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Abstract: For continuous and efficient oil/water separation and adsorption of dyes, coconut shell
powder was grafted onto the surface of quartz sand by dip-coating method to make coconut
shell powder-covered quartz sand filter media (CSQS) with superhydrophilic and underwater
superoleophobic properties and superoleophilic and underoil highly hydrophobic properties.
The contact angles of the underwater oil and underoil water with CSQS were more than 151.2°
and 134.2°, respectively. A continuous oil/water separation device was designed. The separation
device filled with CSQS can separate oil/water mixture (whether heavy or light oil) into water and
oil at the same time with a separation efficiency of above 99.92%. The filter layer can be recovered
through reverse extrusion even after lyophobic liquid penetrated the filter layer; hence, the separation
efficiency of the filter layer was still above 99.99% for diesel and water mixture. Simultaneously,
CSQS can effectively adsorb methylene blue with the highest removal rate as 98.94%. CSQS can
maintain stable wettability under harsh environment conditions. This paper provides a new idea on
continuous and efficient oil/water separation and simultaneous dye adsorption.

Keywords: underwater superoleophobic; underoil highly hydrophobic; oil/water separation;
dye adsorption; continuous filtration; quartz sand

1. Introduction

The composition of wastewater discharge has become complex and diverse with the rapid
development of industry and agriculture. A large number of oil, water-soluble dyes, pesticides,
and heavy metal pollutants will cause great harm to the environment if not effectively treated [1].
About 6 million tons of oil are discharged into the ocean every year because of crude oil leakage
and pose a serious threat to microbial communities and marine organisms [2-6]. A large number
of industrial oily wastewater is discharged into the water body and transferred to the food chain,
which eventually affects public health. More than 7105 tons of synthetic dyes are produced annually
and used in the textile, food, beverage, leather, pharmaceutical, and cosmetic industries, as well as
printing ink, plastic, paint, and wood dye industries [7]. In addition, about 0.28 million tons of textile
dyes are discharged into the water body through industrial wastewater every year and have led to the
decrease in water transparency and oxygen solubility. As a result, ecological balance is destroyed. Dyes
that enter water bodies, especially drinking water, will be ingested by humans and increase the risks of
carcinogenesis, teratogenesis, and mutation [8]. Wastewater from the textile industry contains colored
dyes and oil. Therefore, a material that can remove o0il and dyes in wastewater from different industries
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is urgently needed. Traditional treatment methods, such as membrane separation, chemical oxidation,
advanced oxidation technology and biological process, have many applications in the industry but
have some disadvantages, such as long treatment cycle, high energy consumption, and high treatment
cost [9-11]. Special wettable materials have different wetting behaviors for oil and water and thus can
be used for oil/water separation. Hydrophilic groups can also be used for dye adsorption [12-17].

Wettability is controlled by the chemical composition of the surface and micro/nanoscale surface
structures [18-21]. Inspired by bionics, Jiang et al. [22] prepared super hydrophobic and super oleophilic
stainless steel mesh film by forming hierarchical micro/nanostructured surfaces through covalent
grafting and the self-assembly of hydrophobic groups to successfully and effectively separate oil/water
mixture. Cheng et al. [23] prepared superhydrophobic and superhydrophilic film modified by graphene
oxide and polydopamine to separate water/chloroform mixture. The superoleophilic materials that
allow oil to penetrate and block water from passing through are called deoiling materials [16,24-28],
which are suitable for the separation of heavy oil/water mixture. The superhydrophilic and
superoleophobic underwater materials work in the opposite manner. In the premise of water
pre-wetting, the water phase can penetrate the surface smoothly whereas the oil phase cannot adhere
to the material called dewatering material [29-31]. Yu et al. [32] prepared a ceramic microfiltration
membrane with superhydrophilic and underwater superoleophobic properties. The efficiency of
separating oil-in-water emulsion was more than 99%. The superhydrophilic membrane is suitable
for the separation of light oil/water mixture and solves the problem in water surfaces that are easily
polluted by oil. The water phase or oil phase that cannot penetrate deoiling or dewatering materials
will accumulate on the material continuously with the extension of separation time. The maximum
invasion pressure of the material surface may be exceeded if the accumulation is not removed in time.
In this case, discontinuous operation is adopted, that is, filtration is stopped first, the accumulated
liquid is poured out, and then filtration is resumed. The practical application of superhydrophilic and
superoleophilic materials is limited in the discontinuous operation process.

