
  

 

Abstract—A membrane with selective wettability and 

excellent thermal and chemical stability is required for effective 

oil-water separation. In this work, a novel TiO2 

nanosheet-anchored carbonnanofibers fabricated by using 

solvothermal method is presented. The hierarchical TiO2 

micro/nanostructure that grows on the surface of carbon 

nanofibers renders the membrane superhydrophilic and 

underwater superoleophobic. Coupled with the characteristic of 

high porosity and micron-scale pore size, the membrane is 

capable of separating oil from water by gravity. Thermal 

analysis show thatthe oil-water separation efficiency is greater 

than 99%. Furthermore, the membrane has an oil 

breakthrough pressure up to 3.63m which is the highest 

breakthrough pressure ever reported. Stability test indicates 

that the membrane is stable in ultrasonic, thermal and extreme 

pH conditions. Without compromising the separation efficiency, 

a permeate flux of 400-700L/m
2
-hr can be achieved. 

 
Index Terms—Carbonnanofiber, electrospinning, oil-water 

separation, titanium dioxide. 

 

I. INTRODUCTION 

An efficient and cost-effective oil-water separation is of 

important issue in wastewater and water cleaning process due 

to the increasingly stringent regulations. Membrane-based 

separation [1]-[6] has been recently emerged as one of the 

alternatives to conventional oil-water separation methods 

such as skimming [7], gravity separation [8], and physical 

sorption [9]-[12]. However, membrane that is oleophilic and 

hydrophobic is easily prone to oil-fouling and a hydrophilic 

membrane is often permeable to both oil and water. 

To resolve this problem, a membrane surface has to be 

modified toimpart hydrophilic (or superhydrophilic) and 

oleophobic (or superoleophobic) characteristics. This can be 

achieved through build-up of re-entrant surface texture in 

conjunction with roughness enhancement and hydrophilic 

modification [13]. Although many techniques such as in-situ 

polymerization [14]-[15], spray coating [16], layer-by-layer 

deposition [17]-[18], and etching [19]-[20] have been 

developed to manipulate the surface wettability of a substrate 

(mesh, membrane etc), only a few literatures reported 

solvothermal method [21], [22] which has been frequently 

used to synthesize hierarchically structured materials. This is 
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so probably because solvothermal method involves high 

temperature and high pressure that is detrimental to the 

membrane, especially for polymeric membrane. 

Carbonaceous materials such as carbon nanofibers are well 

known for their excellent mechanical and thermal stability 

property. Hence, they are able to withstand high temperature 

and pressure. A number of literatures [23], [24] have reported 

the growth of TiO2 onto carbon fibers through hydrothermal 

method. Nevertheless, to the best of our knowledge, the 

growth of TiO2 onto a free-standing carbonaceous membrane 

via solvothermal method for purpose of oil-water separation 

has yet to be demonstrated. The objective of the present work 

is to fabricate a TiO2 nanosheet-anchored carbon nanofibrous 

membrane by using solvothermal method and explore its 

potential in oil-water separation.  

 

II. MATERIALS AND METHODS 

A. Preparation of Electrospun Carbon Nanofibrous 

Membrane 

A precursor solution containing 7wt% polyacrylonitrile 

(PAN), 0.5wt% tetraethylorthosilicate (TEOS), 

dimethylformamide (DMF), and acetic acid was electrospun. 

During the process, the PAN nanofibers were self-assembled 

into a membrane. Subsequently, the PAN nanofibrous 

membrane was stabilized at 280°C in air followed by 

carbonization at 900°C in N2 atmosphere. The holding time 

for both stabilization and carbonization is 2 hours.  

B. Preparation of TiO2 Nanosheet-Anchored Carbon 

Nanofibrous Membrane  

DMF was first mixed with isopropyl alcohol (IPA) for 30 

min. Subsequently, tetrabutylorthotitanate(TBOT) was added 

into the mixture and stirred for another 20 min. The volume 

ratio of DMF:IPA:TBOT was 1:1:0.067. The final mixture 

was then transferred into a Teflon-lined autoclave containing 

the carbon fibrous substrate and heated in an oven at 180°C 

for 20 hrs. The final product was collected and washed 

thoroughly with ethanol to remove remnant TiO2. Lastly, the 

product was dried overnight at 60°C.  

C. Preparation of Oil-Water Mixture 

Four types of oils (hexadecane, vegetable oil, olive oil and 

used pump oil) were selected. The emulsions were prepared 

by mixing water and oil in a volume ratio of 9:1. 6 drops of 

Triton X-100 were subsequently added to stabilize and to 

produce a milky mixture. 

