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ABSTRACT: This study demonstrates the needleless electro-
spinning of Nafion nanofibers via foam electrospinning.
Compared to needle electrospinning, a 2 orders of magnitude
higher production rate (9729 vs 14 mg h™' m™2) was obtained
at similar fidelity (233 & 62 vs 216 + 69 nm fiber diameters).
Additionally, needleless electrospinning produced defect-free
high purity Nafion nanofibers (98 wt % Nafion) compared to
no fibers (beads) using needle electrospinning at a similar
polymer solution concentration. Furthermore, the Young’s
modulus and proton conductivity of the fiber mats produced

by needleless electrospinning (42.6 MPa and 43.8 mS cm™/,

respectively) were higher than those produced by needle electrospinning (20.9 MPa and 18.0 mS cm~
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Therefore, high fidelity, high purity Nafion nanofibers at higher production rates with improved mechanical properties and
proton conductivity were produced with this needleless electrospinning technique.
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1. INTRODUCTION

Nafion is a perfluorinated anionic (sulfonic acid) polymer that
possesses excellent thermal, mechanical, and chemical stability,
along with high water-saturated proton conductivity (ca. 0.1 S
cm™), and therefore has been explored in various applications,
including in chloralkali electrolyzers,l’2 in sensors,’ > as
superacid catalysts,°"® and most notably as a polymer
electrolyte membrane and ionomer in hydrogen fuel
cells.”~** Nafion is commercially available in several forms,
including extruded and solution cast films, dispersions in
aqueous alcohol solvents, and pellets. In addition to these
forms, Nafion in nanofiber form has been reported and has
shown to possess enhanced properties (e.g, proton con-
ductivity) and subsequently enhances device perform-
ance."* ™ One example includes the Snyder and Elabd™
report on Nafion nanofibers that naturally form in fuel cell
electrodes due to the heat (above Nafion’s thermal transition)
and pressure (tensile stress) of the fuel cell, which promotes
the formation of Nafion nanofibers and subsequently improves
fuel cell performance. Another example includes the Dong et
al.*' report on the super proton conductivity (>1 S cm™) of a
single high purity Nafion nanofiber (400 nm diameter), which
is an order of magnitude higher than a bulk Nafion film (ca. 0.1
S cm™"). Also, Wang et al."*"® reported on Nafion nanofiber
fuel cell electrodes and their subsequent excellent high fuel cell
power densities at ultralow platinum loadings (i.e., excellent
platinum utilization of 0.076 g kW™'). Additionally, Ballengee
and Pintauro”* fabricated Nafion nanofiber composite
membranes by simultaneous dual electrospinning of Nafion

-4 ACS Publications  © 2019 American Chemical Society

2731

and poly(phenyl sulfone) and reported enhanced durability
under humidity cycling for fuel cells.

To date, most reports on Nafion nanofibers resulted from
the fibers being produced via single needle electrospin-
ning,"*7****~*" Needle electrospinning is the most common
technique to produce polymer fibers with nanometer sized
diameters (ca. 10—1000 nm). This involves applying a high-
voltage electric field to a polymer solution that is ejected out of
a metal needle. Above a critical voltage, electrostatic forces
overcome surface tension to form a polymer jet that is
elongated and whipped continuously onto a grounded
collector as a randomly interconnected fibrous mat. Electro-
spinning parameters, such as voltage, distance, and flow rate,
can affect how fibers form (i.e., uniformity of the fibers), while
polymer solution properties, such as viscosity (i.e., polymer
chain entanglement) and conductivity (i.e., electrostatic
driving forces), can determine whether a polymer solution
can be electrospun to form fibers at all.

