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Abstract
In the present study, commercial PES, PVDF, PTFE ultrafilter membranes, and two different nanomaterial (TiO2 and TiO2/CNT
composite)-covered PVDF ultrafilter membranes (MWCO = 100 kDa) were used for the purification of an industrial oil-
contaminated (produced) wastewater, with and without ozone pretreatment to compare the achievable fouling mitigations by
the mentioned surface modifications and/or pre-ozonation. Fluxes, filtration resistances, foulings, and purification efficiencies
were compared in detail. Pre-ozonation was able to reduce the total filtration resistance in all cases (up to 50%), independently
from the membrane material. During the application of nanomaterial-modified membranes were by far the lowest filtration
resistances measured, and in these cases, pre-ozonation resulted in a slight further reduction (11–13%) of the total filtration
resistance. The oil removal efficiency was 83–91% in the case of commercial membranes and > 98% in the case of modified
membranes. Moreover, the highest fluxes (301–362 L m−2 h−1) were also measured in the case of modified membranes. Overall,
the utilization of nanomaterial-modified membranes was more beneficial than pre-ozonation, but with the combination of these
methods, slightly higher fluxes, lower filtration resistances, and better antifouling properties were achieved; however, pre-
ozonation slightly decreased the oil removal efficiency.
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Introduction

In the last few decades, water pollution has become a signif-
icant global problem due to the rapidly growing population
and industrialization (Zhang et al. 2018). Oily wastewaters are
produced by several industries, and oil discharges are harmful

to the natural environment, which cause ecology problems
and endanger human health directly/indirectly through the
food chain (Boleydei et al. 2018; Yang et al. 2019; Yu et al.
2015). Therefore, efficient elimination of oily pollutants is of
utmost importance both from environmental and human
health aspects. Accordingly, the development of efficient
methods to treat oily wastewater has great interest, and the
widespread application of such effective treatments is expect-
ed in the future (Cai et al. 2018; Wu et al. 2018; Yang et al.
2019; Yu et al. 2015). To meet the stringent emission limits,
combined methods must be used, including one or more con-
ventional technique(s) such as skimming (Stewart and Arnold
2009), sand filtration (Hong and Xiao 2013; Zaneti et al.
2011), centrifugation (Cambiella et al. 2006), flotation (Al-
Shamrani et al. 2002; Rubio et al. 2002), adsorption
(Boleydei et al. 2018), or chemical destabilization
(Rodriguez Boluarte et al. 2016; Zaneti et al. 2011;
Zolfaghari et al. 2016), augmented with advanced oxidation
processes (Hong and Xiao 2013; Rodriguez Boluarte et al.
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2016) and/or membrane filtration (Fakhru'l-Razi et al. 2009;
Matos et al. 2016; Padaki et al. 2015). This enables the effec-
tive elimination of not just the floating and dispersed oil but
the emulsified micro- and nano-sized oil droplets as well. As
membrane filtration, microfiltration (Abadi et al. 2011; Hu
et al. 2015; Masoudnia et al. 2014; Salahi et al. 2010;
Shokrkar et al. 2012; Zhang et al. 2018), ultrafiltration
(Masoudnia et al. 2014; Saki and Uzal 2018; Salahi et al.
2010; Yi et al. 2011), nanofiltration (Golpour and Pakizeh
2017; Zhao et al. 2019), or even reverse osmosis (Kasemset
et al. 2013) can be used, resulting in increasing purification
efficiency in this order.

Membrane separation techniques are widely used in waste-
water treatment since they can be easily scaled up and inte-
grated; moreover, they have low operating cost and high re-
moval efficiency (Golpour and Pakizeh 2017). However, foul-
ing has been a crucial challenge of membrane filtration pro-
cesses since the birth of this technology, especially in the case
of oil-in-water emulsions. Oily contaminants quickly form a
hydrophobic layer acting as a significant water barrier on the
membrane surface, which reduces water flux, decreases mem-
brane lifespan, and increases energy consumption (Liu et al.
2018; Matos et al. 2016; Padaki et al. 2015; Yin and Zhou
2015; Zhao et al. 2019).