Some researchers have designed a three-way separation device for oil/water separation by
combining a superhydrophilic and underwater superoleophobic material with a superhydrophobic and
superoleophilic material [33-35]. Chen et al. [33] used two superwetting Co3O4/Ni sponge to separate
chloroform/water mixture. The test efficiency is above 97%. Li et al. [34] prepared two superwetting
stainless steel meshes. The separator was used for the cyclic filtration of 120 mL of oil/water mixture by
50 times with an efficiency of over 99.8%. Xie et al. [35] used two superwetting stainless steel meshes
to continuously separate 5 L of oil/water mixture. The efficiency is over 99.3%. Previous studies
have shown that the separation effect is good. However, the volume of oil and water in continuous
filtration is small, and these studies did not mention whether the filtration volume will be penetrated by
lyophobic liquid if the filtration volume is too high and how the filter layer recovers after penetration.
Therefore, this paper proposes a super-wetting quartz sand to continuously filter multiple liters of
oil/water mixture, and a solution to restore the filter layer after penetration is proposed.

The superhydrophilic and underwater superoleophobic material and the superoleophilic and
underoil highly hydrophobic material are superhydrophilic and superoleophilic in air. The preparation
of superhydrophilic and superoleophilic surfaces can be achieved by introducing hydrophilic and
lipophilic groups on the surface of materials and constructing rough structures at the same time.
Forestry and agricultural residues are composed of cellulose, hemicellulose, and lignin, which contain
more hydrophilic and lipophilic groups, such as -OH and -COOH [36]. Hence, these residues are
ideal surface preparation materials with special wettability.

In this paper, coconut shell powder was coated on quartz sand to prepare quartz sand filter media
with superhydrophilic and underwater superoleophobic properties and superoleophilic and underoil
highly hydrophobic properties. Moreover, we propose an oil/water filtration device, which can
be continuously operated, and the separation efficiency was recovered after backward extrusion.
Quartz sand modified with coconut shell powder could also adsorb dyes.
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2. Materials and Methods

2.1. Materials

Coconut shell waste was purchased from Hainan Wenchang Coconut Product Factory.
Quartz sand (0.3-0.6 mm) was purchased from Henan Gongyi Hongda Filter Media Factory. Hexane,
dichloromethane, trichloromethane, anhydrous ethanol, and petroleum ether were purchased from
Rionlon Bohua (Tianjin, China) Pharmaceutical and Chemical Co., Ltd, Tianjin, China. Heptane and
methylene blue (MB) were sourced from Tianjin Damao Chemical Reagent Factory, Tianjin, China,
AR. Cyclohexane was purchased from Taicang Hushi Reagent Co., Ltd., Shanghai, China; sodium
hydroxide was from Tianjin BASF Chemical Co., Ltd., Tianjin, China; waterborne polyurethane (PU)
was bought from Shenzhen Jitian Chemical Co., Ltd., Shenzhen, China; engine oil was purchased from
Beijing Kunlun Lubricating Oil Factory, Beijing, China. Diesel oil was bought from a local gas station,
rapeseed oil was bought from a local oil mill, and distilled water was prepared in the laboratory.

2.2. Characterization of Filter Media

Static contact angle was measured using an optical contact angle measuring instrument (OCA25,
Eastern-Dataphy, Germany). Quartz sand was tiled on a glass slide and then placed in a quartz glass
dish containing water (or oil). Then, 3 uL of oil (or water) was dripped. The contact angle of underwater
oil (or underoil water) was measured 15 s later at three different positions, and the average value was
calculated. The surface morphology of the filter media was characterized using a low-vacuum scanning
electron microscope (SEM, JSM-5600LV, JEOL, Tokyo, Japan). The chemical structure of the filter
media was analyzed using an infrared spectrometer (FTIR, VERTEX 70, Bruker, Karlsruhe, Germany).
The elements on the surface of the filter media were analyzed by a multi-functional electronic energy
spectrometer (XPS, PHI-5702, Physical Electronic, Inc., Chanhassen, MN, USA).

