

The nanofibers’ topography was further identified by AFM workshop’s atomic force
microscopes (Hilton head island, USA) with intermittent tapping of a 10 pm x 10 um area
with the back-side of an aluminum-coated rectangular cantilever. The acquired topography
AFM images were then subjected to post-analysis of surface roughness. Within the 10 pm x
10 um area, we measured five points to obtain the root-mean-square (Rq, RMS) roughness.

2.3.5. Optical Transmittance Measurement

The light transmittance transparency of the nanofiber scaffold samples was measured
by UV-Visible transmission spectroscopy (Lambda 750 model). The electrospun fiber
scaffold samples produced with various electrospinning times of 10, 20, 30, and 40 s were
examined. The light transmission area was 5 mm x 25 mm, and the scanned sample area
of the electrospun fibers on glass was 25 mm by 30 mm.

3. Results
3.1. Transmission Characteristics of Randomly Distributed Fibers

The optical transmittance of the electrospun fiber samples decreased as the electrospin-
ning time increased from 10 s to 40 s at 550 nm. Figure 4 shows the optical transmittance
spectra of random networks of PS electrospun fibers. The measured transmittances of the
random networks of PS fibers measured at 550 nm were 89.1% at deposition time of 10's,
82.6% at 20's, 69.2% at 30 s, and 46.4% at 40 s. The transmittance of the glass substrate was
about 9.3%.
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Figure 4. (Left) Transmittance spectra of randomly distributed PS fibers deposited with deposition times of 10s,20s,30s,
and 40 s. (Right) SEM images of the random networks of PS fibers.

3.2. Transmission Characteristics of Aligned Fiber

Figure 5 shows the optical transmittance of the aligned fibers. The transmittance of
the randomly distributed fibers was measured at 550 nm. The measured transmittances
were 93.2% at a deposition time of 10 s, 89.2% at 20 s, 78.0% at 30 s, and 57.6% at 40 s. The
transmittance of the bare glass substrate was 9.3%. As the density of PS fibers increased,
the transparency decreased because of increased light scattering [22]. The transmittance
decreased as the film thickness increased due to increasing reflection.
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Figure 5. (Left) Transmittance spectra of the aligned PS fibers deposited with deposition times ranging from 10 s to 40 s.
(Right) SEM images of the aligned networks of PS fibers.
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3.3. Hydrophobicity of the Randomly Distributed Fibers

Figure 6A-D show the WCAs of the random networks of electrospun PS fibers spun
with deposition times of 10 s, 20 s, 30 s, and 40 s. The WCAs of the as-spun fibers
depended on the duration of electrospinning. The WCA increased from 73° to 126°
as the electrospinning time increased. Details of WCA measurement conditions and
results are summarized in Tables S1 and S2 (Supplementary Materials). The scanning
electron microscope (SEM) images of aligned electrospun fibers showed a rough and three-
dimensional distribution as seen in Figure S1. However, the SEM images of the randomly
distributed fibers showed a flat and two-dimensional distribution (Figure S2). Szewczyk
et al., found that the water contact angle of electrospun fiber meshes increased as the
surface roughness increased, while surface roughness increased as the electrospinning time
increased. Surface roughness is the key parameter in the analysis of WCAs on electrospun
meshes [23].

A B
CA > 73° CA > 99°

G D
CA > 117° CA > 126°

Figure 6. Water contact angle and SEM images of random networks of PS electrospun fibers deposited
at (A) 10, (B) 20, (C) 30, and (D) 40 s. The applied voltage was 10 kV, and the working distance was
15 cm.

3.4. Hydrophobic Characteristics of Aligned Fibers

Figure 7A-D show the WCA plots of the aligned networks of electrospun PS fibers
spun for durations ranging from 10 s to 40 s. The WCAs of the as-spun fibers depended on
deposition time. The WCA increased from 77° to 142° as the electrospinning time increased,
and the fiber density increased as the deposition time increased. Bagrov et al., reported
that if the density of the electrospun fibers (surface coverage) is low and the distance (d)
between the fibers is larger than the critical distance (dt) that allows a drop to penetrate
down to the bottom of the sample (d > dt), the drop easily penetrates between the fibers
and spreads onto the surface (surface contact). This “surface contact” state forms a smaller
contact angle of less than 90° (hydrophilic) and follows the Wenzel model, which describes
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the contact between a drop and a surface. However, if the distance between the fibers is
smaller than the critical distance (d < dit), the drop does not penetrate into the top layer
of the fibers and floats on the fibers (surface float). This “surface float” state forms larger
contact angle of more than 90° (hydrophobic) and follows the Cassie-Baxter model, which
describes the contact between a drop and a floating fiber. Therefore, the increase in WCA
is due to increased fiber density [24]. Details of the WCA measurement conditions and
results are summarized in Table S2 (Supplementary Materials).