Various strategies have been investigated to mitigate mem-
brane fouling such as the improvement of operational condi-
tions, feed pretreatment methods, and membrane modification
processes. Among the suitable pretreatment methods, chemi-
cal destabilization (Matos et al. 2016; Metcalfe et al. 2016),
ion exchange (Lindau and Jijnsson 1994), gas injection (Um
et al. 2001), and pre-oxidation (Xue et al. 2016) proved to be
efficient to reduce the accumulation of the oily contaminants
on membrane surfaces. For the membrane filtration of waste-
waters contaminated with antibiotics (Alpatova et al. 2013),
humic acid (Byun et al. 2015; Jermann et al. 2008), or natural
organic matter (Cheng et al. 2016), pre-ozonation was found
to be a beneficial pretreatment. Recently, it was also proved to
be efficient to decrease membrane fouling in the case of oily
wastewaters (Veréb et al. 2018b; Xue et al. 2016) due to the
effective surface charge modification of the oil droplets. This
results in reduced adherence ability on the membrane surface
because of the increased electrostatic repulsive force between
the oil droplets and the membrane material.

Membrane surface modification – via the improvement of
the hydrophilicity – is another very effective method to reduce
membrane fouling in the case of hydrophobic oily contami-
nants. There are various methods to improve the hydrophilic-
ity of membranes (Miller et al. 2017; Van der Bruggen 2009)
including sulfonation (Baroña et al. 2007), carboxylation
(Sajitha et al. 2002), polymer blending (Fang et al. 2017),
plasma- or UV-induced grafting (Susanto et al. 2007;
Wavhal and Fisher 2002; Wu et al. 2018), and nanoparticle-
based surface modifications (Hu et al. 2015; Islam et al. 2017;

Saki and Uzal 2018; Yi et al. 2011; Yin and Zhou 2015; Zhou
et al. 2010). Among the various nanomaterials, the ones with
photocatalytic properties can provide – apart from the in-
creased hydrophilicity – the possibility to degrade organic
fouling contaminants by simple UVor solar irradiation, which
proved to be efficient to decompose oily contaminants from
membrane surfaces (Chang et al. 2014; Gondal et al. 2014;
Moslehyani et al. 2015; Pan et al. 2012; Shi et al. 2016; Tan
et al. 2015). In our recent studies (Kovács et al. 2018; Veréb
et al. 2018a), TiO2 and TiO2/CNT coatings resulted in excel-
lent antifouling effect during the ultrafiltration of synthetic oil-
in-water emulsions and, in addition, TiO2/CNT-composite-
modified membrane showed increased photocatalytic activity.

In the present study, two recently published and very prom-
ising methods, namely, the nanomaterial-based modification of
membranes (Veréb et al. 2018a) and/or pre-ozonation (Veréb
et al. 2018b; Veréb et al. 2019) were used separately and simul-
taneously for the mitigation of fouling during the ultrafiltration
of an industrial oil-contaminated (produced) water. Investigated
membrane materials widely used were polyethersulfone (PES),
outstandingly durable polytetrafluoroethylene (PTFE), and
polyvinylidene fluoride (PVDF), which is widely used to pre-
pare nanomaterial-modifiedmembranes. Achievable fluxes, fil-
tration resistances, fouling mechanisms, and purification effi-
ciencies were compared in detail in the case of the different
membranes, with or without the application of a short pre-
ozonation to determine the achievable advantages in a realistic
system.

Materials and methods

Description of the collected produced water

The investigated oil-contaminated wastewater (produced wa-
ter) was provided by a South Hungarian oil production com-
pany. The produced water was pre-purified by the local waste-
water treatment technology including chemical destabilization
and sand filtration. By the application of the installed technol-
ogy, the current emission limit values are achieved, but the
organoleptic properties of the treated wastewater (such as
smell, color, and turbidity) suggest the presence of remaining
oily contaminants in significant amounts. Moreover, higher
purification efficiency is expected to be required in the future
to ensure environmental sustainability. The pretreated waste-
water was characterized by conductivity, pH, turbidity, chem-
ical oxygen demand (COD), and extractable oil content
(TOG/TPH) measurements (Table 1).

