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Abstract: Electrospinning is an emerging technique for the preparation of electrospun fiber membranes
(ENMs), and a very promising one on the basis of the high-yield and the scalability of the process
according to a process intensification strategy. Most of the research reported in the literature
has been focused on the preparation of poly (vinylidene fluoride) (PVDF) ENMs by using N,N-
dimethylformamide (DMF) as a solvent, which is considered a mutagenic and cancerogenic substance.
Hence, the possibility of using alternative solvents represents an interesting approach to investigate.
In this work, we explored the use of dimethyl sulfoxide (DMSO) as a low toxicity solvent in a
mixture with acetone for the preparation of PVDF-ENMs. As a first step, a solubility study of the
polymer, PVDF 6012 Solef®, in several DMSO/acetone mixtures was carried out, and then, different
operating conditions (e.g., applied voltage and needle to collector plate distance) for the successful
electrospinning of the ENMs were evaluated. The study provided evidence of the crucial role of
solution conductivity in the electrospinning phase and the thermal post-treatment. The prepared
ENMs were characterized by evaluating the morphology (by SEM), pore-size, porosity, surface
properties, and performance in terms of water permeability. The obtained results showed the
possibility of producing ENMs in a more sustainable way, with a pore size in the range of 0.2-0.8 um,
high porosity (above 80%), and water flux in the range of 11.000~38.000 L/m?-h-bar.

Keywords: DMSO; low toxic solvent; electrospinning; electrospun fiber membranes (ENMs); water
treatment; membrane preparation

1. Introduction

Membrane technology plays a key role in all those processes where water treatment is required,
e.g., desalination and wastewater treatment. Membrane processes, in fact, include several separation
techniques, such as microfiltration (MF), ultrafiltration (UF), nanofiltration (NF), reverse osmosis (RO),
membrane distillation (MD), pervaporation (PV), etc. Membrane processes are widely recognized
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for their numerous advantages, including low energy consumption, relatively small footprint, mild
operating conditions, and environmentally friendly approaches [1,2]. Depending on the polymeric
material, but also on the application, porous membranes can be prepared according to several
techniques- Some of which are already well consolidated and diffused, such as phase inversion. Others
are more innovative and still at an embryonic stage, such as electrospinning. In fact, only in recent years
has the electrospinning technique been gaining popularity for the preparation of polymeric nanofibrous
membranes, which are appreciated for their undoubtable advantages such as high level of versatility,
vast material selection, and one step preparation [3]. Electrospun nanofiber membranes (ENMs) exhibit
several properties that make them suitable for several applications in water treatment processes, thanks
to their high specific surface area and porosity, and large number of inter-/intra fibrous pores [3,4]. The
electrospinning technique uses electrostatic forces to produce fine fibers (from nanometer to micrometer)
from polymer solutions or melts. The system is based on three major components: a high voltage
power supply, a spinneret, and a collector [4,5]. The parameters influencing the final ENMs are various
and include the electrospinning system (electric field, flow rate, distance between needle and collector),
humidity, temperature, and polymeric dope solution in terms of viscosity, solution conductivity, polymer
concentration, and solvent. In this regard, most of the solvents currently employed in electrospinning
are toxic and harmful. During the electrospinning process, the continuous evaporation of the solvent
leads to a significant accumulation of its vapors into the surrounding environment, which poses serious
concerns about human health safeguards and environmental pollution [6]. In a typical electrospinning
process, in order to get a homogeneous spinning solution, polymers are dissolved in high polar organic
solvents, such as tetrahydrofuran (TFH), N-Methyl-2-pyrrolidone (NMP), N,N-dimethylformamide
(DME), or dimethylacetamide (DMA) [6-9]. Despite the large use of these solvents in different
fields [10], because of their toxicity and harmfulness, the European Chemicals Agency included them
in the “Candidate list of substances of very high concern for authorization” [11,12]. Today, more than
ever, there is increasing attention and awareness on environmental and health problems [13] and the
possibility of employing “green” solvents, as alternatives to traditional ones, is considered as a valid
route that can be pursued for minimizing the impact of hazardous substances [14]. According to this
scenario, in this research, poly (vinylidene fluoride) (PVDF) electrospun fiber membranes (ENMs)
were prepared using dimethyl sulfoxide (DMSO) as an alternative low toxicity solvent in a mixture
with acetone, which was used as a co-solvent [12,14,15]. DMSO has a low toxicity and not hazardous
solvent [16] able to solubilize high concentrations of PVDF at room or mild temperatures [14]. The use
of DMSO for membrane preparation has already been largely documented in the literature. Marino
et al [12], for instance, prepared polyethersulfone (PES) MF membranes via phase separation using
a pleasant-smelling version of DMSO named DMSO EVOL™. The preparation of UF and NF PES
membranes using DMSO as a low toxicity solvent was also reported by Evenepoel et al [15]. A
predictive study of membrane morphology via a ternary phase diagram for a water/DMSO/PES system
was performed by Madaeni et al [17]. The use of DMSO as an alternative solvent was also studied for
preparation of PVDF membranes via phase separation [18-20]. Thermodynamic and kinetic studies
and the influence of different variables on PVDF membranes’ physicochemical properties have been
reported by Enayatzadeh et al [21] and Arefi-Oskoui et al [22]. DMSO was employed as a solvent for
the preparation of ENMs such as in PVDEF, polyacrylonitrile (PAN) [23,24], and poly(vinyl) alcohol
(PVA) [25,26]. The influence of the solvents’ properties, including DMSO, for polyurethane (PU)
nanofibers was also reported by Mondal [27], and more recently an interesting study of a series of
new polymers (poly(vinyl alcohol) (PVOH), poly(2ethyl2oxazolene) (PEOZ), poly(vinylpyrrolidone)
(PVP), poly(styrene-co-acrylonitrile) (SAN), poly(vinyl alcohol-co-ethylene) (EVOH), and acrylonitrile
butadiene styrene (ABS), which are applicable for electrospinning from DMSO, was reported by
Wortmann et al [28]. In the case of PVDEF, the use of toxic solvents for ENM preparation has most often
been reported [29-34].

