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ABSTRACT: The demand for an efficient method to clean
spreading oil on water is increasingly urgent due to the
frequent occurrence of oil spill accidents around the world. In
this work, we used a simple one-step electrospinning technique
without the requirement of post-treatments to fabricate
polystyrene (PS) fibrous sorbents that show exceptional oil
adsorption capability. This method involves the dissolution of
PS in cosolvents composed of a good solvent, chlorobenzene,
and a nonsolvent, DMSO, for electrospinning. The size of the
PS fibers electrospun from the cosolvents is rather uniform,
and more importantly, the nonsolvent induces a highly porous
structure throughout the fibers during the drying process. The
porous structure imparts superhydrophobic surface to the
fibrous mats, and thus the fibers can selectively adsorb oils while repel water. Furthermore, both the capacity and the rate of oil
adsorption are greatly enhanced for the sorbents made of the porous fibers, in contrast to pore-free ones. The oil adsorption
capability is closely dependent on the fiber size and the porous morphology, which can be simply controlled by adjusting the
compositions of polymer solutions.

1. INTRODUCTION
Large-scale oil spill accidents have caused huge economic losses
and severe environmental damages. The cleanup of the spilled
oils is an urgent and strenuous task. One of the efficient
methods for oil cleanup is the solidification of the oils, i.e., the
use of hydrophobic sorbents to transfer the spilled oils from
liquid to a semisolid phase that can be much easily retrieved.
The required properties of ideal sorbent materials for oil spill
cleanup include an appropriate hydrophobicity and a high
specific surface area for increasing the performance in oil
selectivity, sorption capacity, sorption rate, and retention time.
Moreover, the buoyancy and durability of sorbents in aqueous
media, the reusability or biodegradability of materials, and the
recoverability of oil from sorbents should also be taken into
account.1

The sorbents used for oil spill cleanup include inorganic
mineral materials and natural/synthetic organic materials,2

among which synthetic polymer fibers are particularly suitable
because of the controllable hydrophobicity, high specific surface
area, lightweight, simple manufacturing, and low cost,3

especially the porous fibers with large overall specific surface
area that can increase the efficiency and capacity of oil
adsorption.4,5 The electrospinning technique is a straightfor-
ward method to produce micro/nanoscale fibers. Various
methods have been developed to increase the porosity of
electrospun fibers, such as electrospinning of polymer blends
and subsequent selective removal one of the polymer phases,6

the use of bath collector,7,8 and the use of additives.9 However,
those methods generally require post-electrospinning treat-
ment, therefore lacking a simplicity for mass production.

In the field of polymer membranes, phase separation is a
common strategy adopted to produce porous structures. Based
on the phase separation mechanisms, the strategy can be
divided into three major categories: vapor-induced phase
separation (VIPS), thermally induced phase separation
(TIPS), and nonsolvent-induced phase separation (NIPS). In
the VIPS method, vapors (usually water) are condensed as
nonsolvents that cause originally homogeneous solutions to
phase separate and porous structures can be obtained after the
removal of solvents.10,11 VIPS also occurs in the electrospinning
process. Solvent evaporation cools down the jet surface and the
moisture condenses from the atmosphere, thus initiating the
nucleation and growth of the water-rich phase floating on the
solution, which subsequently leaves pores on the fiber
surface.5,12−16 In the TIPS method, a homogeneous polymer
solution is first prepared at an elevated temperature and then
rapidly cooled to a temperature where the solvent quality turn
to be poor to polymer and phase separation occurs.17 This
method can be applied to produce electrospinning porous
polymer fibers by controlling the collector at relatively low
temperature to induce phase separation.18 NIPS is also called
immersion precipitation method by which a cast polymer
solution is immersed in a nonsolvent bath to initiate phase
separation.19 For the electrospinning technique, it has been
reported that nonsolvents can be premixed in polymer
solutions with an appropriate amount that does not cause
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phase separation before electrospinning. During the subsequent
solidification process, the composition changes and falls into
the phase separation region because of the different volatility
between solvent and nonsolvent, and porous structures can be
created.20−22 However, the fibers produced by this method in
previous studies were generally not uniform.
The common method for manufacturing porous electrospun