Ozonation

When the produced water was pre-ozonated (before mem-
brane filtration), the ozone was generated from clean oxygen
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(Messer; 3.5) by a flow-type ozone generator (BMT 802X,
Germany), and it was bubbled through a glass diffuser into a
batch reactor (V = 500 mL) for 2 min. The ozone concentra-
tion of the inlet was 14 ± 1 mg L−1, the gas flow rate was
1 L min−1, and the absorbances of inlet and outlet were mea-
sured in every 30 s with a UV spectrophotometer (WPA
Biowave II, UK) at λ = 254 nm to calculate the absorbed
ozone dose (εozone, λ = 254 nm = 3000 M−1 cm−1), which was
28 ± 2 mg L−1, after 2 min. The remaining dissolved ozone
was purged out by oxygen after the treatments (t = 5 min) to
avoid the possible damage of the polymeric membranes dur-
ing the subsequent membrane filtration experiments. The ef-
fects of pre-ozonation on the size distribution of oil droplets
and on zeta potential were investigated by dynamic light scat-
tering measurements (Malvern ZetaSizer Nano ZS, UK; λ =
633 nm, T = 25 ± 0.1 °C).

Membrane filtration

Membrane filtration experiments were carried out in a mag-
netically stirred dead-end reactor (Millipore XFUF07601,
USA) equipped with a circular (filtration area: 37.4 cm2)
PES, PVDF, or PTFE ultrafilter (UF) membranes (New
Logic Research INC, USA) or two different kinds of
nanomaterial-covered PVDF membranes (MWCO =
100 kDa, for each membrane). The PTFE membranes were
preconditioned before the filtration experiments by soaking
them in acetone (Spektrum 3D, 99.5% purity) for 1 h to make
them hydrophilic, since in their original form, they are hydro-
phobic and they can be used for water filtration only after this
(or other kind of) conditioning procedure (Hong et al. 2003).
In the case of commercial PES, PVDF, and modified PVDF
membranes, simple water soaking was applied before the ex-
periments. During the filtration experiments, 0.1 MPa trans-
membrane pressure and 5.83 s−1 (350 rpm) stirring speed were
applied. In all cases, 200 mL permeate was filtered from the
initial 250 mL volumes (volume reduction ratio, VRR = 5).

Modification of commercial PVDF membranes
with nanomaterials

The surfaces of commercial PVDFmembranes were modified
in some cases by covering them with titanium dioxide nano-
particles (TiO2; Aeroxide P25, Germany, d = 25–39 nm,
aSBET = 50.6 m2 g−1) or carbon nanotube-containing (CNT;
Nanothinx NTX1 multi-walled carbon nanotube, Greece, l ≥
10 μm; d = 15–35 nm) TiO2/CNT nanocomposites (contain-
ing 1 wt% of CNT). The nanomaterials were suspended in 2-

propanol (mnanomaterial = 40 mg, V2-propanol = 100 mL) by ul-
trasonic homogenization (Hielscher UP200S, Germany) at
25 °C for 2 min (maximal amplitude and cycle were applied).
Then for the physical deposition of the nanomaterials, the
suspension was filtered through the membrane, applying
0.3 MPa transmembrane pressure, then it was dried in air at
room temperature (final nanomaterial coverage was ~
1.0 mg cm−2). This physical deposition resulted in the durable
immobilization of the nanoparticles in our experimental con-
ditions, which was proved by an additional experiment: a
coated membrane was placed into the membrane reactor filled
with pure water, which was continuously and intensively
stirred for 12 h. During this experiment, no significant particle
leaching was observed, which was reinforced by mass mea-
surements of the dried membrane and turbidity measurements
of the stirred water.