In this work, PVDF ENMs with pore sizes in the microfiltration (MF) range were successfully
prepared using DMSO as a solvent and compared to ENMs prepared with DMF.
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Several parameters were investigated, such as polymer concentration (6-8-10 wt.%), the presence
of LiCl as additive in the dope solution, electrospinning parameters (voltage and needle distance to
collector), and the membranes post-treatment type. The PVDF ENMs were characterized in terms of
morphology (by scanning electron microscopy and atomic force microscopy, contact angle, porosity,
pore size, and pure water permeability.

2. Materials and Methods

2.1. Materials

The polymer, PVDF 6012 Solef®, was supplied by Solvay Specialty Polymers (Bollate, Italy).
DMSO DMF, isopropanol, LiCl, and acetone were purchased from Sigma Aldrich (Milan, Italy).
The polymer was desiccated under vacuum at 40 °C for 6 h before use. Distillate water was used for
the post-treatment.

2.2. Dope Solutions Preparation

Dope solutions were obtained by dissolving the powder of the PVDF polymer in the mixture of
solvents (DMSQO/acetone 6:4) with and without LiCl (0.43 wt%) at 70 °C. After 30 min, a homogeneous
solution was obtained, and it was degassed at room temperature (25 °C) for 2 h. In order to determine
the optimal viscosity of the solution, different concentrations of polymer were studied (6, 8, 10 wt%).
The same protocol was employed for the preparation of the PVDF solution using DMF as a solvent.

2.3. ENMs Preparation by Electrospinning

The stable solution at room temperature was transferred in a syringe and fed to the electrospinning
needle. The electrospinning machine used in this study was supplied by DeltaE srl and is depicted in
Figure 1.

Dope solution
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—
Injectionpump

- Taylor Cone

¥ High

Voltage Electro-spun fiber

membrane

Collector plate —Lj

Chamber

Figure 1. Schematic representation of the electrospinning set-up used in this study.

The fibers were prepared at the optimal solution flow rate of 1 mL h™!. At higher flow rates, the
effect of the gravitational force was noticeable and the electric field was unable to draw the whole
polymeric jet, thus, droplets were observed as result. The rate of deposition of the ENMs is directly
proportional to the flow rate of the polymeric solution. Five hours were required to produce 345 cm? of
ENMs. The effect of the electric field on the ENMs was evaluated by varying the difference of voltage
between the needle and the plate (12, 15 and 18 kV). The distance between the needle and the collector
plate was varied between 10 and 20 cm. In order to obtain a homogeneous thickness of the ENMs,
the needle was moved in 2 dimensions (left-right and front-rear). After the deposition of the ENMs,
two membrane post-treatment were studied: (1) at 100 °C in the oven for 1 h and then overnight at
130 °C between two glass plates and (2) exposed to air for 2 h, followed by immersion in a water bath
for 24 h and then overnight at 40 °C in an oven. In Table 1, the ENM prepared in this study and the
investigated parameters are reported.