2.3. Preparation of Quartz Sand Filter Media with Special Wettability

Coconut shell was washed with distilled water, dried in an oven at 105 °C for 24 h, and ground
with a grinder to a particle size of 400 mesh. Coconut shell powder (20 g) was mixed with 100 mL of
0.1 mol/L NaOH with stirring for 4 h using a magnetic stirrer (510-2, Sile Instrument Co., Ltd., Shanghai,
China). Then, the mixture was ultrasonically dispersed using an ultrasonic cleaner (KQ5200DB,
Kunshan Ultrasonic Instrument Co., Ltd., Kunshan, China) for 2 h at 60 kHz and separated through
centrifugation. The mixture was washed with deionized water until the pH of the solution was
7. Finally, the solution was dried in an oven at 60 °C to obtain the activated coconut shell powder.
Activated coconut shell powder (12.5 g) was dispersed in 500 mL of anhydrous alcohol and added with
2.5 g waterborne PU with magnetic stirring for 2 h to obtain uniform dipping solution. The quartz
sand was immersed into the dipping solution for 48 h, then screened out, and dried in an oven at 60 °C
for 48 h. The quartz sand filter media coated with coconut shell powder (hereinafter referred to as
CSQS) with superhydrophilic and underwater superoleophobic properties and superoleophilic and
underoil highly hydrophobic properties was obtained.

2.4. Oil/Water Separation Device and Experimental Method

The oil/water separation device consisted of a T-shaped glass tube with a length of 20 cm and an
inner diameter of 3 cm in the middle and a glass filter column with a length of 10 cm and an inner
diameter of 3 cm on both sides as shown in Figure 1. The interface was connected by a flange and fixed
with screws. A 200-mesh stainless steel mesh was sandwiched in the middle of the flange to intercept
and fix the quartz sand filter media. The two filter columns were filled with the same amount of CSQS
filter media.
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Figure 1. Diagram of the filtration experiment device.

The two filter columns were separately pre-wetted with oil and water. The filter column pre-wetted
by water had superhydrophilic and underwater superoleophobic properties, whereas the filter column
pre-wetted by oil had superoleophilic and underoil highly hydrophobic properties. The oil/water
mixture (50% v:v) was poured in through the upper mouth of the T-shaped glass tube. Oil and water
were stratified under the action of gravity. The liquid with low density was on the top, and the liquid
with high density was at the bottom. The water phase flowed out from the superhydrophilic and
underwater superoleophobic filter column whereas the o0il phase flowed out from the superoleophilic
and underoil highly hydrophobic filter column because of the selective filtration of the filter media. As a
result, oil/water separation was achieved. The average values of three groups of parallel experiments
were taken in all experiments.

The oil content in the filtered water was determined by a total carbon and total nitrogen analyzer
(multi N/C 2100, Analytik Jena, Jena, Germany). The water content in the filtered oil was determined by
a moisture meter for water content (SN-WS200A, Qingdao Sunde Environmental Protection Technology
Co., Ltd., Qingdao, China). Separation efficiency was calculated based on the following formula:

Coi—C
aater =~ X 100% )
1
Noil = CWIC;WCW‘* x 100% )
1

where fwater and 7 refer to the oil separation efficiency of the water filter and the water separation
efficiency of the oil filter, respectively; Co; and Cyy refer to the initial oil and initial water contents
of the oil/water mixture, respectively, in milligrams per liter; Co. and Cy, refer to the oil content in
effluent water and water content in effluent oil, respectively, in milligrams per liter.

Water (or oil) was removed from the superoleophilic (or superhydrophilic) side through backward
extrusion after the continuously filtered diesel oil/water mixture was penetrated by lyophobic liquid.
The device was operated as follows: super hydrophilic liquid was poured in from the liquid outlet,
and lyophobic liquid was extruded with a certain pressure and poured out from the liquid inlet.
The operation was repeated three times until the lyophobic liquid could not be observed in the liquid
poured for filtration.

The permeability coefficients of the filter columns on the superoleophilic and superhydrophilic
sides were calculated as follows:

(_ QL

~ AAR ®)
where K refers to permeability coefficient in meters per hour; Q refers to the seepage discharge per
unit time in cubic meters per hour; L refers to the length of the column in meters; A refers to the
cross-section area of water in square meters; Al refers to the head loss of the filter layer in meters.
The intrusion pressure of lyophobic liquid was determined using the device shown in Figure 2.
Taking the intrusion pressure of water as an example, 6-cm thick CSQS was filled in a glass tube with
an inner diameter of 1.2 cm. Then, oil was used for pre-wetting. The height of the lifting table was
adjusted to make the upper surface of the filter media layer in the glass tube to be equally high to the
oil surface in the outer container. The purpose was to keep the oil static pressure inside and outside
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the glass tube the same. A rubber dropper was used to slowly add water from the top of the glass
tube (stained with MB for easy observation) until the water column just penetrated the surface of the
CSQS. Blue liquid infiltration was observed in the filter layer. At this moment, the height difference
between the water level and the surface of the filter layer in the glass tube was the intrusion height
hmax. The average value of three replicates was calculated. Water was exchanged with oil to measure
the intrusion pressure of oil. Intrusion pressure was calculated based on the following formula:

P = pghmax 4)

where P refers to intrusion pressure value in pascals; p refers to the density of invading liquid in
kilograms per cubic meter; g refers to the gravitational acceleration in meters per square second;
hmax refers to the maximum height of invading liquid that the filter media can bear in meters.

drop water

s
4

glass tube

water just
penetrates
the filter ||

hmax

i A >
oil CsQs beaker

Figure 2. Diagram for water intrusion pressure device.
2.5. Dye Adsorption Experiment

MB (1 g) was dissolved in 1000 mL of distilled water to prepare MB stock solution with a
concentration of 1000 mg/L. The stock solution was diluted with distilled water to the desired
concentration for adsorption study. The adsorption experiment was performed as follows. A certain
mass of CSQS was added into a 45-mL centrifuge tube containing 30 mL of MB solution. The centrifuge
tube was placed in a vapor-bathing constant temperature vibrator (THZ-82A, Jintan Danyangmen
Quartz Glass Factory, Changzhou, China) and shaken at 170 r/min for a certain time at 25 °C to obtain
the supernatant. MB concentration was measured at A = 665 nm using a UV spectrophotometer
(UV-1800, Shanghai Mapada Instrument Co., Ltd., Shanghai, China). Then, the removal rate and
adsorption capacity were calculated. The formulas are as follows:

G -C
B = lc ! % 100% (5)
1

C
%:Tev (6)

where n\p refers to the removal rate of \p; Cj and Ce refer to the initial and equilibrium concentrations
of mp, respectively, C; refers to the concentrations of \p after adsorption, in milligrams per liter;
ge refers to adsorption capacity in milligrams per gram; V refers to the volume of MB solution in liters;
m refers to the mass of CSQS in grams.
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2.6. Study on Wetting Stability

CSQS was immersed in four beakers that contain ethanol solution, which were placed in an
ultrasonic cleaner and vibrated continuously at 60 kHz for 12, 24, 36, and 48 h. CSQS was taken out
to dry in an oven at 60 °C. Then, the contact angles of underwater oil (UWOCA) and underoil water
(UOWCA) were determined. The mechanical wear resistance of the filter media was analyzed. CSQS
was immersed in the aqueous solution at pH 1, 5, 7, 11, and 14 for 24 h and taken out to dry in an oven
at 60 °C. Then, the mechanical wear resistance of the quartz sand was measured. CSQS was immersed
in an aqueous solution of surfactant sodium dodecyl benzene sulfonate (SDBS) for 48 h, taken out,
rinsed repeatedly with deionized water, and dried. The properties of the CSQS resistant to surfactants
were studied. CSQS was placed in air for 3 months, and its UWOCA and UOWCA were measured
every other month to study its air exposure resistance.

3. Result and Discussion

3.1. Modified Mechanism

Coconut shell is composed of cellulose, hemicellulose, and lignin. The molecular formula of the
cellulose is shown in Figure 3 [37]. Alkali activation can be used to reduce the crystallinity of cellulose,
lessen the force of the hydrogen bonds, and expose a large number of hydroxyl groups to improve the
solubility of cellulose. The -CH,;OH group of activated cellulose will form a condensation reaction
with the -OH of quartz sand to graft the hydrophilic group onto the surface of quartz sand as shown
in Figure 3. The addition of waterborne PU makes the cellulose combine with quartz sand more firmly
and increases the roughness.

n=1-5000 n=1-5000

CH,0OH CH,OH

OH

OH OH OH OH OH

quartz sand filter

Figure 3. Schematic diagram of preparing make coconut shell powder-covered quartz sand filter media (CSQS).