fibers is VIPS. However, because the moisture condenses into
water drops mainly on the surface of solutions, the remaining
pores are generally isolated and only formed on fiber surface.
Therefore, the increase in the pore volume and specific surface
area is limited, and it has been shown that the oil adsorption
capacity of fibers produced by the VIPS method does not
significantly increase from that of smooth fibers.5 Although the
TIPS method can be used to produce pores throughout fibers,
this method needs post-treatments to remove residual solvents
because the fibers are not completely dried in the electro-
spinning process. In this study, we combined NIPS concept and
electrospinning technique to produce uniform porous poly-
styrene (PS) fibrous sorbents. The fibers with macroporous
structure throughout can be fabricated by a simple one-step
electrospinning process from solutions in which a good solvent,
chlorobenzene (CB), and a nonsolvent, DMSO, are premixed.
Silicone oil, pump oil, sunflower oil, and diesel with different
viscosities are used as model oils to investigate the adsorption
characteristics of as-spun fibrous sorbents. By tuning the
compositions of polymer solutions, fibrous sorbents with
different porous morphology and different adsorption ability
can be obtained. The adsorption capacity of the highly porous
PS fibrous sorbents can reach up to 900 g/g, showing a great
potential for the use in the application of oil spill cleanup.

2. EXPERIMENTAL SECTION
2.1. Materials. Polystyrene (PS,Mw ∼ 350 000 g/mol, PDI = 2.06)

was purchased from Sigma-Aldrich. Chlorobenzene (CB, ACS Reagent
grade) and dimethyl sulfoxide (DMSO, ACS Reagent grade) were
purchased from J.T. Baker. Tetrabutylammonium perchlorate (TBAP,
>98%) was purchased from Tokyo Chemical Industry Co., Ltd. All
chemicals were used as received.
2.2. Electrospinning Process. To prepare the solutions for

electrospinning, PS was mixed in cosolvents of CB and DMSO at
different ratios, followed by magnetic stirring at 50 °C for 12 h to
obtain homogeneous solutions. The electrospinning fibers were
prepared using a single-capillary spinneret. The polymer solutions
were fed into a syringe pump (YSP-101, YMC) connected to a metallic
needle (22 gauge, Hamilton), with a feed rate of 0.5 mL/h. The
metallic needle was connected to a high-voltage power supply
(chargemaster VCM30-P, Simco-Ion), and a piece of aluminum foil
was placed 15 cm below the tip of the needle to collect the fibers. The
applied voltage was 4−10 kV. All the experiments were carried out at
room temperature (20−30 °C) and a relative humidity of 50−70%.
The sample codes of the electrospun fibers named from the
compositions of the corresponding solutions are listed in Table 1.
2.3. SEM. The morphologies of the as-spun fibers were

characterized by a field-emission scanning electron microscopy
(JSM-6330F, JEOL). SEM images were captured at an accelerating
voltage of 10 kV. For cross-sectional imaging, the fibers were
transferred onto silicon wafer, and then the fiber-covered wafer was
cut into two pieces to break the fibers and reveal the cross sections.
Before imaging, the samples were sputtered with platinum.
2.4. Phase Behaviors of the Solutions. A series of solutions with

varying compositions of PS, CB, and DMSO were prepared and sealed
in glass bottles. The solutions were first mixed at 50 °C and stirred
until clear homogeneous solutions were obtained. The solutions were
then cooled down and kept at room temperature. The solutions with
the compositions that were in the stable regime at room temperature

remained transparent, while those in the unstable regime turned to be
cloudy, indicating the occurrence of phase separation. The liquid−
liquid demixing boundary at room temperature was determined by the
cloud point method.