Membranes 2020, 10, 36 40f 17

Table 1. Electrospun fiber membranes (ENMs) produced by electrospinning.

Solutions Conditions
Membrane Polymer Solvents Additive Electrospinning Parameters Post-Treatment
Code
PVDF 6012 DMSO DMF Acetone LiCl Needle-to-Collector Distance Voltage Air for 2 h; Water for 24 h 100 °C in the Oven for 1 h; 130 °C
(wt%) (v/v) (v/v) (v/v) (Wt%) (cm) kV) and in the Oven at 40 °C between Two Glass Plates
M1 8 - 6 4 0.43 15 15 X -
M2 8 6 - 4 - 15 15 X -
M3 8 6 - 4 - 15 15 - X
M4 6 6 - 4 0.43 15 15 X -
M5 8 6 - 4 0.43 15 15 X -
Mé6 10 6 - 4 0.43 15 15 X -
M7 8 6 - 4 0.43 15 15 - X
M8 8 6 - 4 0.43 15 12 X -
M9 8 6 - 4 0.43 15 18 X -
M10 8 6 - 4 0.43 10 15 X -
Mil1 8 6 - 4 0.43 20 15 X -
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2.4. ENM Characterizations

2.4.1. Scanning Electron Microscopy (SEM)

Scanning electron microscopy (SEM) (Zeiss-EVO MA10 instrument, Milan, Italy) was employed
to study the morphology of the prepared ENMs. Samples were coated with a thin layer of gold (sputter
machine Quorum Q 150R S) prior to analyses in order to make them conductive.

2.4.2. Porosity

Porosity was determined using the following Equation (1):

wtyw—wiy
Porosity (%) = w—me—wir 100 (1)
Pk P_p

where wt,, is the weight of the membrane in the wet state, wtq is the weight of the membrane in the
dry state, py is the isopropanol density, and pp, is the polymer density. Each value of porosity is the
average of three different measurements.

2.4.3. Pore Size

A capillary flow porometer instrument- CFP-1500 AEXL (Porous Materials Inc., Ithaca, NY, USA)
was used for the measurement of the mean flow pore diameter and pore distribution through a
liquid-gas process. Porewick® (surface tension of 16 dyne/cm) was used as a wetting liquid.

2.44. Contact Angle

CAM200 Instrument, Nordtest srl, GI, Serravalle Scrivia (AL) Italy, was employed for the evaluation
of the membrane contact angle by using the sessile drop method. For each membrane, the average and
standard deviation of five static measurements was calculated.

2.4.5. Thickness

Membrane thickness was evaluated by a digital micrometer (precision of +0.001 mm) from Carl
Mahr (Germany). The average value was assessed on five regions for each membrane.

2.4.6. Atomic Force Microscopy (AFM)

The measurements of surface roughness were determined by the AFM by means of a Bruker
Multimode 8 with Nanoscope V Controller.

2.4.7. Water Permeability (PWP)

A cross-flow cell with an area of 8 cm? (DeltaE srl, Italy) was used to determine the permeability
of the ENMs. Pure water was forced to pass across the membrane by means of a gear pump (Tuthill
Pump Co., California). The values of permeability were measured at the steady state condition (after
an equilibrium of 30 min at 1 bar). The PWP was calculated using Equation (2):

Q

PWP = ——
Atp

2

where A is the membrane area (m?), p is the pressure (bar), Q is the permeate volume (L), and t is the
time (h).
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3. Results

3.1. Viscosity Meaurement

In Table 2, the viscosity values of the investigated dope solutions are reported. Viscosity represents
a crucial parameter to ensure the success of the ENMs’ preparation. DS1, prepared using the
DMF/acetone solvent mixture, showed a viscosity of about 87 cP. This value is in agreement with
what has already been reported in the literature and considered ideal for the electrospinning of PVDF
nanofibers [35]. In order to get similar values with the new solvent DMSO, four solutions (DS2-DS5)
with different polymer concentrations (6, 8, and 10 wt%) were considered. DS2 and DS4 solutions,
prepared with 8 wt% of PVDF and differing for the presence of LiCl, showed viscosity values of 79.4
and 74.4 cP and were closer to the DS1 solution used as a reference.