D. Gravity-Driven Separation Experiment 

The as-prepared membrane, with effective surface area of 
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1.018×10-3m2, was sandwiched between a funnel and a 

volumetric flask. The mixtures were added onto the 

membrane and the separation was achieved by gravity. The 

time taken to filter the mixture with known volume was 

recorded to determine the permeate flux of the membrane. 

E. pH and Thermal Stability 

The pH of deionized water solutions were adjusted to pH 1, 

7 and 14 by using 5M sodium hydroxide or 1M hydrochloric 

acid. Three pieces of the membrane were then separately 

immersed into the solutions for 7 days before the subsequent 

analyses. The membranes’ thermal resistance was 

determined by performing thermo-gravimetric analysis 

(TGA, Perkin Elmer TGA-7). The sample was heated from 

30°C to 900°C at a rate of 10°C/min and was immediately 

cooled down after reaching the pre-determined temperature. 

F. Contact Angle Measurement 

All the measurements (in air and water) were conducted by 

using a VCA instrument (AST products inc, Optima series). 

The measurements were repeated three times at different 

locations on the sample surface and the results were averaged. 

For a solid-oil-water system, the measurements were 

conducted by using DCM as oil. DCM is heavier than water 

so it sinks in water. Hence, underwater oleophobicity of the 

membrane could be easily determined by measuring the 

CAo/w formed between the three-phases (i.e. water, solid and 

oil). 

G. Instrument and Characterization 

The characterization of the fabricated membrane was 

performed by using field emission scanning electron 

microscopy (FESEM, JEOL JSM-7600F). Transmission 

electron microscopy (TEM) images were obtained by using a 

JEOL 2010-H microscope operating at 200kV. The crystal 

phase of the synthesized TiO2 were confirmed by X-ray 

diffraction (XRD, Shimadzu XRD-6000) with 

monochromated high-intensity Cu Kα radiation (λ=1.5418 Å) 

operated at 40 kV and 30 mA. 

H. Separation Efficiency Estimation 

The purity of filtrate after separation was estimated by 

measuring the thermal loss in weight of water. Typically, a 

known mass of the filtrate was heated in oil bath from room 

temperature to 105°C and the temperature was held constant 

for 1 hr. Note that all oils used in the experiment have boiling 

points higher than water. To further confirm the results, TGA 

was conducted. The sample was heated from 30°C to 100°C 

at a rate of 10°C/min and was held constant for 30 mins. We 

also carried out density measurement to estimate the degree 

of separation. The density of the filtrate was compared with 

the density calibration curves which were plotted by using the 

density of oil-water mixtures containing different oil 

compositions (0-2 wt%). 

 

III. RESULTS AND DISCUSSION 

Fig. 1a) shows the bare carbon nanofibrous membrane 

prepared by electrospinning. Prior to TiO2 coating, the fibers 

are relatively thin with diameter of ~500nm. In addition, the 

surface has a smooth surface. After coating, as shown in Fig. 

1b), the carbon nanofibers are wrapped by assemblies of TiO2 

nanosheets that make the surface very rough. The coating 

also doubles the nanofiber diameter to ~1μm. TEM 

observation reveals that the TiO2 nanosheets wrap around the 

nanofiber and exhibits a structure similar to core/sheath 

structure. (Fig. 1c)) The TiO2 nanosheets densely grown on 

the nanofiber are in polycrystalline phase.The lattice fringe 

has an interlayer distance of 0.35nm which can be assigned to 

the (101) plane in anatase TiO2. (inset of Fig.1c)) This can be 

further confirmed by the XRD patterns shown in Fig. 1d). All 

the diffraction peaks are assigned to anatase TiO2 (according 

to the JCPDS card file. 21-1272) except for the small peak at 

around 32°that might be due tothe impurity of brookite 

TiO2.The wetting behavior of the fabricated membrane was 

observed by measuring the contact angle in air (CAw/a) and 

oil contact angle in water (CAo/w). The results indicate that 

the membrane has a CAw/a close to zero and CAo/w of ~157°, 

manifesting the superhydrophilicity and underwater 

superoleophobicity property of th membrane. Furthermore, 

the membrane possesses with high flexibility.As seen in Fig. 

1f), the membrane can be bended at an angle of 90° without 

loss of structural integrity. This phenomenon can be 

attributed to the entanglement of the continuous and flexible 

carbon-silica nanofibers [25]. 