Currently, no studies have demonstrated electrospinning of
pure Nafion nanofibers, but rather successful electrospinning of
Nafion requires the addition of secondary polymer, such as
poly(ethylene oxide), poly(acrylic acid), poly(vinyl-
pyrrolidone), poly(vinyl alcohol), and poly(vinylidene fluo-
ride), to the polymer solution prior to electrospinning.”"*>~*'
In solution, pure Nafion aggregates into micellar structures,
which inhibits polymer chain entanglement and subsequently
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Figure 1. Illustration of (a) needle and (c) needleless electrospinning apparatuses and still images of (b) needle and (d) needleless electrospinning

processes.

successful electrospinning.*” The addition of a secondary
polymer (typically 0.1—20 wt % of the solids in the solution)
to the Nafion solution has been shown to prevent aggregate
formation, increase chain entanglement, and promote the
successful electrospinning of Nafion nanofibers.*" Therefore, it
is challenging to electrospin high purity Nafion nanofibers by
using conventional needle electrospinning, limiting needle
electrospinning to narrow solution concentration ranges and
requiring the addition of a secondary polymer.

Furthermore, all of the Nafion electrospinning studies
reported to date use single needle electrospinning, which
results in low nanofiber production rates (0.01—0.1 g h=!).*>**
Numerous needleless electrospinning techniques have been
developed and explored to increase the production rate of
polymer nanofibers, such as upward electrospinning,* bubble
electrospinning,“*” and free surface electrospinning,*** with
various polymers, such as poly(vinyl alcohol) and poly(vinyl-
pyrrolidone). These needleless electrospinning techniques
have resulted in production rates up to 5 g h™,** which is
an order of magnitude higher than conventional single needle
electrospinning, illustrating the potential to mass produce
nanofibers. However, almost all needleless electrospinning
techniques produce lower fidelity nanofibers compared to
needle electrospinning. Recently, Higham et al.*’ developed a
new needleless electrospinning technique, known as foam
electrospinning, that produced similar fidelity nanofibers
compared to that of needle electrospinning. In their study,
they demonstrated this with two neutral polymers: poly-
(ethylene oxide) and poly(vinyl alcohol). To date, to the
authors’ knowledge, this study by Higham et al.*’ is the only
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study to demonstrate foam electrospinning. Higham et al.*’
also demonstrated that the entanglement concentration (i.e.,
polymer concentration with a sufficient number of chain
entanglements to form fibers) is different for poly(vinyl
alcohol) and similar for poly(ethylene oxide). However, for
poly(ethylene oxide), the formation of smooth fibers occurred
at a lower concentration for foam electrospinning (3 wt %)
than needle electrospinning (3.5 wt %), which suggests that
foam electrospinning can promote the formation of smooth
fibers at a slightly lower concentration due to a locally higher
polymer concentration at the thin film bubble surface and
broaden the narrow concentration ranges specific to electro-
spinning. In this study, we demonstrate the needleless
electrospinning of an ionic polymer, Nafion, using a similar
technique described by Higham et al.*” The production rate,
fidelity, purity, and properties of Nafion nanofibers produced
by needleless electrospinning were investigated and compared
to Nafion nanofibers produced by conventional needle
electrospinning.

2. EXPERIMENTAL SECTION

2.1. Materials. Isopropanol (IPA; ACS reagent, <99.5%) and
poly(acrylic acid) (PAA; My = 450000 g mol™') were purchased from
Sigma-Aldrich. The 1100 EW Nafion solutions at 5 wt % in a 3/1 v/v
of isopropanol/water and 15 wt % in a 3/1 v/v of isopropanol/water
were purchased from Ion Power. All materials were used as received.
Deionized (DI) water with a resistivity of 16 MQ cm was used as
appropriate. Dry compressed air was provided using an industrial air
compressor (IRNSOH-OF, Ingersoll Rand Industrial Technologies).