Table 2. Viscosity of the dope solutions prepared in this study.

Polymer Solvents Additive Viscosity
Dope Solutions ;

PVDF DMSO DMF Acetone LiCl (P)

(wt%) (v/v) (v/v) (v/v) (wt%)
DS1 8 - 6 4 0.43 87.3
Ds2 8 6 - 4 - 79.4
DS3 6 6 - 4 0.43 49.6
Ds4 8 6 - 4 0.43 74.4
DS5 10 6 - 4 0.43 199.3

The dope solutions DS3 (6 wt% of PVDF) and DS5 (10 wt% of PVDF) presented a viscosity of
49.6 and 199.3 cP, respectively. DS5’s viscosity was too high and not suitable for electrospinning the
nanofibers, due to the difficulty of feeding the dope solution into the needle without causing it to clog.
The viscosity of DS3, on the contrary, was too diluted for the formation of a continuous jet during the
elettrospinning process and was responsible for the formation of defects in the nascent nanofibers [36].

3.2. Morphology of ENMs

Figure 2 shows the morphology of the ENMs at different polymer concentrations and at the
same electrospinning conditions (15 kV of voltage and 15 cm of needle to collector distance) in the
presence of LiCl. All the developed PVDF-ENMs showed a randomly-oriented fibrous morphology.
The polymer concentration played an important role in the morphology of the nanofibers, which is
strictly related to the polymer solution viscosity [37]. In fact, at low polymer concentration, such
as the case of M4 (Figure 2a,d), the nanofibers networks were heterogeneous and the formation of
beads and non-uniform fibers was observed. A solution with low PVDF concentration implies a
minimal viscoelastic force unable to match the electrostatic and columbic forces that stretch the jet [38].
The consequences are the partial break of the jet (heterogenous fibers) and formation of spherical beads
under the effects of surface tension [38]. Viscoelastic forces increase by increasing the PVDF content,
thus, the partial breakup of the electrospun jet is prevented and polymer entanglement is optimized,
enabling the solvent molecules to be distributed over the entangled chains, favoring the formation
of smooth and homogenous fibers [39]. With the increase of polymer concentration (M5), in fact,
a more regular structure, characterized by ultrafine and straight nanofibers (Figure 2b,e), was observed.
The average diameter for M5 fibers was around 293 nm. By increasing the polymer concentration
from 8 wt% to 10 wt% (M6), the ENMs’ morphology was more irregular and thicker, with a diameter
ranging from 321 to 623 nm (Figure 2f). This effect was mainly due to the high solution viscosity
responsible for the entanglement of the polymer chain macromolecules [36].

The effect of salt additions on the electrospinnability of ENMs is largely documented in the
literature [5,40,41]. The presence of a salt (such as LiCl) plays a crucial role in achieving a good balance
in terms of conductivity, viscosity, and surface tension, allowing one to obtain homogeneous nanofibers.
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Figure 3a—d shows the morphology of ENMs prepared without and with LiCl. As can be observed,
significant beads formations (grain-like or branched structures) characterized the morphology of M2
and M3 membranes (Figure 3a—d) prepared without LiCl.

1pm 1pm

Figure 2. SEM pictures of the electrospun fiber membranes (ENMs) at different poly (vinylidene
fluoride) (PVDEF) polymer concentrations: (a) M4 (6 wt% PVDE), (b) M5 (8 wt% PVDF), (c) M6 (10 wt%
PVDF) at 10 um; (d) M4 (6 wt% PVDEF), (e) M5 (8 wt% PVDEF), (f) M6 (10 wt% PVDF) at 1 um. Conditions
of electrospinning process: 15 kV voltage and 15 cm of needle to collector distance.

Figure 3. SEM pictures of the ENMs using dimethyl sulfoxide (DMSO)/acetone as a mixture of solvents
at different post-treatments with and without LiCl. M2 (a) and (b); M3 (c) and (d); M5 (e) and (f); M7 g
and h. Conditions of electrospinning process: 15 kV voltage and 15 cm of needle to collector distance.