quartz sand filter

3.2. Surface Wettability

In air, CSQS can be quickly wetted by water or oil, and the contact angles are 0° as shown in
Figure 4a—c. This occurrence is due to the combined action of amphiphilic groups, such as hydroxyl
and carboxyl groups, with the rough microstructure on the surface of CSQS. Water will be trapped after
CSQS is immersed into water to form a layer of water film in the rough structure to prevent oil and
grease from wetting the surface, which is underwater superoleophobic. The UWOCAs of hexane, diesel
oil, heptane, engine oil, rapeseed oil, petroleum ether, dichloroethane, and trichloromethane were
more than 150° and reached the underwater superoleophobic level as shown in Figure 4d—f. Similarly,
CSQS was first immersed in oil and formed a layer of oil film on the surface of quartz sand in advance
to reduce the contact area between water droplet and the surface of quartz sand. The UOWCAs of
different oils were within the range of 130-150° and reached the underoil highly hydrophobic level.



Processes 2020, 8, 1083 7 of 17

170

165 | 1 Oil underwater
= Water underoil

135 +

WS a0 ad® gl aan®
\eo® ¢ ﬂ—‘(\@\ \"e‘z\ 0‘0&3‘:\0‘0&6&
P \C

N

A O 00 O

(4] o ol o
T T T T

Contact angle (°)

=

'S

o
T

\(\e o

A\Y Q
eseed D‘Ce; o‘i\e"‘ag\%

RaP

(f)

Figure 4. The contact angle of CSQS. (a) Water droplets (colored blue by methylene blue) and oil
droplets (colored red by oil red O) on the CSQS surface in air, respectively; (b) the water contact angle
is 0°; (c) the oil contact angle is 0°; (d) contact angle picture of dichloromethane underwater on CSQS
surface; (e) contact angle picture of water under cyclohexane on CSQS surface; (f) contact angles of
water under oils and oils under water.

3.3. SEM Analysis

The SEM images of unmodified quartz sand and CSQS are shown in Figure 5. The original quartz
sand was made by external grinding and crushing; thus, it presents irregular section and edge angle
with a smooth surface. The surface of CSQS had patch and strip-shaped fine particles, which belong to
coconut shell powder particles with rough micro/nanostructure and undeveloped surface porosity.
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(a) (x100)

(d) (x100) (e) (x500) (f) (x1000)
Figure 5. SEM images of (a—c) unmodified quartz sand; (d—f) CSQS.
3.4. FTIR Analysis

The infrared spectrum analysis of quartz sand was carried out as shown in Figure 6 to confirm the
changes in the surface functional groups of quartz sand before and after modification with coconut shell
powder. A strong absorption peak is present near 3464/cm, which is the stretching vibration peak of the
—OH group from cellulose, hemicellulose, monosaccharide, and polysaccharide. CSQS has a slightly
enhanced adsorption strength and thus more easily absorbs water compared with the unmodified
quartz sand. A new absorption peak appeared in the infrared spectrum of the modified quartz sand.
The absorption peak in 1300-1000/cm is the C-O stretching vibration peak. The small and sharp
absorption peak in 1450/cm is the stretching vibration peak of benzene ring skeleton with C=C group.
A stretching vibration that belongs to the C=0 group appeared in 1850-1600/cm. This finding indicates
that coconut shell powder adhered on the surface of quartz sand successfully. In conclusion, coconut
shell powder was introduced on the surface of quartz sand, and more hydrophilic polar groups, such as
hydroxyl and carboxyl groups, were introduced. The two amphiphilic groups play a key role in the
preparation of the superhydrophilic and underwater superoleophobic surface and the superoleophilic
and underoil highly hydrophobic surface.

24+ —— Unmodified quartz sand filter
—— CSQs

20

16

12¢

0.8} 16101490 1098

Transmittance (%)

0.4

0 1 1 1 1 1 1 1 1
4500 4000 3500 3000 2500 2000 1500 1000 500 0
wavenumber (cm™)

Figure 6. FTIR spectra of CSQS.
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3.5. XPS Analysis

XPS analysis was performed to analyze the changes in the elements on the surface of quartz sand
before and after modification as shown in Figure 7. Four groups of characteristic peaks with obvious
strength, namely, Ols, Cls, Si2s, and Si2p, were detected in quartz sand before and after modification.
The surface of quartz sand is composed of Si and O. The comparative result shows that Cls absorption
peak in 295 eV was obviously enhanced and the number of C elements increased in the CSQS energy
spectrum. The additional C came from the main components of the coconut shell and indicated that
coconut shell powder was bound to the surface of quartz sand [36]. The characteristic peaks in Ols,
Si2s, and Si2p were slightly weakened because of the coconut shell powder covering. A weak N1s
characteristic peak appeared in 398.4 eV, which indicated that the adhesive waterborne PU attached to
the quartz sand.