2.2. Preparation of Nafion Solutions for Electrospinning.
Nafion solution (5 wt %) was added to solid PAA and subsequently
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Figure 2. SEM images of electrospun Nafion nanofibers at Nafion contents of 83 wt % (a, d), 88 wt % (b, e), and 92 wt % (c, f) fabricated by using
needle electrospinning (a—c) and needleless electrospinning (d—f). Magnification X30000, scale bar = 3 ym.

stirred under ambient temperature for at least 12 h to ensure
complete dissolution. The amount of PAA was adjusted to produce
Nafion/PAA solutions of various compositions in order fabricate
Nafion content fibers with various Nafion compositions (e.g., S g of
wt % Nafion solution, 50 mg of PAA for 83 wt % Nafion content of
the solids in the electrospinning solution). The 15 wt % Nafion
solution was used to produce higher Nafion content (>92 wt %)
nanofibers (e.g., S g of 15 wt % Nafion solution and 15 mg of PAA for
98 wt % Nafion content of the solids in the electrospinning solution).
Isopropanol/water (3/1 v/v) was then added to the Nafion/PAA
solution to decrease the polymer concentration (e.g, 1280 mg of
Nafion/PAA solution and 670 mg of 3/1 v/v isopropanol/water) for
smooth electrospinning.

2.3. Needle Electrospinning Apparatus. The needle electro-
spinning apparatus, as illustrated in Figure la, consists of a high-
voltage power supply (PS/ELSORO00.8, Glassman High Voltage, Inc.),
syringe pump (NE-1000, New Era Pump Systems), glass syringe (Pt.
No. CG-3070-03, Chemglass Life Sciences), syringe needle (id. =
0.024 in. (0.603 mm), Hamilton), poly(vinyl chloride) tubing (Pt.
No. 30600-65, Cole-Parmer), and a grounded collector (9 in. X 9 in.
(23 ecm X 23 cm); square cardboard covered with aluminum foil).
The flow rate was set to 0.3 mL h™' for all needle electrospinning
experiments. A still image of the needle electrospinning process
(Taylor cone/fiber spinning from syringe needle tip) is shown in
Figure 1b.

2.4. Needleless Electrospinning Apparatus. The needleless
electrospinning apparatus, as illustrated in Figure Ic, consists of a
high-voltage power supply (ES40P-10W/DAM, Gamma High Voltage
Research, Inc.), glass fine-fritted funnel (Pt No. CG-1402-04,
Chemglass Life Sciences), circular copper electrode (16 gauge
wire), and a grounded collector (9 in. X 9 in. (23 cm X 23 cm);
square cardboard covered with aluminum foil). Compressed air with
controlled flow rate was passed through the funnel to produce stable
polymeric foam at the top surface of the fritted funnel. A still image of
the needless electrospinning process (multiple Taylor cones/fiber
spinning from polymeric foam/bubble surfaces) is shown in Figure
1d.

2.5. Characterization. The morphology of the fiber mats was
investigated with scanning electron microscopy (SEM; FEI Quanta
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600 FE-SEM, 10 kV for 30000X magnification images) using a
working distance of 10 mm. Samples were sputter coated
(Cressington 208 HR) with platinum/palladium (6 nm thickness)
prior to SEM analysis. For each electrospinning experiment, the
diameters of 25 nanofibers for each image were randomly selected and
measured by using Image]J software; i.e., fiber diameters reported are
the average and standard deviation of 25 randomly selected fibers.

The production rate was determined by the amount of material
collected after the electrospinning experiments at different time
points. Foil circles were punched out by using a hollow punch
(diameter = 14 mm, Pt. 66004, Mayhew Pro). The average weight of
six bare aluminum foil circles (6.6 mg) was used to tare the weight at ¢
= 0 h. The average weight of four to six samples at different time
intervals was taken from each electrospinning experiment to
determine the weight after the experiment as a function of time.
The total collection time was approximately 0.3—2.5 h for the
needleless electrospinning and 6—8 h for the needle electrospinning.
The production rate was measured as the weight of the sample/
electrospinning time/area required to electrospin (mg h™' m™). The
required electrospinning area (i.e., area required to electrospin) for
the needle apparatus includes the surrounding area between needles
(nozzles) to avoid electrospinning interferences due to nearby
electrical fields from each needle. Commercial multineedle electro-
spinning systems typically report distances of ~5 cm between needles.
The required electrospinning area for the needleless electrospinning
was calculated by using the surface area of the funnel (for this study
i.d. = ca. 11.44 mm). Therefore, the required electrospinning areas for
needle electrospinning and needleless electrospinning were calculated
via A = 7%, where r is the distance between nozzles and the radius of
the funnel, respectively.