2.5. Mercury Intrusion Porosimetry. The pore size distributions
of fibrous sorbents were measured using the mercury porosimeter
AutoPore IV 9520, Micromeritics. The pressure (P) was applied
ranging from 0.1 to 60 000 psia, and samples were equilibrated for 15 s
at each pressure. The pressure was converted to pore diameter (D) by
the Washburn equation assuming cylindrical pore geometry23

γ θ= −
D

P
4 cos

(1)

where the surface tension (γ) of mercury is 485.000 dyn/cm and the
contact angle (θ) was set to be 130°. The dependence of the
cumulative specific intrusion volume (V) of mercury on the pore
diameter was first determined. The distribution function of pore size
was then calculated by differentiating the cumulative specific intrusion
volume with respect to the pore diameter (dV/dD). The distribution
curve of pore size is displayed as dV/dD against D.24,25

2.6. Water Contact Angle Tests. The static water contact angle
was investigated by the Model 100SB contact angle goniometer from
Sindatek Instruments Co., Ltd. The contact angle was determined by
the Young−Laplace model and averaged from the measurements at
least five times on different locations of sample surface at room
temperature.

2.7. Oil Adsorption Tests. The maximum oil adsorption capacity
of PS fiber sorbents was carried out using the following method. The
electrospun fibrous sorbents were carefully removed from the
aluminum foils by a gentle blow of compressed air to avoid the
damage of the as-spun format of fibers. Approximate 10 mg of fibrous
sorbents was placed in a glass beaker filled with 30 mL of oil. After
adsorption for 1 h, the wet sorbent was removed from the oil bath and
drained for 1 min. The oil adsorption capacity of the sorbent, Q (g/g),
was determined by the equation

=
−

Q
m m

m
0

0 (2)

where m is the total mass of the wet sorbent after 1 min draining and
m0 is the mass of the sorbent before adsorption. Each sample was
independently measured for at least three times. The dependence of
the adsorption capacity on time was determined by a similar process,
except that the mass of the wet sorbent was weighed at a regular
interval without the draining process.

3. RESULTS AND DISCUSSION
3.1. Electrospinnability of Polystyrene Solutions.

Because of the low dielectric constant, chlorobenzene (CB)
alone is not an appropriate solvent for electrospinning and the
organic salts, such as tetrabutylammonium perchlorate (TBAP),
are commonly added to enhance the conductivity of the
solutions.26−28 The addition of high dielectric constant solvents
as cosolvents, such as DMSO, is another efficient way to
increase the overall conductivity.29 These additives, on one
hand, enhance the electrospinnability of the solution and

Table 1. Solution Compositions and the Characteristics of
As-Spun Fibers

DMSO/
CB (v/v)

PS conc
(mg/mL)

TBAP
(w/v)

fiber diameter
(μm)

contact angle
(°)

D0T 0/100 300 1% 0.62 ± 0.04 136.4 ± 3.2
D20 20/80 300 0 1.63 ± 00.06 148.9 ± 2.1
D30 30/70 300 0 2.85 ± 0.14 155.1 ± 4.8
D40 40/60 250 0 2.35 ± 0.22 152.3 ± 5.1
D15T 15/85 300 1% 0.89 ± 0.02 145.6 ± 0.9
D30T 30/70 300 1% 1.95 ± 0.14 153.8 ± 2.8
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produce bead-free fibers, but on the other hand, they may
change the solvent quality to polymers as well as the viscosity
and the surface tension of solutions, which are all critical
parameters for electrospinning.
In this work, we used the cosolvents with varying ratios of

CB and DMSO to electrospin PS fibers. The dependence of the
fiber structure on PS concentration and DMSO volume fraction
in cosolvents is shown in Figure 1. Since the conductivities of

the cosolvents with small amounts of DMSO are low and
unable to carry sufficient charges to expedite evaporation of
solvent by repulsive forces,30,31 the electrospun samples in the
region below ∼7% DMSO (region I) cannot be dried
completely after electrospinning. Note that the addition of
TBAP in this region can improve the conductivity and make
the electrospinning possible, which will be discussed later. In
the range of DMSO fraction between 7% and 55%, the
conductivity is increased and becomes feasible for electro-
spinning. The electrospun structure in this range depends on
the PS concentration. At low PS concentration (region II), the
entanglement of polymer chains is insufficient to hold a

continuous, uniform liquid jet and only discontinuous beads or
strings of spherical beads are produced. At intermediate PS
concentration (region III), the stretching force can partially
transfer to polymer chains through the entanglements and
fibers with spindle-like beads are obtained. Only in the region
of high PS concentration (region IV) can bead-free porous
fibers be successfully produced. Since DMSO is a nonsolvent to
PS, at DMSO fraction above 55% (region V), the solutions
become unstable and tend to phase separate before electro-
spinning and therefore unable to be spun into fibers.