——— CSQs
O1s Unmodified quartz sand filter
=
s
= Cls .,
3 oo iond| : Si2s Si2p
§ Mirscimcminipicrss) Mt | ‘
£ e
W |
I\\ N N1s
- e, ‘\_\\ o
1000 800 600 400 200 0
B.E.(eV)

Figure 7. XPS spectra of CSQS.

3.6. Oil/Water Separation Performance

Figure 8 shows the continuous separation of the diesel oil/water mixture, and Figure 8a shows
a photo of the device. The left filter column contained the superhydrophilic and underwater
superoleophobic quartz sand, and the right filter column contained the superoleophilic and underoil
highly hydrophobic quartz sand. The separation efficiencies of diesel oil, cyclohexane, engine oil,
petroleum ether, rapeseed oil, dichloromethane, trichloromethane, and water mixture are shown in
Figures 8b and 9a. The oil separation efficiency of filtered water was more than 99.99%, and the water
separation efficiency of filtered oil was more than 99.92%; thus, the separation efficiency of the device
is very good. The continuous separation efficiency of diesel/water mixture is shown in Figure 9b.
The efficiency is still more than 99.99% after separating 7.1 L of the mixture. Afterward, the filtered
water gradually penetrated into the oil part as shown in Figure 8c. This penetration led to a sudden
decrease in oil separation efficiency as shown in Figure 9b at 7.7 L. At this moment, the oil phase
was discharged from the pores of the filter media by reverse extrusion (Section 2.4), and filtration
was continued. The oil removal efficiency was restored to 99.99% above. Oil penetration appeared
for the second time on the superhydrophilic side when 10.8 L of oil/water mixture was separated.
The separation was continued after reverse extrusion. The efficiency was restored to 99.99% again.
In this experiment, 12.3 L of mixture was continuously separated. The superhydrophilic side was not
penetrated again, whereas the superoleophilic side was never penetrated. The oil/water separation
lasted for 24.6 h, and the average filtration rate of oil and water was 0.5 L/h. Therefore, the continuous
filtration device can be used to continuously and efficiently separate oil/water mixture.
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(a) (b) ()

Figure 8. Experimental diagram of filtering oil/water mixture. (a) Continuous oil/water separation
device filters the mixture of diesel and water; (b) oil and water after filtration; (c) penetration on the
water outlet side and filter out the oil.
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Figure 9. Separation efficiency of oil/water mixture. (a) Separation efficiency of different kinds of
oil/water mixture; (b) separation efficiency of diesel and water mixture filtered continuously.

Figure 10 shows the permeability coefficients of oil and water when separating different types of
oil/water mixtures by a continuous separation device. Permeability coefficient is used for measuring
separation speed. Permeability coefficient is related to the type, viscosity, and density of oil. Table 1
lists the viscosity, density, and other characteristics of the seven kinds of o0il used in the experiment.
The data is viewed on the packaging of experimental drugs. The densities of dichloromethane and
trichloromethane are higher than that of water, whereas the densities of the five other oils are lower than
that of water. Engine oil, rapeseed oil, and diesel oil have high viscosity; therefore, the filter column on
the oleophilic side produced oil slowly, and their permeability coefficients were 2.71, 0.13, and 1.35 m/h,
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respectively. The permeability coefficients of the other oils were high. The permeability coefficient of
cyclohexane was 4.74 m/h, and those of petroleum ether, dichloromethane, and trichloromethane were
higher than 10 m/h. The permeability coefficient of water reached 9.37 m/h. Generally, the device has a
faster separation speed for oil with lower viscosity.

16
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Figure 10. The permeability coefficients of the water outlet and oil outlet when filtering different oils.

Table 1. Types and characteristics of oil.