The addition of LiCl (membranes M5 and M7 in Figure 3e-h), on the contrary, considerably
improved the quality of the nanofibers by increasing the electrical conductivity of the polymer solution,
which resulted in a higher charge density on the surface of the charged jet. This fostered the stretching
of the solution jet as a consequence of higher level of charges, facilitating the electrospinning process.

In Figure 3, the influence of post-treatment on the ENMs’ morphology is reported.
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Although, in our case, no relevant effects were observed on the morphology of the polymeric
network submitted to different post-treatments, this step is generally important for producing nanofibers
with a high level of integrity and cohesion. Moreover, it is crucial for the formation of interconnected
pores and in defining the surface roughness. Liao et al. [29] examined the properties of PVDF nanofibers
with LiCl pressed between two glass plates at 170 °C for 1 h. Electrospun membranes displaying
uniform diameter with a pore size in the range of 0.50-0.33 um were produced. Shirazi et al. [42] found
that heat treatment up to 150 °C contributed to the formation of more uniform and smaller pores.
Santoro et al. [34,35] used different temperatures for thermal treatment: 100 °C for 1 h and then 130 °C
between two glass plates were essential for getting consistent nanofibers.

In this work, two different post-treatments were investigated:

1. 100 °C in the oven for 1 h and then overnight at 130 °C between two glass plates - membranes
M3 (Figure 3c,d) and M7 (Figure 3g,h). This approach was based following information in the
literature [35].

2. Exposure to air for 2 h, followed by immersion in a water bath for 24 h and then overnight at
40 °C—membranes M2 (Figure 3a,b) and M5 (Figure 3e—f). This approach was first proposed in
this study.

The post treatment proposed in the present work (membranes M2 and M5) allows the removal of
LiCl and of solvent traces, thanks to the immersion of the prepared ENMs in the water bath. Moreover,
it requires significantly lower temperatures in comparison to the method proposed by Santoro et al. [35]
without compromising the ENMs’ properties.

Figure 4a,b shows the morphology of the M1 membrane prepared using DMF as a solvent and
used as a comparison.

Figure 4. SEM pictures of ENMs prepared using N,N- dimethylformamide (DMF)/acetone as a mixture
of solvents. (a) M1 2 um; (b) M1 10 um. Conditions of electrospinning process: 15 kV voltage and 15
cm of needle to collector distance.

The M1 morphology was characterized by a 3D network of fibers with a small number of
nanobeads, probably due to the interaction of the solvent with the salt (LiCl) [43]. As reported in the
literature, LiCl strongly interacts with DMF solvent to form stable solutions that decrease the strength
of the solvent [44—46]. The high viscosity of the polymer dope solution with DMF and LiCl (DS1)
suggested that this interaction was not sufficient to produce totality uniform nanofibers.

In the electrospinning process, the effect of the solvent is crucial for the preparation of uniform
ENMs. An ideal solvent should favor the stability of the solution at low polymer concentrations for
obtaining uniform 3D networks of the nanofiber by reducing the overall energy correlated to the
orientation of polymer chains in the solution. In this regard, by comparing M1 and M5 membranes
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(prepared under the same conditions but with DMF and DMSO as solvents, respectively), the latter
one showed a better distribution and uniformity of the fibers.

DMSO is, in fact, considered a good solvent for PVDE, as can be deduced by the Hansen solubility
parameters (HSPs). Table 3 summarizes the HSPs for PVDF, DMSO, and DMF [47] considering these
three components: the dispersion forces component (84), the polar force component (8), and the
hydrogen bonding component (8y,), as reported in Table 3.

Table 3. Hansen solubility parameters (HSPs) for polymer and solvents used in this work.

HSPs Dielectric
C d
ompoury o1 (MPa) 04 (MPa) 0, (MPa) 0n (MPa)  Constant [45]
PVDF [49] 242 17.2 125 9.2 -
DMF [49] 249 17.4 137 113 37.3
DMSO [49] 267 184 164 10.2 467

The values in Table 3 predict well the solubility of the polymer for both solvents based on the
concept of “like dissolves like” [47], as indicated by the similar values of total solubility (6t).

The dielectric constant of the solvent can also influence the spinnability of a polymer solution.
For some polymers, in fact, a higher dielectric constant (such as the one exhibited by DMSO) can
enhance the electrospinnability, decreasing the formation of beads [48,50].