3.2. Morphologies and Pore Sizes of As-Spun Fibers.
The SEM images of as-spun PS fibers and their cross sections
electrospun from 250−300 mg/mL solutions are shown in
Figure 2. D0T fibers were electrospun from CB solution
without DMSO but with 1% TBAP. As mentioned in section
3.1, CB solvent alone cannot be used to produce dry PS fibers,
and the addition of TBAP is required to increase conductivity
and electrospinnability. The surface of D0T fibers is smooth
and featureless, with a diameter ∼600 nm (Figure 2a). D20,
D30, and D40 were produced from the cosolvents with 20%,
30%, and 40% of DMSO, respectively. D20 fibers show small
and uniform ellipse-shaped pores randomly distributed on the
surface (Figure 2b). The diameter of the fibers is ∼1.5 μm, and
the pore size on the surface is 100−300 nm. As the DMSO
fraction increases to 30%, the fiber diameter increases to ∼2.5
μm, and it is interesting that pores with various sizes and shapes
appear on the surface (Figure 2c). The large lenticular or ellipse
pores are aligned along the fiber axis, with a length 2−3 μm,
and the size of smaller pores is 100−800 nm. In the case of D40
fibers, the pores further grow along the fiber axis and coalesce
into continuous channels, resulting in a churro-like structure
(Figure 2d). It is apparent that the pore size increases with
increasing DMSO fraction, indicating that the nonsolvent must
play an important role in the formation of the pores. Moreover,
the shape and orientation of the pores are affected by the
stretching forces.
The cross sections of the fibers are revealed in the bottom

SEM images of Figure 2. D0T fibers show a loose structure in
the core surrounded by a dense skin layer ∼100 nm in
thickness (Figure 2e). For D20 fibers whose porous surface
looks similar to that produced by the VIPS method, beneath
the relatively dense porous surface, large holes with ellipse cross
sections grow from the small pores on surface to the center of

Figure 1. Dependence of fiber structures on DMSO volume fraction in
cosolvents and PS concentration: (I) wet region where solvents are
not completely dried after electrospinning, (II) beads or spherical bead
fibers, (III) spindle-like bead fibers, (IV) uniform porous fibers, and
(V) unstable region where the solutions are not electrospinnable.

Figure 2. SEM micrographs of the surfaces (a−d) and the cross sections (e−h) of the as-spun PS fibers fabricated from solutions with varying
compositions.
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the fibers (Figure 2f), unlike the effect of the moisture
condensation in the VIPS method that only causes pores on the
surface.5,12−16 With more nonsolvent DMSO in the cosolvent,
D30 fibers show larger holes inside the fibers, and the hole
entrance on the surface greatly expands, too (Figure 2g). This
suggests that the holes formed inside the fibers are closely
related the amount of the nonsolvent. Different from D20 and
D30 fibers, although the holes inside D40 fibers join to form
even larger ones, they are mostly isolated and less open to the
air (Figure 2h). The continuous channels only appear on the
surface, not deep into the fibers.
We had also incorporated TBAP into the cosolvents to

further enhance the solvent conductivity. The SEM images of
D15T fiber electrospun from the cosolvent of 15% DMSO and
1% TBAP are shown in Figures 3a and 3c. The morphology of

the fibers, i.e., the porous surface and the holes inside the fibers,
is similar to that of D20, except that the fiber diameter is
smaller, ∼1 μm. As shown in Figures 3b and 3d, the
morphology of D30T fibers is analogous to that of D30, but
the pore size on the surface is more uniform and the diameter is
smaller, ∼2 μm. The thinner size of the fibers is due to the
enhancement of solvent conductivity.26 By combing the polar
nonsolvent and the organic salt, we can produce electrospun
fibers with small diameters and highly porous structures which,
as will be discussed later, provides the fibers an exceptional
ability to adsorb oils. Note that for the cosolvents with DMSO
fraction >35%, addition of 1% TBAP turns the concentrated PS
solutions to be cloudy and the solutions become infeasible for
electrospinning, indicating that the solutions with TBAP phase
separate at a lower fraction of DMSO in cosolvents than those
without TBAP.
The mercury porosimeter was used to quantify the pore size