 

 
Fig. 1. Characterization of electrospun carbon nanofibrous membrane coated 

with TiO2 nanosheets. a) and b) FESEM image of electrospun carbon 

nanofibers before and after TiO2 nanosheets coating. c) TEM image showing 

TiO2nanosheets are coated onto the surface of carbon nanofibers. d) XRD 

pattern of TiO2 nanosheets. e) Photograph of a water droplet on the 

membrane in air (top) and oil droplet depositing on the membrane in water 

(Down). f) The digital photograph showing excellent membrane flexibility. 

 

To further examine the wettability of the as-fabricated 

membrane, the spreading process of a water droplet is 

recorded by a VCA instrument operated in dynamic mode at 

a capture speed of 30 frames per second. As shown in Fig. 
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2a), the membrane shows a high affinity towards water (also 

due to the strong capillary effect with water) where the water 

spreads out rapidly at the moment it touches the membrane 

surface.This incident has resulted in a water contact angle 

close to zero. The entire wetting process only takes 132ms to 

complete, suggesting that the membrane is superhydrophilic. 

 

 
Fig. 2. a) Spreading and permeating process of a water droplet on the 

membrane. b) Illustration of wetting transition in underwater 

superoleophobic surface of aTiO2-coated carbon nanofibrous membrane. 

Gravity-driven separation of oil-water mixture before c) and d) after 

separation. e) The oil-water mixture before and after separation. 

 

The membrane also exhibited underwater superoleophobic 

character with very low adhesion to oil. 

Whendichloromethane (DCM) was injected onto the 

membrane that was immersed in methylene blue-dyed 

solution, we observed that DCM droplets rolled off the 

surface at highspeed. Themembrane has a tilting angle of 

~10°. We also observed that the DCM droplet could be 

readily detached from the surface, suggesting that the 

membrane has low adhesion to oil. This low adhesion to oil is 

due to the reduced liquid-solid contact area induced by 

roughened surface and the formation of water layer which 

will be discussed in the later section. In contrast, DCM 

droplets seeped into when came into contact with a pure 

carbon nanofiber membrane. 

The change in wetting behavior of the membrane can be 

explained by the standard Wenzel and Cassie-Baxter model. 

The pristine carbonnanofibrous membrane with smooth 

surface is underwater oleophilic. In this case, the surface can 

be fully-wetted by oil and itfalls into the Wenzel state. 

However, after coating with TiO2 nanosheets, the membrane 

becomes superhydrophilic and underwater superoleophobic. 

This is due to the micro/nanohierarchical structure arising 

from the dense array of vertically aligned, interconnected 

TiO2 nanosheets thatroughen the surface as well as 

theintrinsic hydrophilic property of TiO2. We hypothesized 

that the membrane with enhanced roughness can then trap 

water between oil droplet and the surface, yielding an 

oil-proof surface that prevents water wetting. As a result, the 

Cassie-Baxter state occurs. Such wetting transition from 

Wenzel to Cassie-Baxter regime can be described by the 

Cassie-Baxter model where the contact angle is given bycosθ' 

=fso(Rfcosθ +1) -1, where cosθ' is contact angle of oil in water 

for a rough surface, θ is contact angle of oil in water for a 

smooth surface, fso is fractional solid-oil area, Rf is 

non-dimensional parameter of surface roughness. From the 

aboveequation, one can see that solely increasing the surface 

roughness is insufficient to change the sign of cosθ from 

positive (oleophilic) to negative (oleophobic). However, it is 

possible if fso is decreased to an extent that it results in a 

negative value on the left side in the equation. Therefore, the 

observed underwater superoleophobicity can be ascribed to 

the decreased fso. The change in wetting behavior of 

membrane surface is illustrated in Fig 2b). 