However, the effect of both conditioning processes on membrane morphology, was investigated.
Figure 5a,b shows the morphology of PVDF ENMs prepared at different voltages of 12 (M8) and
18 kV (M9), while Figure 5b,c shows the morphology of PVDF ENMSs prepared at different needle to
collector distances of 10 cm (M10) and 20 cm (M11). It should be noted that in all cases, there was an
absence of beads or defects, which are usually observed in ENMs prepared by employing DMF as a
solvent [34-36].

M8 M9
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=7 e - o /0 ",.' g 5 > o A )
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27X ;

Figure 5. SEM pictures of ENMs using DMSO/acetone as a mixture of solvents at different voltages
((@) and (b): M8 and M9 membranes) and needle to collector distance ((c) and (d): M10 and M11
membranes).
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The electrical field is the driving force of the jet initiation and fiber stretching. Voltage values
below or higher than 15kV resulted in ENMs characterized by heterogeneous and non-uniform fibers
(Figure 5a,b).

The needle-collector distance affects the stretching and the deposition of ENMs. A higher distance
provides a longer time for solvent evaporation and polymer precipitation, and space for fiber stretching.
This explains the formation of coarse fibers in the case of M10 (Figure 5c) due to the insufficient distance
between the needle and the collector in comparison to M11 (Figure 5d).

3.3. Porosity, Pore Size, Thickness, Contact Angle, and AFM of ENMs

In Table 4, the results of the prepared ENMs in terms of contact angle, porosity, pore size, and
thickness are reported.

Table 4. Contact angle, porosity, pore size, and thickness of the prepared ENMs.

Code Contact Angle (°) Porosity (%) Pore Size (um) Thickness (um)
M1 125+2 93+1 0.81 +£0.04 69 + 1
M2 123 +3 74 + 1 2.29 +0.03 49 +2
M3 128 +1 95+ 1 2.26 +0.08 35+1
M4 125+ 3 92 +1 0.87 £ 0.08 65+3
M5 125+2 93+1 0.90 + 0.08 73+1
M6 122 +2 97 +1 1.03 + 0.02 76 +2
M7 127 + 4 91+3 1.27 +0.02 54 +2
M8 126 + 1 95 +1 1.19 + 0.04 67 +1
M9 128 +1 96 + 1 1.06 + 0.05 79+1
M10 125+2 96 + 1 0.80 + 0.02 42 +2
Mi11 114 +3 94+1 0.93 +£0.03 75+ 1

Generally, the electrospinning process produces nanofiber membranes with high porosity and
uniform pore size with interconnected pores [51]. With respect to PVDF flat membranes fabricated by
phase inversion (porosity around 80%) [51,52], in fact, the porosity of the developed ENMs membranes
was higher than 90%, except for the membrane M2 (porosity of 74% + 1%). Regarding the pore size,
it was found that by increasing the polymer concentration (from M4 to M6) the pore size also increased
(from 0.87 pm to 1.03 um). This can be attributed to the fact that the jet elongation become more
difficult and slow at high polymer concentrations [3]. The post-treatment can also the effect membrane
pore size [53]. ENMs prepared at 8 wt% of PVDF using the post-treatment with water and 40 °C in
the oven (M5) presented an average pore size of 0.9 + 0.08 um and a pore size distribution that was
very narrow (as reported in the Figure 6), while the same composition of ENMs, but prepared with a
post-thermal treatment (100 °C for 1 h and overnight at 130 °C), presented a larger pore size of 1.27
+ 0.02 pm. A significant difference in terms of pore size was observed for the membranes prepared
without (M2 and M3) and with LiCl (M5). In particular, the mean pore size decreased drastically from
2.29 um for M2 and 2.26 um for M3 to 0.9 um for M5. This was due to the decrease of surface tension
as a consequence of the LiCl addition in the polymer solution. A reduced surface tension, in fact,
makes jets elongate easily, allowing the formation a more homogenous network of nanofibers [54].
The change in the applied voltage did not have a big impact on membrane pore size, which was nearly
constant and about 1um (membrane M8 and M9). Also, the distance between the needle and the
collector plate (M10 and M11) did not greatly influence the membrane pore size.

The pore size of M1 prepared with DMF was 0.81 um, which was similar to membrane M5
prepared with DMSO.

The contact angle of the prepared ENMs ranged from 114° to 128°, reflecting the hydrohopbic
nature of the polymer.