distributions of the fibrous mats, as shown in Figure 4. The
peaks between 104 and 103 nm represent the larger void space
between the fibers. The thicker fibers, including D20 and D30,
result in larger interfibrous void sizes around 104 nm while the
thinner fibers, D0T, D15T, and D30T, exhibit a smaller void
space around 103 nm. Note that the voids between fibers
should have been compressed by the applied pressure upon
measurements, and thus the void sizes obtained in this range
may not reflect the real sizes of the undisturbed mats. The
broad humps between 103 and 101 nm for D30 and D30T are
supposed to be given by the microscale pores on the fibers,

consistent with the varying sizes and shapes of pores
throughout the fibers observed by SEM in Figures 2 and 3.
D20 and D15T show sharp peaks between 102 and 101 nm,
indicating rather uniform nanoscale pores on the fibers, which
also well agrees with the SEM images. As expected, the porous
fibers like D20, D30, D15T, and D30T give rise to two main
size distributions: one from the voids between fibers and the
other from the pores on the fibers. In contrast, the pore-free
D0T fibers only show one peak that comes from the voids
between fibers.

3.3. Mechanism. During the electrospinning process, the
solvent evaporates from the liquid jet and the polymer quickly
solidifies from the solution. In addition to the simple drying
process, since the present systems contain nonsolvent, the
effect of phase separation during solvent evaporation has to be
taken into account. To clarify the mechanism for the formation
of macroporous fibers, we examined the phase behaviors of PS/
CB/DMSO ternary system based on weight fraction at room
temperature as shown in Figure 5. The phase diagram is divided

into two regions by liquid−liquid demixing line determined by
the compositions at which the solutions turn to be cloudy. The
solutions in region I are homogeneous and transparent while
those in region II phase separate into two liquid phases. Taking
D30 sample as an example, the composition of the original
solution is labeled in Figure 5. As solvent evaporates, two
effects may involve to change the solvent quality. First, because
of the higher evaporation rate of CB, the fraction of DMSO in

Figure 3. SEM micrographs of the surfaces (a, b) and cross sections (c,
d) of the as-spun D15T and D30T fibers.

Figure 4. Pore size distributions of the fibrous mats.

Figure 5. Phase diagram of the PS/CB/DMSO ternary system based
on weight fraction at room temperature. The D30 solution is used as
an example to illustrate the compositional change during solidification
process.

Macromolecules Article

DOI: 10.1021/acs.macromol.6b02696
Macromolecules 2017, 50, 2528−2534

2531

http://dx.doi.org/10.1021/acs.macromol.6b02696


solutions increases with time. The solution thus follows the
path to cross the liquid−liquid demixing line and phase
separate into polymer-rich and solvent-rich phases. Second, the
evaporation of solvent causes the condensation of moisture into
liquid water, a nonsolvent that dissolves in DMSO to further
lower the solvent quality to PS, which in turn accelerates the
phase separation process.
For the D0T sample without DMSO, the effect of phase

separation is not significant during drying process. The surface
of the liquid jet dries first to form a dense skin, and the
evaporation of the remaining CB leads to the loose structure in
the core. In the presence of DMSO, the final morphology of the
electrospun fibers is determined by the competition between
the drying rate and the phase separation rate. In the case of
D20 with a low fraction of DMSO, the outer solution slightly
crosses the demixing line upon initial drying, which causes the
formation of the nanoscale pores on the surface. The phase
separation aggravates with time and the solvent-rich phases
eventually turn into large holes inside the fibers as solvent dries
out. As the DMSO fraction increases, the phase separation
occurs earlier. Larger pores thus appear on the surface and
propagate into the interior of the fibers, as seen for D30 fibers.
The phase separation domains tend to be spheroidal in nature
to reduce interfacial free energy. However, because of the
elongation in the axial direction under stretching and the
shrinkage in radial direction upon drying, the domains are
oriented along the fiber axis and deformed into ellipsoid both
on the surface and in the interior of the fibers. For D40 sample,
the DMSO fraction is so high that the composition of the
solution is close to the demixing line. The phase separation on
the surface and inside the fibers may occur almost
simultaneously, thereby leading to the isolated large holes in
the core of the fibers.
The organic salt TBAP is generally used to enhance the