Determination of purification efficiency

The purification efficiency of membrane filtration was deter-
mined by measuring the turbidity, chemical oxygen demand
(COD), and extractable oil content (TOG/TPH). Turbidity
values were measured with a Hach 2100 N-type nephelomet-
ric turbidity meter. COD values were measured by a standard
method based on potassium dichromate oxidation using stan-
dard test tubes (Hanna Instruments, USA), a Lovibond ET
108-type digester (for 2 h, at T = 150 °C), and a Lovibond
COD Vario-type photometer. Extractable oil content was mea-
sured by aWilks InfraCal TOG/TPH-type analyzer, using hex-
ane as extracting solvent. The purification efficiencies (R)
were determined as:

R ¼ 1−
a
a0

� �
� 100% ð1Þ

where a0 is either the turbidity, COD, or TOG/TPH value of
the feed, while a indicates the value of the permeate.

Calculation of different filtration resistances
and fouling resistance abilities

The membrane resistance (RM) was calculated as:

RM ¼ Δp
JWηW

m−1� � ð2Þ

whereΔp is the transmembrane pressure [Pa], JW is the water
flux of the clean membrane [m3 m−2 s−1], and ηW is the vis-
cosity of the water [Pa s].

Table 1 Measured properties of
the investigated produced water
after the local pretreatment

Turbidity (NTU) pH Conductivity (mS cm−1) COD (mg L−1) TOG/TPH (mg L−1)

44.2 ± 0.5 7.65 ± 0.05 5.1 ± 0.05 927 ± 10 28 ± 2
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The irreversible resistance (RIrrev) was determined by
remeasuring the water flux on the used membrane after the
filtration, followed by a purification step (intensive rinsing
with distilled water):

RIrrev ¼ Δp
JWAηW

−RM m−1� � ð3Þ

where JWA is the water flux after the cleaning procedure.
The reversible resistance (RRev – caused by weakly adhered

contaminants and concentration polarization layer) can be cal-
culated as:

RRev ¼ Δp
JcηWW

−RIrrev−RM m−1� � ð4Þ

where Jc is the flux at the end of the filtration and ηww is the
viscosity of the wastewater. The total resistance (RT) can be
calculated as:

RT ¼ RM þ RIrrev þ RRev m−1� � ð5Þ

To evaluate the fouling resistance ability of the membranes,
the flux decay ratio (FDR) and the flux recovery ratio (FRR)
were also calculated:

FDR ¼ JW−Jc
JW

100% ð6Þ

FRR ¼ JWA

JW
100% ð7Þ

where JW is the water flux of the clean membrane, Jc is
the flux at the end of the filtration of the oily wastewa-
ter (at VRR = 5), and JWA is the water flux after the
cleaning procedure.

Membrane surface characterization by contact angle
measurements

For the description of the hydrophilicity of the investigated
membranes, the contact angles – formed between the mem-
brane surfaces and distilled water droplets – were measured
using the sessile drop method (DataPhysics Contact Angle
System OCA15Pro, Germany) at room temperature. Ten mi-
croliters of distilled water were carefully dropped onto the
surface, and contact angles were immediately measured, with-
in 3 s. The measurements were repeated five times, and the
average values were calculated. In the case of the PES and
PVDF membranes, the contact angles were determined to be
55.9 ± 0.8° and 57.2 ± 0.6°, respectively. In the case of
nanomaterial (both TiO2 and TiO2/CNT)-covered mem-
branes, the dropped water spread immediately on the surface,
so the contact angles could not be measured (they can be
regarded as zero). The PTFE membrane was hydrophobic in
its original form as the contact angle was 105.5 ± 2.5°, but

after acetone conditioning, the hydrophilicity cannot be deter-
mined as the surface was wet.