The roughness was measured for the membranes M5 and M7, which differed from each other in
that different post-treatments were applied (Figure 7). Both membranes exhibited the same value of
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surface roughness (0.27 pm), independent of the post-treatment type adopted. The higher roughness
generally measured for electrospun membranes, in comparison to analogous membranes prepared by
phase inversion techniques, is generally accompanied by higher contact angle values [19]. This is the
reason why in this case, the PVDF ENMs showed higher contact angle values (always above 110°) in
comparison to PVDF membranes prepared by phase classic inversion processes (about 90°) [55].

120
100
80
60
40

20

Pore distribution (%)

0 +
0 0.5 1 1.5

Pore diameters (um)

Figure 6. Pore distribution of the M5 ENM.

M5 M7
Roughness average Sa (um): 0.27+0.20 Roughness average Sa (um): 0.27+0.40
RMS Sq (pm): 0.34+0.03 RMS Sq (um): 0.34+0.04
Peak to peak Sz (um): 2.19+0.26 Peak to peak Sz (um): 2.29+0.41

Figure 7. Atomic force microscopy (AFM) pictures of the PVDF ENMs and the values of roughness for
M5 and M7.

The values of thickness for all PVDF ENMs are reported in the Table 4. The thickness increases,
as expected, from 65 pm for the membrane M4 to 76 um for the membrane M6 as the polymer
concentration increased (from 6 wt% to 10 wt%). The increase of thickness was also observed in
the membrane prepared at high voltage (M9: 79 um). When the needle to collector plate distance
changed from 10 cm (M10) to 20 cm (M11), the thickness increased significantly from 42 pm to 75 pm.
The membrane M5 presented a thickness of 73 pm. A similar result was obtained for the membrane M1
prepared with DMF as a solvent (69 pm). Both membranes, in fact, underwent the same post-treatment
procedure (dried in air for 2 h and then immersed in water before entering the oven at 40 °C).

On the other hand, the membranes which were subjected to a different post-treatments (between
two glass plates), such as M7 and M3, presented the lowest values of thickness (54 and 39 um,
respectively).

Membranes prepared without LiCl (M2 and M3) presented, in general, lower values of thickness
as consequence of a resistance to charge transfer across the surface [56].

During the filtration tests, the ENMs showed excellent permeability with values comparable
or superior to the membranes prepared with DMF as a solvent (M1) (Figure 8). The membrane M5
prepared with DMSO as a solvent presented the highest permeability (about 14000 L/m?-h-bar), in
agreement with its largest pore size (0.90 + 0.08) um, with respect to the M1 membrane prepared using
DMEF as a solvent, at the same conditions (PWP: about 12,500 L/m?-h-bar; pore size: 0.81 + 0.04 pm). The
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PWP results were higher for the membranes M2 and M3 (29,207 and 37,801 L/m2~h-bar, respectively),
in alignment with pore size data. By increasing the polymer concentration (from M4 to M6) an increase
in PWP (from 11,100 to 13,629 I/m?-h-bar) was also observed, and always in agreement with pore size
measurement. Slight differences in PWP (about 15,000 L/m?-h-bar) were found for ENMs prepared at
different voltages (M8 and M9) and at different needle to collector distances (M10 and M11).

45,000
40,000
35,000
30,000
25,000
20,000
15,000

PWP (L/m?2hbar)

10,000
5,000

0
ML M2 M3 M4 M5 M6 M7 M8 M9 MI10 M1l

Membranes
Figure 8. Water permeability (PWP) of prepared ENMs.
4. Comparison with the Literature

In order to evaluate the employment of DMSO as a solvent with low toxicity for electrospun
membrane preparation, a comparison with the most congruent works on PVDF ENMs is shown
in Table 5. As reported, dipolar aprotic solvents, such as DMA, DMEF, and NMP were classified as
highly harmful, but widely explored for the preparation of PVDF ENMs [11]. The use of less toxic
alternatives, such as DMSO, could lay the groundwork for future plans in the suitanible preparation
of electrospun membranes. Akduman et al. [57] used a mixture of DMA/acetone with the aim of
obtaining nanofibers for the removal of contaminants from wastewater at relatively low cost. Different
electrospun membranes were prepared at different polymer concentrations at room temperature,
obtaining large pore sizes in the range of 2-5.88 um. Singh Lalia et al. [54] also studied the effect of
polymer concentration on the morphology of electrospun nanofibers, concluding that a decrease of
polymer concentration leads to the formation of beads. The nanofibers in this case were prepared with
the presence of a continuous hot-press between two layers, obtaining a polymeric network with a pore
size of 0.26-1.49 pm. The same procedure was adopted by Na et al. [58], producing heterogeneous
PVDF ENMs with large pore sizes. This method is very demanding in terms of energy consumption,
and it is not convenient for process intensification. However, several studies have demonstrated that
the random distribution of the fibers requires heat treatment to guarantee integrity and mechanical
stability to the membranes [29,59]. Lei et al. [59] produced fibers with a high concentration of the
polymer and NMP as a solvent, confirming that the morphology was greatly influenced by the volume
ratio of the binary solvent system (NMP/acetone).
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Table 5. Most relevant works of PVDF ENMs membranes with different solvents.