conductivity of the low polar solvent to increase electro-
spinnability. In this work, we find that in addition to
conductivity enhancement that gives rise to thinner fibers,
such as D15T and D30T samples, TBAP can induce a phase
separate of the solutions at a lower DMSO fraction. Since
TBAP can well dissolve in both CB and DMSO, it is possible
that CB and DMSO molecules prefer to interact with TBAP
molecules rather than with PS chains in the solutions, which
therefore lowers the solvent quality to PS and facilitates the
phase separation.
3.4. Superhydrophobicity and Oil Adsorption Capa-

bility. We electrospun the PS fibers into nonwoven mats and
the water contact angle was measured to investigate the
wettability of the mats. Figure 6 shows the representative water
drops photograph on spin-cast thin film and the mats formed
by nonporous D0T and porous D30T fibers. The water contact
angle of PS spin-cast film is averaged 91.9 ± 4.2°, characteristic

of a hydrophobic material. D0T nonporous mats shows an
averaged contact angle of 136.4 ± 3.2°. The reason for the
increase in the contact angle compared to that of spin-cast film
is that the stacking of the fibers in the mats creates a great
amount of microscale voids between fibers that can trap air to
enhance hydrophobicity (Figure 4).32,33 The averaged contact
angles of D20 and D15T mats with nanoscale pore on surface
are increased to 148.9 ± 2.1° and 145.6 ± 0.9°, respectively,
because the surface roughness makes another contribution to
the hydrophobicity. D30, D30T, and D40 mats with microscale
pores on fiber surface show even higher averaged contact
angles, 155.1 ± 4.8°, 153.8 ± 2.8°, and 152.3 ± 5.1°,
respectively, all above 150°, and the water drops can freely roll
on the mats, indicating that the roughness created by the
combination of the voids between fibers and the microscale
pores on the fiber surface can lead to a superhydrophobic
surface. The water contact angles of all the fibrous mats are
listed in Table 1.
The oil adsorption capacity was investigated with four

common oils, including silicone oil, pump oil, sunflower oil, and
diesel. Since PS is a hydrophobic but not an oleophobic
material, the PS sorbents can selectively adsorb oil while repel
water. The maximum oil adsorption capacities of the fibrous
sorbents for the four oils are displayed in Figure 7. D15T and

D30T apparently show much higher oil adsorption capacities
than others, especially for silicone oil, pump oil, and sunflower
oil. The adsorption capacity of the highly porous fibrous
sorbents prepared in the present work is up to ∼900 g/g for
silicone oil, which is much higher than that in the previous
studies.4,5 Taking a detailed look at the data, the adsorption
capacity is in the order D30T > D15T > D0T > D20 > D30 for
all the four oils. Note that the composition of the D40 solution
is too close to the demixing line so that we were unable to
steadily collect sufficient fibers for oil adsorption tests. The
amount of the oils the sorbents can take is also highly
dependent on the type of oils, which is found to follow the
order of oil viscosity, i.e., silicone oil (1.021 Pa·s) > pump oil
(0.143 Pa·s) > sunflower oil (0.054 Pa·s) > diesel (0.004 Pa·s).
The adsorption capacity increases with increasing viscosity is
due to a better adhesion of high viscous oils to the fibers.34

For fibrous sorbents, the adsorbed oil is mainly distributed
over the fiber surface and trapped in the void space between the
fibers, driven by the capillary force to reduce the surface free
energy of the fibers. In general, thinner fibers show higher
adsorption capacities due to the larger specific surface area.
With porous structures, the adsorption capacity can be further
enhanced,5 especially for the holes that grow from the surface

Figure 6. Representative images of the water droplets and the
averaged contact angles on the surface of (a) PS spin-cast film, (b)
D0T nonporous fibrous mat, and (c) D30T porous fibrous mat.