Mechanical properties of the fiber mats (ca. 25 mm (L) X 0.5 mm
(W)) were measured with dynamic mechanical analysis (DMA;
Q800, TA Instruments) under the given conditions: 22 + 2 °C, 40 +
5% RH, preload force of 0.001 N, and a strain ramp rate of 0.1%
min~'. Stress—strain profiles were collected for each sample. The
Young’s modulus was measured from the initial slope of the stress—
strain curve.

In-plane ionic conductivity of the fiber mats was measured with
electrochemical impedance spectroscopy (EIS; Solartron SI 1260A)
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in a four-point conductivity cell (BekkTech BT112, Scribner
Associates, Inc.) by sweeping frequencies from 1 MHz to 0.0S Hz
with an amplitude of 10 mV at 0 V versus OCV under different
temperatures ranging from 30 to 80 °C at 90% RH and submersed in
liquid DI water at room temperatures (ca. 25 + 2 °C). The
temperature and relative humidity were controlled by placing the
four-point conductivity cell in a benchtop environmental chamber
(ESPEC). Samples for EIS were prepared by electrospinning on glass
substrates (ca. 30 mm (L) X 8 mm (W) X 1 mm (T)) for fiber mats.
A film was cast on glass substrates and dried for at least 24 h under
ambient conditions to compare to the fiber mats. All samples were
annealed at 140 °C for 1S5 min prior to testing the in-plane
conductivities. The data were analyzed by determining the high-
frequency intercept of the real impedance, R, which was measured
between the two inner reference electrodes. The conductivity was
calculated by using the following equation: o = L/(AR), where L is
the distance between the two inner electrodes (ca. 0.48 mm) and A is
the cross-sectional area of the sample (A = WI; W is the sample width
and ! is the sample thickness). The sample thicknesses, ranging from
20 to 60 ym, were measured with a Marathon digital micrometer (Pt
No. C0030025) with +2 um accuracy. Samples were allowed to
equilibrate for 2 h at each temperature at 90% RH followed by three
to four repeated measurements. The reported values are the average
of these measurements. Because of the porosity of the fiber mats, the
effective conductivity was calculated via the following equation: o, =
6A/A. = 6/(1 — v), where ¢ is the measured conductivity, A. is the
effective surface area (surface area covered by the fibers), and v is the
surface area void fraction, or surface porosity, of the fiber mats. The
surface porosity was measured by using similar techniques described
by Liu et al.*® and Hotaling et al.*' Assuming the fiber mats are
isotropic, the in-plane surface void area fraction of the fiber mat was
used to determine the cross-sectional void area fraction. The average
of the in-plane surface void area fractions for two different SEM
images was used for the final calculation for each fiber mat.