. . PVDF Conc. Electrosp. Fiber .
1 2
Solvent Toxicity (Wt.%) Temp. (°C) Appearance Pore Size  Post Treatment Ref.
12-16 Room Umform‘ PVDF 2588 B 57]
temperature nanofibers
DMA Hazardous 5 -
Continuous Some beads are Dried at 50 °C
10-15 hot-press-2 present atlower  0.26-1.49 for 24 h in the [54]
layers concentrations oven
Continuous . ks with 40-55°C for 12 h _
19 hot-press at large pores B in the oven 58]
145 °C; sep
DMF Hazardous Pressed between
two flat glass
6 temR‘;‘;;“mre Somerte’:sf are  091-1.12 panes and [29]
P P placed at 170 °C
in an oven
Beads disappear
and there are o :
NMP Hazardous 16-20 Room uniform fibres at - 100°Cin the [59]
temperature 1 oven
ower
concentration
Air for2 h;
Room Uniform water for 24 h .
6-10 temperature nanofibers 08-2.29 and at 40 °C This work
DMSO i Lesds in the oven
azardous 15 Room Some beads are B ) [60]
temperature presents
12 Room Unlfgrm 24 Heat treatment [61]
temperature nanofiber

! In a mixture with acetone. 2 Regulation (EC) No 1272/2008

Recently, efforts have been focused on the development of PVDF ENMs using DMSO as a low
toxicity solvent [60,61]. Saghafi et al. [60] prepared membranes by electrospinning 15 wt% of PVDF
solubilized in DMSO/acetone and explored the fracture behavior of carbon/epoxy laminates interleaved
with the developed PVDF ENMs. However, the morphological analyses revealed the heterogenity of
the PVDF network due to the presence of beads [60]. Gee et al. [61] reported an optimized procedure for
the preparation of electrospun membranes (12 wt% of PVDEF) using different solvents (DMF, NMP, and
DMSO) characterized in terms of piezoelectric properties. The produced membranes presented a pore
size larger than 1 pm and the authors concluded that DMF is the most attractive solvent for nanofiber
membrane fabrication and filtration performance, suggesting the need of further optimization for the
employment of DMSO [61]. This study demonstrated the feasibility of the employment of DMSO for
the preparation of homogeneous PVDF ENMs and the opportunity to tune the membrane morphology
by varying the operating conditions of the electrospinning properties and/or the composition of the
polymeric solution. In fact, this systematic study revealed the opportunity to design PVDF ENMs with
high porosity and a sharp pore size, even at value below than 1 um, which is useful for membrane
applications in wastewater treatment. Furthermore, the developed protocol reduced the energy
demand of the post-treatment, leading to uniform and self-consistent PVDF ENMs. Thus, this work
paves the way for a feasible and sustainable preparation of PVDF ENMs using a low toxicity solvent
(DMSO), and their employment in wastewater treatment.

5. Conclusions

In this study, a more sustainable route for the production of PVDF ENMs was developed.
The ENMs were prepared using DMSO as a low toxicity solvent in a mixture with acetone. Different
variables were investigated, such as polymer concentration, the presence of LiCl, the post-treatment
type, and the electrospinning parameters (applied voltage and needle to collector plate distance). From
the characterization tests performed, the optimal electrospinning process conditions were found to be
at 15 kV of applied voltage and 15 cm of needle to collector distance. ENMs with uniform diameter and
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homogenous distribution were obtained with properties comparable to the analogous ENMs produced
with the traditional toxic solvent DMF. The pore size of prepared membranes was in the MF range,
suggesting a potential application in water treatment applications.
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