Surface analysis of membranes

Surface morphology characterization and semiquantitative
chemical analysis of the membranes were performed – in
some cases – with a HITACHI S-4700 Type II cold field
emission scanning electron microscope (SEM) operated at
10 or 20 kV accelerating voltages, by using the integrated
secondary electron detector or Röntec QX2 EDS detector.

Results and discussion

Effects of pre-ozonation on the produced water

Firstly, the effects of pre-ozonation on the conductivity, pH,
turbidity, chemical oxygen demand (COD), extractable oil
content (TOG/TPH), zeta potential, and size distribution of
the produced water were investigated. On the basis of our
previous study (Veréb et al. 2018b), just the very brief pre-
ozonation of oil-in-water emulsions leads to significantly in-
creased flux during the ultrafiltration; therefore, only 2-min-
long pre-ozonation was applied, which resulted in 28 ±
2 mg L−1 of absorbed ozone dose. The determined changes
in the produced water’s characteristics are presented in Fig. 1.

While the conductivity and pH did not change significantly
by this short treatment, the COD and TOG/TPH values de-
creased notably – from 927 mg L−1 to 828 mg L−1 and from
28 mg L−1 to 20 mg L−1, respectively – due to the oxidation,
and the negative surface charge of the oil droplets increased
significantly as it is indicated by the zeta potential values: it
increased from − 19.1 mV to − 26.3 mVafter ozonation. The
dynamic light scattering measurements indicated polydisperse
size distribution with two volume maximums at 460 and
5560 nm. The applied short pre-ozonation did not cause im-
portant changes in the size distribution, but interestingly, both
the two well-known ozonation-related effects can be observed
in Fig. 1: the fragmentation effect (Veréb et al. 2018b) in the
case of nanoscaled droplets (caused by the high oxidation
capacity of ozone) and the microflocculation effect in the case
of micro-sized droplets. The latter effect can be related to
many different explanations as it is well described in the liter-
ature (Jekel 1994):

& Ozone may release/oxidize Fe2+ or Mn2+ ions of organo-
metallic complexes, leading to coagulation by hydroxide
precipitates.

& Ozonation may induce a partial polymerization of dis-
solved organics, forming polyelectrolytes.

& The loss of CO2 can induce CaCO3 precipitation and par-
ticle aggregation.

Environ Sci Pollut Res



This latter explanation may also explain the slight increase
in the pH value, which was observed during our experiments.

Fluxes of different membranes with and
without pre-ozonation

Membrane filtration experiments were carried with the inves-
tigated 5 different membranes with and without pre-ozona-
tion. During the filtration, the fluxes were measured continu-
ously until the volume reduction ratio was 5. The measured
flux curves are presented in Fig. 2.

In the case of the absence of pre-ozonation (Fig. 2a), by
applying any of the three commercial membranes – PES,
PVDF, and PTFE – quick and significant flux reduction was
observed, which resulted in negligible stabilized flux values

(at VRR = 5): 104, 121, and 62 L m−2 h−1, respectively.
Nevertheless, in the case of nanomaterial-modified PVDF
membranes, much lower flux reductions were observed both
in the case of TiO2 and TiO2/CNT impregnations. The stabi-
lized fluxes were more than 2.5 times higher compared to the
uncoated commercial PVDF membrane: 326 and
301 L m−2 h−1, in the case of TiO2 and TiO2/CNT coatings,
respectively. Considering the low transmembrane pressure
(0.1 MPa), these flux values are outstanding compared to the
ones in the literature. Abadi et al. reported 200–250 L m−2 h−1