3. RESULTS AND DISCUSSION

Figure 2 shows scanning electron microscopy images of Nafion
nanofibers produced from both the needle electrospinning
technique (Figure 2a—c) and the needleless electrospinning
technique (Figure 2d—f) at various Nafion contents of the
solids in the electrospinning solution (83, 88, and 92 wt %). At
83 and 88 wt % Nafion content, both needle and needleless
electrospinning techniques can produce uniform defect-free
fibers. However, by use of the needle electrospinning
technique, as the amount of Nafion content of the solids in
the Nafion/PAA solution increases from 88 wt % (Figure 2b)
to 92 wt % (Figure 2c), the fibers begin to show defects, such
as beads, whereas the needleless electrospinning technique still
produces defect-free fibers (Figure 2f). This beaded fiber-to-
smooth fiber transition has been previously reported by Chen
et al.*' with the needle electrospinning technique at 92 wt %
Nafion content of the solids in the solution. Therefore,
although both electrospinning techniques are using the same
polymer solution, at a higher Nafion content solution, the
needle electrospinning technique produces a lower quality of
nanofibers (e.g,, beaded nanofibers), whereas the needleless
electrospinning technique fabricates defect-free nanofibers at
the same higher Nafion concentrations. These results suggest
that the needleless electrospinning technique enhances electro-
spinning, which may be a result of increasing the polymer
concentration locally on the polymer solution thin bubble
surfaces (foam).

Previous studies have shown that higher polymer concen-
trations (concentrations above the polymer entanglement
concentration) promote the formation of uniform, bead-free
fibers produced via electrospinning.*”* Therefore, to promote
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the electrospinning of higher purity Nafion solutions, the
polymer concentrations were increased to 10 and 6 wt % to
electrospin 95 and 98 wt % Nafion content of the solids in the
solution, respectively. As shown in Figure 3a,c, both techniques

Figure 3. SEM images of Nafion nanofibers at Nafion contents of 95
wt % (a, c) and 98 wt % (b, d) fabricated using needle electrospinning
(3, b) and needleless electrospinning (c, d). Magnification X30000 ,
scale bar = 2 pm.

can produce nanofibers for the 95 wt % Nafion content of the
solids in the solution at 10 wt % polymer concentration.
However, needle electrospinning produces beaded nanofibers
at this polymer concentration, as shown in Figure 3a, whereas
needleless electrospinning produces bead-free or defect-free
nanofibers, as shown in Figure 3c. Also, the needle electro-
spinning technique requires frequent monitoring and clearing
at the needle tip to inhibit solution clogging and non-
continuous electrospinning of fibers for this polymer solution.
At 98 wt % Nafion content of the solids in a 6 wt % polymer
solution, needle electrospinning produces multiple beads with
few small fibers in between the beads, as shown in Figure 3b,
whereas needleless electrospinning can still produce bead-free
fibers, as shown in Figure 3d. These results demonstrate that
needleless electrospinning produces higher purity defect-free
Nafion nanofibers compared to needle electrospinning due to
the increase in local polymer concentration at the bubble
surfaces.

Figure 4a shows the average fiber diameters of the images
shown in Figure 2. The average fiber diameters for the 83, 88,
and 92 wt % Nafion content of the solids in the solution
fabricated by using the needle electrospinning technique are
216, 130, and 110 nm, respectively. The average fiber
diameters for 83, 88, and 92 wt % Nafion content of the
solids in the solution fabricated by using the needleless
electrospinning technique are 233, 179, and 156 nm,
respectively. Figures 4b, 4c, and 4d show the histograms of
the fiber diameters for the 83, 88, and 92 wt % Nafion content
of the solids in the solution, respectively. Overall, distributions
between needle and needleless techniques are fairly similar to
slightly more higher fiber counts from the needleless compared
to the needle as Nafion content increases (88 and 92 wt %).
The needle and needleless electrospinning techniques both
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produced similar diameter size fibers (i.e., similar fidelity) for
various Nafion contents of the solids in the solution. Both
techniques also display similar trends in decreasing fiber
diameter with increasing Nafion content, which is in agreement
with the electrospinning of Nafion and PAA study by Chen et
al,,*' where nanofiber diameters ranging from 90 to 600 nm for
a PAA content of 8 to 100 wt %, respectively, were
reported.*”>> Thus, needleless electrospinning can produce
similar fidelity (ie, similar fiber diameter size and size
distribution) Nafion nanofibers as those produced by needle
electrospinning at 83 wt % Nafion content and higher quality
(i.e., less beaded fibers) at >83 wt % Nafion content than those
produced by needle electrospinning.