To verify the presence of oil-proof surface due to the 

formation of water barrier, we conducted a wetting test to the 

membrane with and without TiO2 nanosheets. In the test, 

droplets of water was first dropped onto the membranes 

followed by olive oil. For pristine carbon nanofibrous 

membrane, we observed that the surface could be wetted by 

water beforeit contacted with oil. As oil came into contact 

with the membrane,oil replaced water and the membrane 

surface was turned into hydrophobic.This suggests that the 

membrane has a stronger affinity for oil than water. For 

TiO2-coated carbon nanofibrous membrane, it exhibits a 

stronger affinity for water than oil becausethroughout the test, 

the membrane remained hydrophilic. The oil did not wet the 

surface and it could be easily washed away by rinsing with 

water. Hence, it is postulated that as the dry TiO2-coated 

membrane contacts with the wetting phase, a liquid layer will 

beimmediately formed on the surface. This liquid layer serve 

as a repulsive barrier that prevents the membrane surface 

from being wetted by the next wetting phase. To verify this 

postulation, we repeated a similar wetting test where the 

TiO2-coated membrane was first wetted by olive oil followed 

by water. We observed that the membrane became 

hydrophobic and oleophilic. The subsequent water wetting 

became unsuccessful. Combined with the earlier discussion, 

we suggest that the large cavities in the rough surface coupled 

with the hydrophilic property of TiO2 facilitate the formation 

of water layer by trapping water between solid surface and oil 

droplet. By that, the chance for oil droplet to contact directly 

with the solid surface is lowered, as depicted in Fig. 2b). The 

membrane with such wetting behavior can be applied for 

control separation of oil and water. 

Unlike those conventional pressure-driven membranes, we 

found that the as-fabricated TiO2 nanosheet-anchored carbon 

nanofibrous membrane is capable of separating oil from 

water without applying pressure. For demonstration, free oil 

and water andoil-in-water mixture were poured into a 

home-made separation apparatus in which the as-prepared 

membrane was sandwiched between a funnel and a flask. We 

observed in both cases that, within a few seconds, the water 

passed through the membrane by gravity while the oil was 

retained above the membrane. (Fig. 2c)) Upon water 

contacted with the membrane, the surface is immediately 

wetted (as evidenced from the instantaneous water spreading 

behavior shown in Fig. 2a)) and a water barrier is formed. 

This incident has created a rough surface that further prevents 

the wetting of incoming oil. We observed that the oil retained 
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on the membrane surface can be easily washed away by 

rinsing the membrane with water and the membrane can be 

reused. This is owing to the fact that the oil has low adhesion 

with the solid surface. On the contrary, oil retained on a 

pristine carbon nanofibrous membrane adhered to the surface 

after separation. Thepristine membrane eventually lost its 

water permeability and the separation was ceased after the 

separation was repeated 2-3 times. 

 

 
Fig. 3. The performance evaluation of the TiO2-coated carbon nanofibrous 

membrane.a) The water purity in the filtrate after permeating a series type of 

oil-water mixtures through the as-fabricated membrane.b) Density of various 

oil-water mixtures as a function of oil composition. c) TGA data for the feed 

and the permeates after separation various mixtures (free water and oil and 

oil-in-water emulsion. 

 

The separation efficiency of the membrane is characterized 

by measuring the water purity in the permeate. The water 

purity was estimated based on the weight loss of the 

permeateafter heating at 105°C.The results show that the 

permeates from oil-water separation have water purity higher 

than 99.5%. The water purity percentage of the permeates 

from the separation of various oils is shown in Fig. 3a). We 

estimate the separation efficiency by comparing the density 

of permeates with the density calibration curves. In the curve, 

different oil compositions (0wt%, 1wt%, 2wt%) in the 

oil-water mixtures are plotted against the corresponding 

densities of the mixtures. We measured the density of the 

permeates from the separation of free vegetable oil-water, 

olive oil-water, used pump oil-water and hexadecane-water 

to be 1.006±0.005 g/ml, 1.008±0.002 g/ml, 

1.006±0.0004g/ml and 1.007±0.001 g/ml, respectively. 

Comparing these values with the calibration curves shows 

that the permeates have oil content significantly lower than 

1wt% (Fig. 3b)). To further confirm, TGA was performed by 

using the permeates obtained from free vegetable oil and 

water as well as vegetable oil-in-water mixture. Pure 

vegetable oil was also used for comparison. As seen in Fig. 

3b), after heating at 100°C for 30 min, the weight of samples 

was decreased close to zero percent, revealing that almost all 

the water was boiled off. The results show that the permeates 

obtained from free vegetable oil and water and vegetable 

oil-in-water mixture contain only~0.001wt% and ~0.33wt% 

vegetable oil, respectively. These experimental results 

indicate that the membrane can separate oil from water with 

very high separation efficiency (>99%). 

The breakthrough height (Hbreakthrough), defined as the 

allowable maximum height of the liquid before it permeates 

through the separation medium, was used to further 

characterize the separation ability of the membrane. A 

superhydrophilic and superoleophobic membrane with large 

pore size usually results in low breakthrough height of oil 

oreven loss of oil-water separation capability. In practice, oil 

will gradually accumulate on a separator and 

exertcorresponding pressure to the beneath layer of wetting 

phase that could engender the permeation of oil through the 

membrane. Hence, design of a membrane with high 

breakthrough height of oil is favorable and more practical. 