achievable fluxes by using a ceramic microfilter membrane at
the same transmembrane pressure (0.1 MPa) for the purifica-
tion of similarly contaminated (26 mg L−1) oily wastewater
(Abadi et al. 2011). In the publication of Yi et al., much lower
flux (~ 40 L m−2 h−1 at 0.1 MPa transmembrane pressure; no
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available data on the oil concentration) was demonstrated in
the case of TiO2/Al2O3-modified PVDF membranes (Yi et al.
2011). Saki et al. also published much lower achievable fluxes
(in the case of a heavily oil-contaminated water) by using their
PSF/PEI/CaCO3 nanocomposite UF membranes: fluxes were
28, 26, 32, and 98 L m−2 h−1 for the membranes with
1, 2, 5, and 10 wt% CaCO3 nanoparticle loadings, re-
spectively, at 2 bar pressure (Saki and Uzal 2018). Our
results confirm the significant advantages of the used
highly hydrophilic nanomaterial coating in the case of
real oily wastewaters (produced waters), as it inhibited
the adherence of the oil droplets to the surface, preventing the
formation of a hydrophobic water barrier layer and the fouling
of the pores.

By the application of pre-ozonation, significant flux in-
creasing effects were observed in the case of commercial
membranes (Fig. 2b): the stabilized flux values were 177,

155, and 125 L m−2 h−1 by using the PES, PVDF, and PTFE
membranes, respectively. These fluxes mean 70, 28, and
102% increases, respectively, which can be interpreted as sig-
nificant improvements, but these values are still far lower than
the achievable fluxes by using the nanomaterial-covered
membranes. Nevertheless, the fluxes slightly increased after
pre-ozonation as well when TiO2 and TiO2/CNT-modified
membranes were used: these values were 362 and
339 L m−2 h−1, respectively (11 and 13% increase).

On the basis of the measured fluxes, it can be interpreted
that even the more negatively charged oil droplets (resulted by
the pre-ozonation) can significantly decrease the adhesion of
the oil droplets on the membrane surfaces, but the hydrophi-
licity of the surface plays a more significant role in the adher-
ence of these hydrophobic contaminants than the electrostatic
forces: the hydrophilic coverages resulted in much higher
fluxes, while pre-ozonation caused just mild further increases.
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Filtration resistances

The calculated different filtration resistances (membrane, re-
versible, irreversible, and total resistances) are presented in
Fig. 3.

In general, pre-ozonation reduced the total filtration resis-
tance in the case of each membrane, although the degree of
this effect varies greatly, depending on the membrane. On one
hand, the most significant total filtration resistance reduction
was determined in the case of the PTFE membrane (both

irreversible and reversible resistances were reduced), but on
the other hand, the highest total filtration resistance was also
observed in the case of this membrane after pre-ozonation
(Fig. 3b). Although the PTFEmembrane had the lowest mem-
brane resistance – due to the pre-conditioning procedure with
acetone – but the high initial flux can cause a rapid buildup of
a significant concentration polarization layer and the intense
coalescence of the hydrophobic contaminants. Furthermore,
the presence of acetone also contributes to the adhesion of
hydrophobic oil droplets on the surface. Overall, these effects

Fig. 5 SEM micrographs of the (a) neat PVDF membrane, (b) used
(contaminated) PVDFmembrane, (c) clean TiO2/CNT-coated membrane,
(d) TiO2/CNT-coated membrane after use (contaminated), and (e) the

contaminated TiO2/CNT-coated membrane after its photocatalytic
purification
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resulted in the highest reversible and irreversible resistances of
this series in the case of the PTFE membrane. Pre-ozonation
was able to significantly reduce these mechanisms by the in-
creased electrostatic repulsive forces, resulting significantly
lower reversible and irreversible resistances, but for the sepa-
ration of oily contaminants the acetone pre-conditioned PTFE
membrane cannot be recommended neither with nor without
pre-ozonation.

A significant reduction of the total filtration resistance was
observed also in the case of PES and PVDF membranes,
which mainly originated from the reduced reversible resis-
tances. However, the lowest total filtration resistances were
observed during the utilization of TiO2 and TiO2/CNT-cov-
ered membranes, and the reversible and irreversible resis-
tances were very low too. Pre-ozonation further reduced

slightly the total filtration resistances, which were most likely
originated from the reduced irreversible resistances
(Fig. 3a, b). Overall, the filtration resistances also proved the
outstanding advantages of nanomaterial-modified
membranes.