Figure 5 shows the effect of various electrospinning
parameters on the resulting fiber diameters for the needleless
electrospinning technique, including polymer concentration
(wt %), funnel-to-target distance (cm), and voltage (kV).
Results show that the average fiber diameter for 4.0, 5.0, and
5.9 wt % polymer solutions is 216, 252, and 232 nm,
respectively (see Figure Sa). These average fiber diameters are
similar, which demonstrates the ability of the needleless
electrospinning technique to produce similar fiber diameters
with different polymer concentrations. In Figure Sb, the
funnel-to-target distance was varied from 13, 15, and 17 cm,
and the resulting fiber diameters are 392, 232, and 326 nm.
Using a distance of 13 or 17 c¢m resulted in a higher standard
deviation in the fiber diameter compared to that using a
distance of 15 cm, suggesting that at 20 kV, 15 cm is the
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optimal distance for maintaining high fidelity fibers with similar
diameter sizes. The applied voltage was varied from 15, 20, and
25 kV, and the resulting fiber diameters are 375, 232, and 292
nm (see Figure Sc). Applying a voltage of 20 or 25 kV resulted
in higher standard deviation in the fiber diameter compared to
that using a voltage of 15 kV, suggesting that at 15 cm, 15 kV is
the optimal voltage for fabricating similar fiber diameter sizes.
By changing electrospinning parameters, such as distance and
voltage, the fiber diameters can vary, but by fixing one
parameter and optimizing the other parameters, there is a
combination that offers the highest fidelity in nanofibers
produced by using the needleless electrospinning technique.
Figure 6 shows the production rate of nanofibers fabricated
by using both the needle and needleless electrospinning
techniques. The production rate for needle electrospinning
ranges from 11 to 20 mg h™" m™ across a voltage range from
10 to 30 kV. From 10 to 20 kV, the needle electrospinning
production rate is constant around 11—14 mg h™" m™
followed by a slight increase to 20 mg h™ m™ at 30 kV.
The production rate for the needleless electrospinning
technique ranges from 422 to 9729 mg h™' m™ across a
voltage range from 10 to 30 kV. At 15 kV, the production rate
for the needleless electrospinning technique is 3316 mg h™*
m™2 From 15 to 20 kV, the production rate for needleless
electrospinning increases to 5437 mg h™' m™ From 20 to 25
kV, the production rate for the needleless electrospinning
technique further increases to 9729 mg h™' m™. At 30 kV, the
production for the needleless electrospinning technique
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decreases to 6633 mg h™" m™2 This decrease may be due to
the strong electric field pulling the fibers from the surface faster
than the production of the polymeric foam or curved surfaces.
Comparing the two electrospinning techniques, at 10 kV, the
production rate for needle electrospinning (14 mg h™ m™) is
an order of magnitude lower than that for needleless
electrospinning (422 mg h™" m™2). At 20 kV, the production
rate of needleless electrospinning (5437 mg h™' m™) is almost
an order of magnitude higher than at 10 kV, which suggests
that although there are multiple available curved surfaces for
electrospinning, the voltage is not high enough to efficiently
produce many Taylor cone jets for all the curved surfaces. At
25 kV, the needleless electrospinning production rate reaches
its maximum at 9729 mg h™' m™>, 2 orders of magnitude
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higher than the needle electrospinning production rates,
demonstrating the ability of using the needleless electro-
spinning technique to quickly fabricate many nanofibers.
Therefore, there is an optimum voltage for the maximum
production rate for needleless electrospinning, whereas the
production rate for needle electrospinning remains relatively
constant with increasing voltage. Overall, needleless electro-
spinning can produce Nafion nanofibers at 2 orders of
magnitude higher production rate compared to needle
electrospinning.