Characteristic Density (g/mL) Viscosity (mPa-s)
Water 1 1x107?
Diesel oil 0.81-0.855 2.87
Cyclohexane 0.779 1
Engine oil 0.88~0.89 105.4
Petroleum ether 0.64-0.66 0.3
Rapeseed oil 0.923 12.5-12.9
Dichloromethane 1.325 0.429
Trichloromethane 1.484 0.563

The measured intrusion pressure of CSQS is shown in Figure 11. A larger intrusion pressure
indicates that a larger pressure is required to make lyophobic liquid (water or oil) pass through the
surface; thus, the device is more stable. The intrusion pressures of underoil and underwater are
the intrusion pressures on the superhydrophilic and superoleophilic sides, respectively. Figure 11
shows that the value on the superoleophilic side is larger than that on the superhydrophilic side.
This difference is also the reason why the superhydrophilic side was penetrated.
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Figure 11. Intrusion pressure of CSQS.
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Figure 12 shows the capillary pressure diagram of the superhydrophilic and underwater
superoleophobic filter media and the underoil superhydrophobic filter media. According to Laplace
theory, the theoretical intrusion pressure formula is:

2y —lycosb,

AP =5 = —— @)

where AP refers to the theoretical intrusion pressure in pascals; y refers to the surface tension of liquid
in milliNewtons per meter; R refers to the curvature radius in meters; [ refers to mesh perimeter in
meters; 0, refers to the contact angle of liquid on the prepared surface in degrees; A refers to the
cross-section area of the mesh in square meters.

Superhydrophilicity Superoleophilicity

Rough surface
9 Quartz sand

(a) (b)

Underwater Underoil
Superhydrophobicity

() (d)

Figure 12. Theoretical wetting model of superhydrophilic and underwater superoleophobic or
superoleophilic and underoil superhydrophobic filter media. (a) In air, water can pass through
superhydrophilic quartz sand; (b) in air, oil can pass through superoleophilic quartz sand; (c) underwater,
oil cannot pass through underwater superhydrophobic quartz sand; (d) under oil, water cannot pass
through underoil superhydrophobic quartz sand.

The oil phase and water phase flowed out from the superoleophilic and superhydrophilic outlets,
respectively, under the action of capillary pressure and gravity when the oil/water mixture was poured
into the filter column. In air, the water contact angle (WCA) of the superhydrophilic filter media was
less than 90°, and the capillary pressure of water points to the outlet side and drives the water phase
to pass through. The oil contact angle (OCA) of the superoleophilic filter media was also less than
90°, and the capillary pressure of oil also drives the oil phase to flow out from the gap in the filter
media. However, the UWOCA (or UOWCA) of underwater superoleophobic surface (or underoil
superhydrophobic surface) is greater than 90° under water (or under oil). Therefore, AP is more than 0,
and the capillary pressure of oil (or water) points to the inlet side to prevent the oil phase (or water
phase) from passing through the filter media to effectively separate the oil/water mixture. In addition,
this device can be used to solve problems in liquid accumulation and oil density limitation.

3.7. Adsorbed Dyes

In this paper, the adsorption effects of unmodified quartz sand and CSQS on MB were compared.
The removal rates of the unmodified quartz sand and CSQS were 10.7% and 87.81%, respectively,
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when the initial concentration was 200 mg/L, the dose of quartz sand was 20 g, and the adsorption
time was 60 min. This result indicates that the adsorption effect of unmodified quartz sand on MB
is poor, whereas that of CSQS is greatly improved. Figure 13 shows the experimental results of the
static adsorption of MB by CSQS. The concentration of MB in the supernatant decreased from 158.72 to
2.35 mg/L and the removal rate increased from 20.64% to 98.83% as CSQS increased from 5 to 40 g
when the initial MB concentration was 200 mg/L and the contact time was 1 h. This result indicates
that CSQS has a strong ability of adsorbing and removing MB. The removal rate increased rapidly
with the increase in mass when CSQS was less than 20 g, but the rising trend obviously slowed down
and tended to be stable when CSQS was more than 20 g. Therefore, the optimal dose of CSQS was 20 g.
Removal efficiency increases with the increase in dosage because of the availability of the adsorbent in
more active sites. The dye adsorption capacity increased rapidly within 15 min and the MB removal
rate reached 71.97% when the initial MB concentration was 200 mg/L and CSQS was 20 g. Afterward,
dye adsorption slowed down and reached the balance within 60 min. The maximum removal rate
was 87.81%, and the adsorption capacity was 0.26 mg/g. The reason is that many adsorption sites
were available on the surface of CSQS at the beginning of the adsorption; thus, MB was adsorbed
immediately upon contact with CSQS. The adsorption capacity of CSQS gradually decreased and
reached the adsorption equilibrium with the increase in adsorption time. The MB removal rate
decreased from 98.94% to 86.16%, and the adsorption capacity increased from 0.04 to 0.26 mg/g when
CSQS was 20 g, the reaction time was 1 h, and the initial MB concentration of MB increased from
25 to 200 mg/L. Adsorption power and adsorption capacity are driven to increase with the initial
concentration if the concentration difference is large. Therefore, CSQS can effectively adsorb MB in a
short time and successfully separate water-soluble cationic dyes.
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Figure 13. The effect of CSQS dosage, contact time, and initial concentration on the adsorption of
methylene blue (MB). (a) The influence of quartz sand dosage on the concentration and separation
efficiency after adsorption. The initial concentration is 200 mg/L and the contact time is 1 h. (b) The
influence of contact time on the adsorption capacity of quartz sand. The initial concentration is 200 mg/L
and CSQS dosage is 20 g. (c) The effect of initial concentration on MB removal rate and adsorption
capacity. The CSQS dosage is 20 g and the oscillation time is 1 h.
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3.8. Stability Study