Fouling resistance ability of the membranes

To determine the fouling resistance ability of the membranes,
the flux decay ratios (FDR) and the flux recovery ratios (FRR)
were calculated, both in the presence and in the absence of
pre-ozonation. The results are presented in Fig. 4.

FRR values indicate the percentage recovery of the original
water flux of the clean membrane after its utilization and pu-
rification by water rinsing, so higher values are beneficial and
indicate better antifouling property. As it is presented in
Fig. 4a, the application of pre-ozonation always increased
the FRR values. This means better cleanability of the mem-
branes, which can be explained by the more negative zeta-
potential values after pre-ozonation, which increased the elec-
trostatic repulsive forces between the droplets themselves –
resulting in reduced coalescence – and between the droplets
and membrane surfaces, making the adherence of the contam-
inants to the surface less likely. The highest FRR value was
determined in the case of the TiO2/CNT-covered membrane,
when it was used for the filtration of the pre-ozonized waste-
water, but the PES membrane and the TiO2-covered PVDF
membranes also had excellent FRR values.

As FDR values indicate the percentage flux decays during
the filtration, the lower values are favorable; therefore, the
nanomaterial-covered membranes were the most beneficial
in relation to these values (Fig. 4b). A general, minor benefi-
cial effect of pre-ozonation was also observed in accordance
with the FDR values.
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Photocatalytic cleaning of the contaminated
nanomaterial-coated membranes

In the case of the photocatalyst (both the TiO2 and the TiO2/
CNT) covered membranes, after a 12-h–long UV irradiation
(Lightech, 10 W, λmax ∼ 365 nm, UV intensity: 24 mW m−2),
the original water flux was completely recovered, due to the
photocatalytic degradation of the remaining contaminants.
Control experiments were also carried out, and without UV
light, no notable change of the flux was measured, while the
UV irradiation of the oil-contaminated, but not nanomaterial-
coated membrane, did not result in any measurable flux re-
covery either. In addition, some micrographs were taken by
scanning electron microscopy (Fig. 5), and elemental analysis
(Fig. 6) were also carried out for the TiO2/CNT-coated, the oil-
contaminated, and the photocatalytically purified membranes.
The micrographs (Fig. 5) show that in the case of uncoated
membrane, a thick contaminant layer formed, while the TiO2/
CNTcoating significantly reduced the amount of accumulated
contaminants. The successful photocatalytic purification was
confirmed by the micrographs (Fig. 5), and the elemental
analysis of the membranes also proved the significant reduc-
tion of carbon content by photocatalytic purification (Fig. 6).

Purification efficiencies

Purification efficiencies of membrane filtrations were always
determined by measuring the COD, turbidity, and TOG/TPH
values of the permeates. In relation to the COD values
(Fig. 7a), it can be estimated that pre-ozonation resulted in a
12% decrease, while membrane filtration resulted in a 16–23%
decrease, but there was not any significant difference by using
the differentmembranes or by the presence/absence of pre-ozon-
ation. The measured high COD values of the permeates indicate
high amount of dissolved oxidizable (organic and/or inorganic)
compounds in thewastewater. Turbidity values always indicated
> 99% purification efficiency. The extractable oil contents
(TOG/TPH) of the different samples are presented in Fig. 7b.

Extractable oil content significantly decreased even by the
short pre-ozonation (from 28 to 20 mg L−1), and after the mem-
brane filtration, 83–91% purification efficiencies were deter-
mined when the commercial membranes were used. During
the application of the nanomaterial-covered membranes, these
values were 95–99%. Interestingly, in the case of commercial
membranes, pre-ozonation resulted in slightly higher oil elim-
ination efficiencies, which can be explained by the increased
electrostatic repulsive force between the membrane and the
contaminants. Nevertheless, the outstanding oil separation effi-
ciency of the nanomaterial-covered membranes cannot be en-
hanced further by the short pre-ozonation; moreover, slightly
lower efficiencies were determined in these cases.