Theoretically, Hbreakthrough can be obtained by using the 

relationship: Pbreakthrough =ρgHbreakthrough. To predict Pbreakthrough, 

the equation derived by Kota et al. [26] was used in this work. 

According to the equation, for a membrane already saturated 

by the wetting phase, the required Pbreakthrough for the 

non-wetting phases is given by (2Rγ/D2)*((1-cosθ) / 

(1+2(R/D)*sinθ))where R is the cylinder radius, γ the 

interfacial tension between the wetting phase and the 

non-wetting phase, D the half of the distance between fibers 

and θ the contact angle of the non-wetting phase on the solid 

surface. For the case of free olive oil (average density = 

860g/ml) and water separation, Hbreakthroughis predicted to be 

3.88m (Pbreakthrough=32724Pa) by substituting R=0.5μm, 

D=0.77μm, γ= 16.42mN/m and θ=152.6° into the equation. 

The D is estimated to be 0.77 μm (or 2D = 1.54 μm) based on 

the rejection efficiency of polystyrene particles by the 

membrane. Results showed that the membrane is capable of 

rejecting 96% of 2.061 μmparticles and 72.5 % of 1.025 μm 

particles basedon the TOC removal result. Hence, the 

membrane has a pore size range of 1.025 μm< x > 2.061 μm. 

For calculation, the average pore size (2D) of the membrane 

is estimated to be (2.061+1.025)/2 ≈ 1.54 μm.For comparison, 

the Hbreakthrough is experimentally measured by using free oil 

and water. We observed that olive oil started permeating 

through the membrane when a pumping pressure of around 

30659kPa (230mmHg) was applied. This indicates that the 

experimental Hbreakthrough for olive oil is around 3.63m which 

closely match the theoretical value. To our knowledge, this 

isthe highest breakthrough height of oil ever reported. The 

high Pbreakthrough value implies that the membrane is highly 
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resistant to pressure perturbations. The small pore diameter is 

expected to be the major contributing factor. The electrospun 

membrane used in our work are capable ofrejecting PS 

particles larger than 2.061μm(up to 96% rejection efficiency), 

implying that the membrane has small apparent pore size. 

Further, after TiO2 nanosheets are grown on the fiber, the 

spacing between fibers (2D) is shortened owing to the 

increase in fiber diameter (R). This is illustrated in Fig. 4. 

According to Kota’s equation, as D becomes smaller and R is 

larger, a greater Pbreakthrough will be resulted. 

 

 
Fig. 4. The effect of TiO2 coating to the effective fiber radius (R) and 

intercylinder spacing (2D). a) Before TiO2 coating, the fiber diameter is 

approximately 0.5μm and the membrane has larger pore size (smaller R but 

larger D). b) After TiO2 coating, the fiber diameter is increased to 1μm and 

the membrane pore size is considerably reduced (larger R but smaller D). 

 

The chemical stability of the fabricated membrane was 

examined by investigating its changes with respecttothe 

structural morphology, permeate flux and surface wettability 

after immersed in different pH solution. Prior to the analysis, 

the membranes were separately immersed in solutions with 

pH of 1, 7, and 14 for 7 days. The membrane immersed in 

pH7 solution was used as a reference. Interestingly, the 

membrane is able to sustain aCAo/w above 150° after 7-day 

exposure to strong acid (pH 1) and strong alkaline (pH14) 

conditions. In addition, the membrane has CAw/a close to zero 

for all cases (Fig. 5a)). This observation study suggests that 

the superhydrophilic and underwater superoleophobic 

character of the membrane can be preserved under harsh 

chemical conditions. The permeate flux of the membranes 

was also determined. As seen in Fig.5a, all three membranes 

maintain high permeate flux between 400-700 L/m2-hr.These 

valuesare comparable to other MF membranes reported 

elsewhere [27], [28]. The variation in permeate flux may be a 

consequence of the inconsistent membrane thickness. 

According to Hagen-Poiseuille equation, as the membrane 

thickness is small, the allowable flux of water permeate 

through the membrane is higher and vice versa. SEM 

observation reveals that the average thickness of membrane 

immersed in pH 1, 7, and 14 is 127.7±5μm, 188.7±5μm, and 

124.3±2μm, respectively. This is in good agreement with the 

permeate flux result. Structurally, the membrane’s 

morphology is also well-preserved. There is no noticeable 

change in the TiO2 nanosheets coated on the fiber surface. 