Stability is an important factor for the application of super wettable materials. Figure 14 shows the
stability of CSQS. Ultrasonic treatment is often used to clean substances but can physically destroy the
surface that is not chemically bonded to the substrate. Therefore, ultrasonic oscillation can be used to
measure the mechanical wear properties of quartz sand [38]. Figure 14 shows that the WCA of quartz
sand immersed in cyclohexane was kept at 145.4° after ultrasonic oscillation for 12 h. WCA decreased
by 1.3° after 24 h of oscillation and became stable afterward. The contact angle of dichloromethane in
water slightly decreased after 48 h of ultrasonic treatment and remained at 138.8°. The contact angles of
underwater cyclohexane and underwater dichloromethane remained at 154.1° and 151.1°, respectively,
after 48 h of ultrasonic treatment. This result shows underwater superoleophobic property and
indicates that CSQS has strong mechanical wear resistance. UWOCA and UOWCA were unchanged
after being soaked and washed with SDBS. CSQS remains stable in surfactant solutions; thus, it can be
washed with surfactant after being contaminated by oil and can also be used to separate the emulsion
with stable surfactant. The contact angles of underwater dichloromethane and dichloromethane in
water slightly decreased in acidic environment (pH 1 and 5) and remained stable in other pH conditions.
(pH 7, 11, and 14). Therefore, CSQS has strong acid-base resistance. The contact angle of CSQS
remained stable after being placed in air for 3 months. Hence, CSQS is suitable for long-term storage.
The studies show that CSQS has a strong ability to resist harsh environments.

160
m Cyclohexane underwater m Dichloromethane underwater
= Water in cyclohexane Water in dichloromethane
155 |
150 |
= 145
(S
g
£ 140 |
o
o
135 |
130 |
125
12 24 36 48 1 5 7 11 14 1 2 3
CSQS| Ultrasonic treatment (h) pH SDBS Exposure to air
soaking (month)

Figure 14. The contact angle of CSQS after ultrasonic treatment, sodium dodecylbenzene sulfonate
cleaning, soaking.

4. Conclusions

We successfully prepared quartz sand filter media modified by coconut shell powder with
superhydrophilic and underwater superoleophobic properties and superoleophilic and underoil highly
hydrophobic properties by simple dip-coating method. WCA and OCA were about 0°. UWOCA
and UOWCA were as high as 151.2° and 134.2°, respectively. FTIR, SEM, and XPS analyses showed
that coconut shell powder was successfully grafted onto the surface of quartz sand. The designed
continuous oil/water separation device has a good separation effect on oil (heavy/light oil)/water
mixture. The oil and water separation efficiencies were more than 99.99% and 99.92%, respectively.
CSQS has good continuous separation performance. The lyophobic liquid can be discharged through
backward extrusion even after penetration, and the separation efficiency can be recovered to 99.99%.
The amphiphilic groups of CSQS have strong adsorption properties for dyes. The MB removal rate was
as high as 98.94%. A series of physical and chemical tests proved that the CSQS has excellent corrosion
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resistance, mechanical durability, and environmental durability. CSQS can separate oil/water mixture
continuously and efficiently. At the same time, CSQS can effectively adsorb dyes in wastewater; thus,
CSQS has a certain industrial applicability. Biomass material is cheap, easy to handle, and has more
advantages compared with special wettable materials modified by other chemicals; thus, CSQS can be
widely used in oil/water separation and dye adsorption.
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