Figure 7. Maximum oil adsorption capacities of the fibrous sorbents
for different oils.
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into the core of the fibers. D15T fibers are thin and the
nonsolvent-induced holes inside the fibers are slightly open to
air, thus providing the conditions for a high oil adsorption
capacity. Although D30T fibers are relatively thicker, the holes
inside the fibers are large and widely open on the surface, which
provide spaces to effectively trap oils and explains why D30T
sorbents show the best oil adsorption capacity. The lower
adsorption capacities of D20 and D30 are due to the large fiber
diameter that reduces the contact area for retaining oils in the
voids between fibers despite the existence of the large holes
inside the fibers. The fact that D0T mats with smooth fiber
surface have a higher adsorption capacity than D20 and D30
apparently results from the small fiber size.
Since the fibrous sorbents fabricated from the solutions with

1 wt % TBAP, including D30T, D15T, and D0T, happen to
show higher adsorption capacities, one may wonder whether
the interaction between TBAP and oils makes a contribution to
the adsorption. To clarify this point, we have used methanol to
selectively remove TBAP from the fibrous sorbents, and the
adsorption capacities of the sorbents with and without TBAP
are found to be identical. The effect of TBAP on adsorption can
therefore be ruled out. Also, note that the adsorption capacity
of the pore-free fiber D0T is ∼400 g/g for silicone oil, higher
than the value reported previously in similar fiber conditions.5

The viscosity of the silicone oil used and the sorbent
compactness that depends on the ways to collect fibers and
to remove fibrous mats from the substrate may affect the
adsorption capacity, which are the possible reasons causing the
difference.
The adsorption rate is another important parameter for

evaluating the adsorption capability. The dependence of the
adsorption capacity with pump oil on contact time for varying
fibrous sorbents is shown in Figure 8 in which the slopes of the

curves reflect the adsorption rates. In the first 30 s, the
adsorption rate of D30T is the fastest (600 g/min per gram of
sorbent), followed by D30, indicating that the open microscale
holes in the fibers are advantageous to rapid adsorption. After
30 s, the adsorption of D30T slightly slows down until
saturated at 3 min with a remarkable adsorption capacity.
However, D30 sorbent quickly saturates at a low level of
adsorption after 30 s, which is again due to the thicker
diameter. The smooth fiber, D0T, and the fibers with nanoscale
pores on the surface, D20 and D15T, show relatively slow
adsorption rates, evidencing that large open holes in the fibers
are required to quickly drive the oil into the sorbents regardless

of fiber size. It is interesting that although the adsorption rate of
D15T is slower, the maximum adsorption capacity reached at 6
min is nearly comparable to that of D30T, indicating that the
nanoscale entrance on the surface only slows down the
adsorption but does not affect the final equilibrium adsorption
capacity. In sum, by simply tuning the fraction of the
nonsolvent and organic salt in solutions, fibrous sorbents
with extraordinary oil adsorption capacity and controllable
adsorption rate can be successfully fabricated through the
electrospinning technique.

4. CONCLUSIONS
We have demonstrated that nonsolvents can be incorporated
into polymer solutions to successfully electrospin uniform-size
hydrophobic fibers with a high fraction of open holes deep into
the cores. The nonsolvents should be low volatile so that during
the drying process the fraction of nonsolvents increases to
cause a phase separation. The effect of the condensed moisture
that dissolves in the water-soluble nonsolvent should also
involve in the phase separation process. The phase-separated
solvent-rich phases give rise to the large holes that grow from
surface deep into the fibers after solidification. The macro-
porous structures greatly increase the roughness of fiber mats,
thus leading to a superhydrophobic surface, which provides a
superior selectivity of the fibers to adsorb oil while reject water.
By optimizing the fiber and hole size to maximize the effective
oil-retaining space and oil pathway, the sorbents formed by the
fibers show remarkable oil adsorption capacity and rate. The
size and the morphology of the fibers can be easily controlled
by changing the fraction of good solvents and nonsolvents as
well as by adding organic salts that increase the solution
conductivity, rendering this electrospinning process a simple
method to fabricate highly efficient sorbents for removing oil
pollutants over water in spill accidents.
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