The surface is remained porous and rough as seen in inset in 

Fig. 3b). To study the thermal stability of the fabricated 

membrane, TGA was performed. The result shows that the 

membrane is stable at a temperature up to 500°C in air 

(beyond which it starts to degrade). We also investigated the 

wetting property after the membrane was heated at 500°C in 

N2. We found that the value of CAo/w is remained at above 

150°, showing that the membrane wett ability is thermally 

stable. Furthermore, we also found that the TiO2 assembly 

remained stable after 20min ultrasonic irradiation, as seen in 

Fig. 5b). 

 

 
Fig. 5. a) The pH stability of the membranes in terms of permeate flux, water 

contact angle in air and oil contact angle in water. The inset shows the 

morphology of the membrane at each pHs. b) FESEM image of TiO2-coated 

carbon nanofibrous membrane after ultrasonication for 20 min. 

 

IV. CONCLUSION 

In conclusion, by employing solvothermal method, a 

hierarchically structured TiO2-carbon nanofibrous membrane 

was fabricated. The membrane possesses excellent oil-water 

separation efficiency and high chemical and thermal stability. 

We envision that this study will inspire the development of 

more advanced hierarchically-structured membranes for 

efficient membrane-based separation of oily water. 

ACKNOWLEDGMENT 

We are grateful for the technical support received from 

Central Environmental Science and Engineering (CESEL) 

lab in NTU. 

REFERENCES 

[1] J. Kong and K. Li, “Oil removal from oil-in-water emulsions using 

PVDF membranes,” Sep. Purif. Technol., vol. 16, no. 1, pp. 83-93, 

1999. 

[2] B. Chakrabarty, A. Ghoshal, and M. Purkait, “Ultrafiltration of stable 

oil-in-water emulsion by polysulfone membrane,” J. Membr. Sci.,vol. 

325, no. 1, pp. 427-437, 2008. 

[3] M. Hlavacek, “Break-up of oil-in-water emulsions induced by 

permeation through a microfiltration membrane,” J. Membr. Sci., vol. 

102, pp, 1-7, 1995. 

[4] A. Koltuniewicz, R. Field, and T. Arnot, “Cross-flow and dead-end 

microfiltration of oily-water emulsion. Part I: Experimental study and 

analysis of flux decline,” J. Membr. Sci., vol. 102, pp. 193-207, 1995. 

[5] H. Ju, B. D. McCloskey, A. C. Sagle, Y.-H. Wu, V. A. Kusuma, and B. 

D. Freeman, “Crosslinkedpoly(ethylene oxide) fouling resistant 

coating materials for oil/water separation,” J. Membr. Sci., vol. 307, no. 

2, pp. 260-267, 2008. 

[6] T. Mohammadi, M. Kazemimoghadam, and M. Saadabadi, “Modeling 

of membrane fouling and flux decline in reverse osmosis during 

separation of oil in water emulsions,” Desalination., vol. 157, no. 1-3, 

pp. 369-375, 2003. 

International Journal of Environmental Science and Development, Vol. 6, No. 8, August 2015

594



  

 

International Journal of Environmental Science and Development, Vol. 6, No. 8, August 2015

595

[7] A. B. Nordvik, J. L. Simmons, K. R. Bitting, A. Lewis, and T. 

Strøm-Kristiansen, “Oil and water separation in marine oil spill 

clean-up operations,” Spill Sci. Technol. Bull., vol. 3, no. 3, pp. 

107-122, 1996. 

[8] T. Frising, C. Noïk, and C. Dalmazzone, “The liquid/liquid 

sedimentation process: from droplet coalescence to technologically 

enhanced water/oil emulsion gravity separators: a review,” J. 

Dispersion Sci. Technol., vol. 27, no. 7, pp. 1035-1057, 2006. 

[9] Q. Zhu, Q. Pan, and F. Liu, “Facile removal and collection of oils from 

water surfaces through superhydrophobic and superoleophilic sponges,” 

J. Phys. Chem. C., vol. 115, no. 35, pp. 17464-17470, 2011. 

[10] P. Calcagnile, D. Fragouli, I. S. Bayer, G. C. Anyfantis, L. 

Martiradonna, P. D. Cozzoli, R. Cingolani, and A. Athanassiou, 

“Magnetically driven floating foams for the removal of oil 

contaminants from water,” ACS Nano., vol. 6, no. 6, pp. 5413-5419, 

2012. 

[11] W. Lei, D. Portehault, D. Liu, S. Qin, and Y. Chen, “Porous boron 

nitride nanosheets for effective water cleaning,” Nature 

Communications, vol. 4, p. 1777, 2013. 