In addition to purity, fidelity, and production rate, the
physical properties of the resulting fiber mats produced by
both needle and needleless electrospinning techniques were
compared with one another and also compared to the bulk film
(a control with similar Nafion/PAA composition as fibers).
Table 1 lists the Young’s modulus and proton conductivity for
the film and the fiber mats for a composition of 83 wt %
Nafion.

Table 1. Properties for Fiber Mats and Cast Film at 83 wt %
Nafion Content

fabrication Young’s modulus” (MPa) conductivityb (mS cm™)
cast film 130.0 543 +£ 03
needle fiber mat 20.9 18.0 + 0.1
needleless fiber mat 42.6 43.8 + 0.9

“Measured under ambient conditions (ca. 22 + 2 °C, 40 + 5% RH).
“Measured submersed in liquid deionized water at room temperature
(ca. 25 + 2 °C).

Overall, as expected, the film has a higher modulus (130.0
MPa) and proton conductivity (54.3 mS cm™') compared to
both fiber mats. However, unexpectedly, the needleless
electrospun fiber mat has a higher modulus (42.6 MPa) and
proton conductivity (43.8 mS cm™') compared to the needle
electrospun fiber mat (20.9 MPa and 18.0 mS cm™). One
would expect that although the fibers were produced by
different techniques that if their fidelities are similar, then the
properties should also be similar. However, at this
composition, beaded fibers were observed for the needle
electrospun fibers (shown in Figure 7a) compared to defect-
free fibers in the needleless electrospun fibers (shown in Figure
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7c). The defects in the needle electrospun fibers may
contribute to the differences in measured properties when
compared to the defect-free needleless electrospun fibers.
More specifically, Figure 8 shows the stress—strain profiles
(mechanical properties) for the needle and needleless
electrospun fiber mats and the control film. Tensile strength
trends are similar to the Young’s modulus, where the needle

6

®  Castfilm

® Needle
5F A Needleless

Stress (MPa)
w

0 2 4 6 8
Strain (%)

Figure 8. Stress—strain profiles for cast film (red squares), needle
electrospun nanofiber mat (blue circles), and needleless electrospun
nanofiber mat (green triangles).
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electrospun fiber mat (0.8 MPa) is lower than the needleless
electrospun fiber mat (2.4 MPa) and the film (5.7 MPa) is
higher than both electrospun mats. It is expected that the
mechanical properties of a dense film would be higher than a
porous fiber mat. The elongation-to-break is similar for all
samples (6.5% for needle electrospun fiber mat, 10.7% for
needleless electropsun fiber mat, and 6.5% for dense film).
Thus, needleless electrospinning can produce higher purity
defect-free Nafion nanofibers, which results in improved
mechanical properties and liquid-saturated proton conductivity
when compared to beaded fibers from needle electrospinning
at a similar composition.

Figure 9a shows the proton conductivity for the needle and
needleless electrospun fiber mats and the control film at 90%
relative humidity as a function of temperature (ranging from
30 to 80 °C). Similar to the results listed in Table 1
(submersed in liquid water at room temperature), the proton
conductivity at 80 °C and 90% RH for the film (69.9 mS
cm™") is higher than the needleless fiber mat (51.8 mS cm™),
which is higher than the needle electrospun fiber mat (24.4 mS
cm™'). The conductivities measured in this study for needle
electrospun Nafion fiber mats are similar to those reported in
other studies.!”?>**726°3% However, the cross-sectional area
used to calculate conductivity from the impedance data
assumes that the entire area is conducting medium, which is
only the case for the solid dense film and not the porous fiber
mats. In an attempt to normalize the data (i.e., only the area of
the conducting solid polymer), an estimated surface area
porosity was measured from the SEM images. The contrast
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Figure 9. (a) Proton conductivity and (b) normalized proton conductivity as a function of temperature at 90% relative humidity for cast film (red
squares), needle electrospun nanofiber mat (blue circles), and needleless electrospun nanofiber mat (green triangles). Solid lines represent a

regression to the Arrhenius model.