A B
ol il ; CA > 077° CA > 108°
C D

Figure 7. Water contact angle and SEM images of the aligned network of PS electrospun fibers
deposited with deposition times of (A) 10, (B) 20, (C) 30, and (D) 40 s. The applied voltage is 10 kV
and the working distance is 15 cm.

4. Discussion
4.1. High Transparency of the Aligned Fiber

In this study, we used two approaches to produce transparent hydrophobic surfaces.
First, we decreased the diameter of the electrospun fibers. The light scattering was reduced
by applying an electric field ranging from 15 kV (the applied voltage for the conventional
electrospinning) to 25 kV (the applied voltage for the aligned electrospinning). Therefore,
the thickness of the electrospun fibers decreased from micrometers to nanometers as
the applied electric field decreased. Second, we aligned the electrospun fibers parallel
to each other as shown in Figure 8A. However, the conventional randomly distributed
electrospun fibers were cross-linked as shown in Figure 8B. The porous area where the
light transmittance of the aligned electrospun fibers was higher than that of the randomly
distributed electrospun fibers is shown in Figure 8. Therefore, the light scattering through
the aligned electrospun fibers increased because of the increase in the porous area compared
to that of the randomly distributed fibers. The specular transmittance spectrum of the
aligned network was higher than that of the random network of PS electrospun fibers.
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Figure 8. Cross-sections (dark area) of light scattering for both aligned fibers (A) and randomly distributed fibers (B).

4.2. High Hydrophobicity of the Aligned Fibers

Figure 9 shows AFM images that reveal the surface morphology. The mean roughness
values of the aligned fibers ranged from 360 & 35 nm to 560 & 130 nm; the mean roughness
values of the randomly distributed fibers ranged from 175 £ 15 nm to 262 4= 90 nm. The
average fiber diameter of the aligned fibers was 178 £ 25 nm as shown in Figure S1
(Supplementary Materials); the average fiber diameter of the randomly distributed fibers
was 250 £ 50 nm as shown in Figure S2 (Supplementary Materials). The roughness values
of the aligned fibers were higher than that of the randomly distributed fibers. Recently,
Ura et al., observed that the water contact angle depends on the surface roughness [25-29].
In addition, Stachewicz et al., reported that when air is trapped inside the rough surface
in grooves underneath a liquid drop, heterogeneous wetting occurs. This is described by
the Cassie-Baxter contact model. The volume of air pockets underneath a liquid drop
increases as the surface roughness increases. Therefore, the contact angles (hydrophobicity)
of aligned fibers increased because of the increase in the surface roughness. The contact
angle of the aligned fiber was higher than that of the randomly distributed fibers due to
the higher surface roughness [30-32].
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Figure 9. AFM images and the surface roughness for samples with aligned electrospun fibers (a,b) and samples with
randomly distributed fibers (c,d). The inserted line (white and red) indicated the measured region.

5. Conclusions

In this study, we demonstrated an aligned electrospun fiber scaffold. UV-Visible
transmission spectroscopy showed an increased transmittance of up to 91.8% of aligned
electrospun PS scaffolds, which is the key to enhancing the light absorption of a solar cell.
Water contact angle (WCA) measurement by a contact angle meter showed an increased
contact angle from 126° (randomly distributed fibers) to 142° (aligned fibers) at the same
deposition time. Scanning electron microscope (SEM) images showed that the average
fiber diameter of the aligned fibers was 178 &+ 25 nm; the average fiber diameter of the
randomly distributed fibers was 250 4= 50 nm. The atomic force microscope (AFM) images
showed that the mean roughness values of the aligned fibers ranged from 360 & 35 nm to
560 £ 130 nm; the mean roughness values of the randomly distributed fibers ranged from
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175 =+ 15 nm to 262 £ 90 nm. In summary, we obtained simultaneously highly hydrophobic
(6w > 120°) and highly transparent (T > 80%) films with the electrospinning time of 30 s
using the aligned electrospun fiber scaffolds. The aligned electrospun fibers enabled the
production of PS scaffolds on the top of a glass substrate that were more transparent and
more hydrophobic than the conventional randomly distributed electrospun fibers. The
increased transmittance of aligned electrospun fibers leads to increased light absorption,
and their hydrophobicity is likely to provide self-cleaning surfaces. The hydrophobicity
and transparency of aligned electrospun fibers can play an important role in improving the
efficiency of solar cells, such as transparent building integrated photovoltaics, known as
BIPV.

Supplementary Materials: The following are available online at https:/ /www.mdpi.com/article/
10.3390/app11125565/5s1, Table S1: Water contact angle obtained for randomly distributed elec-
trospun fibers. Table S2: Water contact angle obtained for aligned electrospun fibers. Figure S1:
Scanning electron microscope (SEM) image of randomly distributed electrospun fibers. The inset is
the enlarged image of the fiber diameter. Figure S2: Scanning electron microscope (SEM) image of
randomly distributed electrospun fibers. The inset is the enlarged image of the fiber diameter.
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