[12] D. D. Nguyen, N.-H. Tai, S.-B. Lee, and W.-S. Kuo, 

“Superhydrophobic and superoleophilic properties of graphene-based 

sponges fabricated using a facile dip coating method,” Energy Environ. 

Sci., vol. 5, no. 7, pp. 7908-7912, 2012. 

[13] A. Tuteja, W. Choi, M. Ma, J. M. Mabry, S. A. Mazzella, G. C. 

Rutledge, G. H. McKinley, and R. E. Cohen, “Designing 

superoleophobic surfaces,” Science., vol. 318, no. 5856, pp. 1618-1622, 

2007. 

[14] Y. Zhu, F. Zhang, D. Wang, X. F. Pei, W. Zhang, and J. Jin, “A novel 

zwitterionic polyelectrolyte grafted PVDF membrane for thoroughly 

separating oil from water with ultrahigh efficiency,” Journal of 

Materials Chemistry A., vol. 1, no. 18, pp. 5758-5765, 2013. 

[15] Y. Shang, Y. Si, A. Raza, L. Yang, X. Mao, B. Ding, and J. Yu, “An in 

situ polymerization approach for the synthesis of superhydrophobic 

and superoleophilicnanofibrous membranes for oil-water separation,” 

Nanoscale., vol. 4, no. 24, pp. 7847-7854, 2012. 

[16] L. Feng, Z. Zhang, Z. Mai, Y. Ma, B. Liu, L. Jiang, and D. Zhu, “A 

super‐hydrophobic and super‐oleophilic coating mesh film for the 

separation of oil and water,” Angew. Chem. Int. Ed., vol. 43, no. 15, 

2014. 

[17] L. Zhang, Y. Zhong, D. Cha, and P. Wang, “A self-cleaning 

underwater superoleophobic mesh for oil-water separation,” Scientific 

Reports, vol. 3, p. 2326, 2013. 

[18] M. Ma, M. Gupta, Z. Li, L. Zhai, K. K. Gleason, R. E. Cohen, M. F. 

Rubner, and G. C. Rutledge, “Decorated Electrospun Fibers Exhibiting 

Superhydrophobicity,” Adv. Mater., vol. 19, no. 2, pp. 255-259, 2007. 

[19] C. Wang, T. Yao, J. Wu, C. Ma, Z. Fan, Z. Wang, Y. Cheng, Q. Lin, 

and B. Yang, “Facile Approach in Fabricating Superhydrophobic and 

Superoleophilic Surface for Water and Oil Mixture Separation,” ACS 

Applied Materials & Interfaces., vol. 1, no. 11, pp. 2613-2617, 2009. 

[20] Q. Pan, M. Wang, and H. Wang, “Separating small amount of water 

and hydrophobic solvents by novel superhydrophobic copper meshes,” 

Appl. Surf. Sci., vol. 254, no. 18, pp. 6002-6006, 2008. 

[21]  Y. Zhang, S. Wei, F. Liu, Y. Du, S. Liu, Y. Ji, T. Yokoi, T. Tatsumi, 

and F.-S. Xiao, “Superhydrophobicnanoporous polymers as efficient 

adsorbents for organic compounds,” Nano Today, vol. 4, no. 2, pp. 

135-142, 2009. 

[22] C. Yang, U. Kaipa, Q. Z. Mather, X. Wang, V. Nesterov, A. F. Venero, 

and M. A. Omary, “Fluorous Metal–Organic Frameworks with 

Superior Adsorption and Hydrophobic Properties toward Oil Spill 

Cleanup and Hydrocarbon Storage,” J. Am. Chem. Soc., vol. 133, no. 

45, pp. 18094-18097, 2011. 

[23] W. Guo, C. Xu, X. Wang, S. Wang, C. Pan, C. Lin, and Z. L. Wang, 

“Rectangular Bunched Rutile TiO2 Nanorod Arrays Grown on Carbon 

Fiber for Dye-Sensitized Solar Cells,” J. Am. Chem. Soc., vol. 134, no. 

9, pp. 4437-4441, 2012. 

[24] W. Guo, F. Zhang, C. Lin, and Z. L. Wang, “Direct growth of TiO2 

nanosheet arrays on carbon fibers for highly efficient photocatalytic 

degradation of methyl orange,” Adv. Mater., vol. 24, no. 35, pp. 

4761-4764, 2012. 