feature in ImageJ was used to distinguish between solid and
pores in the mat (see Figures 7b and 7d, which are contrasts of
Figures 7a and 7c, respectively). From this method, the average
void area fractions of the needle and needleless electrospun
fiber mats were similar at 53.4% and 52.7%, respectively. These
estimated surface area porosities were used to calculate a
corrected surface area for the fiber mats (area of only the
conducting solid) and subsequently a normalized conductivity.
Figure 9b shows the normalized proton conductivity of the
data shown in Figure 9a for the needle and needleless
electrospun fiber mats and the control film. Here, the proton
conductivity at 80 °C and 90% RH for needleless fiber mat
(109 mS cm™") is higher than the dense film (70 mS cm™),
which is higher than the needle electrospun fiber mat (52 mS
cem™).

This data are supported by a previous study by Dong et al.,*'
which reported on the proton conductivity of a single high-
purity Nafion nanofiber at a value that was an order of
magnitude higher than a cast Nafion dense film. They
attributed this to the high alignment of connected nanoscale
ionic network along the fiber axis (supported by small-angle X-
ray scattering). Dong et al.”' reported a conductivity of 1.5 S
cm™! for a single 99.9 wt % Nafion nanofiber (400 nm in
diameter) at 30 °C and 90% RH. In comparison, in this study,
the normalized conductivity for multiple 83.0 wt % Nafion
nanofibers (average 233 nm in diameter) is 30 mS cm™". The
differences in proton conductivity between these two studies
could be the result of differences in Nafion content as well as
differences in measuring a single fiber versus many fibers
(where an effective surface area correction is used in the
latter). The solid lines in Figure 9 represent a regression to the
Arrhenius equation, where the activation energies were
determined to be similar for all samples (8.7, 9.4, and 6.5 kJ
mol ™! for film, needleless, and needle fiber mat, respectively).
These results are similar to other reports of Nafion proton
conductivity activation energies.”* Thus, needleless electro-
spinning can produce high purity Nafion nanofibers with
improved proton conductive properties compared with needle
electrospun Nafion nanofibers and solution cast Nafion films.

4. CONCLUSIONS

In this study, the needleless electrospinning of the highly ionic
polymer Nafion was demonstrated, and the results were
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compared to a classic needle-based electrospinning process.
Needleless electrospinning produced Nafion nanofibers (233
+ 62 nm) with similar fidelity to those produced by needle
electrospinning (216 = 69 nm). Needleless electrospinning
produced higher purity Nafion nanofibers (98 wt % Nafion)
compared to needle electrospinning, where no fibers (only
beads) were produced at this similar polymer solution
concentration. Needleless electrospinning produced Nafion
nanofibers at 2 orders of magnitude higher production rate
compared to needle electrospinning (9729 vs 14 mg h™' m™2).
Both high productivity and high purity were afforded through
the ability of this needleless electrospinning process to
generate multiple electrospinning sites that promote chain
entanglement for facile electrospinning due to the locally
higher polymer concentrations at thin bubble surface solution
sites. The needleless electrospinning allows for locally higher
polymer concentration solution in an open system without
impeding the formation of nanofibers with a narrow needle
electrospinning. Also, the Nafion nanofiber mats produced by
needleless electrospinning resulted in enhanced Young’s
modulus and proton conductivity (42.6 MPa and 43.8 mS
cm™, respectively) compared to those produced with needle
electrospinning (20.9 MPa and 18.0 mS cm™). Overall, this
work not only demonstrates the ability to produce high fidelity,
high purity Nafion nanofibers at high production rates and
improved properties using needleless electrospinning but also
extends the capability of foam electrospinning to highly ionic
polymers, while maintaining high fidelity and higher
production rates. Furthermore, the results from this work
motivate future studies on the needleless electrospinning of
other ion-containing polymers and future fundamental studies
on the polymer physics of polyelectrolyte solutions at thin film
surfaces under applied electric fields.
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