[25] M. H. Tai, P. Gao, B. Y. L. Tan, D. D. Sun, and J. O. Leckie, “Highly 

efficient and flexible electrospuncarbon–silica nanofibrousmembrane 

for ultrafast gravity-driven oil–water separation,” ACS Applied 

Materials & Interfaces, 2014. 

[26] A. K. Kota, G. Kwon, W. Choi, J. M. Mabry, and A. Tuteja, 

“Hygro-responsive membranes for effective oil–water separation,” 

Nature Communications., vol. 3, p. 1025, 2012. 

[27] S. H. Hyun and G. T. Kim. “Synthesis of ceramic microfiltration 

membranes for oil/water separation,” Sep. Sci. Technol., vol. 32, no. 

18, pp. 2927-2943, 1997. 

[28] A. B. Koĺtuniewicz and R. W. Field, “Process factors during removal 

of oil-in-water emulsions with cross-flow microfiltration,” 

Desalination, vol. 105, no. 1-2, pp. 79-89, 1996. 

 

 

Tai Ming Hang was born in 1986 in Malaysia. He 

studied environmental engineering at Nanyang 

Technological University (NTU) and obtained his degree 

in 2009. In 2010, he received his master degree  in NTU. 

He is currently pursuing his Ph.D degree in philosophy 

under the guidance of associate professor Darren D. Sun 

and professor James O. Leckie. His research focuses on 

fabrication of flexible electrospun carbon-silica 

composite membrane for separation of oil and water. 

 

 

Peng Gao received his degree of B.S degree in material 

science and engineering from Nanjing University of 

Aeronautics and Astronautics, China in 2010. He started 

his Ph.D study under supervision of prof. Darren Sun and 

prof. WunJern Ng in Nanyang Technological University, 

Singapore since 2011. His current research interests 

include design and fabrication of novel nanostructured 

membranes for clean energy production, oil/water 

separation and desalination. 

 

 

Tan Yong Liang Benny was born in Singapore in 1987. 

Benny received his bachelor degree in engineering 

(environmental engineering) from Nanyang Technological 

University (NTU) in 2012. He is currently pursuing his 

Ph.D degree in philosophy at NTU under the direction of 

Associate Professor Sun Delai, Darren. His research 

interests relate to pollutant abatement by photocatalytic 

processes and oil/water separation, with special focus on 

obtaining improved TiO2 based photocatalysts. 

 

 

Darren Sun obtained his Ph.D degree in chemical 

engineering from The University of New South Wales, 

Australia in 1993. His research interests include 

environmental applications and implication of 

nanomaterials, membrane separation for desalination, 

water reclamation and water quality control, engineered 

hybrid multifunctional membrane for sustainable 

production of water and energy. Darren is an IWA 

fellow and was the recipient of the IWA Innovation Award 2008 (East Asia 

and Pacific) from International Water Association. He got the prestigious 

engineering Achievement Award from Institute of Engineering Singapore in 

Sept. 2008 for excellence in pilot scale water research using hybrid 

nanostractured TiO2 microsphere; Membrane System, Nanyang Award for 

Innovation and Research 2009 by Nanyang Technological University in Feb 

2010 for excellence in fabrication of flexible TiO2 nanofiber/tube/wire 

membrane; Distinguished Award 2011 from Singapore Accreditation 

Council in June 2011 and President Award from President Akira Fujishima 

of Tokyo University of Science in March 2013. Externally, Darren is the 

chair for International Water Association (IWA) Specialist Group on 

Chemical Industries, editor for Water Science and Technology. Darren is 

also a Shimizu visiting professor at Environmental Engineering and Science 

Program, Stanford University, USA. 

 

James O. Leckie has been with the Stanford 

Environmental Engineering Faculty since 1970 and is an 

environmental chemist who is interested in the application 

of chemical principles to the study of pollutants behavior 

in natural aquatic systems and in engineered processes. His 

research contributions have been extensive in the areas of 

adsorption chemistry, human exposure analysis, and 

membrane science. In 2005, he became a member of the 

National Academy of Engineering, and received the American Society of 

Civil Engineering Rudolf Hering Medal in 1981. Presently, he is the 

co-director of the Singapore-Stanford Partnership program in Environmental 

Engineering & Science, and director of the Center for Sustainable 

Development & Global Competitiveness at Stanford University. He is also 

the appointed chair professor in the Department of Environmental Science 

and Engineering at Tsinghua University. Prof. Leckie holds a B.S. degree in 

civil engineering from San José State University in 1964, M.S. degree in 

1965 and Ph.D. degree 1970 in environmental sciences from Harvard 

University. 

 