Overall, in relation to the purification efficiency, the
nanomaterial-modified membranes were the most beneficial,

especially without pre-ozonation, resulting in excellent oil re-
moval efficiency.

Conclusions

Pre-ozonation resulted in the reduction of total filtration resis-
tance in all cases (especially in the case of the commercial
ultrafilter membranes), independently from the membrane ma-
terial. However, far from the lowest filtration resistances were
measured in the case of nanomaterial (TiO2 and TiO2/CNT)-
modified membranes, and in this case, pre-ozonation caused
only a slight further reduction of the total filtration resistance.

In relation to the flux recovery ratio (FRR), the utilization
of TiO2/CNT-covered membrane combined with pre-
ozonation was the most beneficial, but the nanomaterial-
covered membranes and PES membrane also showed great
values. Ozone pretreatment resulted in increased FRR values
(except for the PVDFmembrane), proving that better antifoul-
ing properties can be achieved by its application.

The elimination of extractable oil content was 83–91% in
the case of commercial membranes and 95–99% for
nanomaterial-coated membranes. Pre-ozonation caused a
slight decrease in purification efficiency when the modified
membranes were used.

The highest fluxes were also measured in the case of
nanomaterial-coated membranes. Without pre-ozonation, 326
and 301 L m−2 h−1 values were measured, while by applying
pre-ozonation, 362 and 339 L m−2 h−1 fluxes were achieved in
the case of TiO2 and TiO2/CNT coatings, respectively.

Overall, the utilization of nanomaterial-modified mem-
branes was more beneficial than pre-ozonation in the case of
the investigated oily wastewater. The combination of pre-
ozonation with filtration using nanomaterial-modified mem-
branes was also advantageous concerning the filtration prop-
erties such as the flux, filtration resistances, and antifouling
properties.

Acknowledgements Open access funding provided by University of
Szeged (SZTE, Grant number: 4542).

Funding information This project was supported by the János Bolyai
Research Scholarship of the Hungarian Academy of Sciences and by the
New National Excellence Program of the Ministry of Human Capacities
(UNKP-18-4). The project was also supported by the Hungarian Science
and Research Foundation (2017-2.3.7-TÉT-IN-2017-00016), by the
Hungarian State and the European Union (EFOP-3.6.2-16-2017-00010),
and by the Ministry of Science and Technology of the Government of
India (DST/INT/HUN/P17/2017). The authors are grateful to Tamás
Gyulavári for his valuable contribution in proofreading the manuscript.

Open Access This article is licensed under a Creative Commons
Attribution 4.0 International License, which permits use, sharing, adap-
tation, distribution and reproduction in any medium or format, as long as
you give appropriate credit to the original author(s) and the source, pro-
vide a link to the Creative Commons licence, and indicate if changes were

Environ Sci Pollut Res



made. The images or other third party material in this article are included
in the article's Creative Commons licence, unless indicated otherwise in a
credit line to the material. If material is not included in the article's
Creative Commons licence and your intended use is not permitted by
statutory regulation or exceeds the permitted use, you will need to obtain
permission directly from the copyright holder. To view a copy of this
licence, visit http://creativecommons.org/licenses/by/4.0/.

References

Abadi SRH, Sebzari MR, Hemati M, Rekabdar F, Mohammadi T (2011)
Ceramic membrane performance in microfiltration of oily wastewa-
ter. Desalination 265:222–228. https://doi.org/10.1016/j.desal.2010.
07.055

Alpatova AL, Davies SH, Masten SJ (2013) Hybrid ozonation-ceramic
membrane filtration of surface waters: the effect of water character-
istics on permeate flux and the removal of DBP precursors,
dicloxacillin and ceftazidime. Sep Purif Technol 107:179–186.
https://doi.org/10.1016/j.seppur.2013.01.013

Al-Shamrani AA, James A, Xiao H (2002) Separation of oil from water
by dissolved air flotation. Colloids Surf A Physicochem Eng Asp
209:15–26

BaroñaGNB, Cha BJ, JungB (2007) Negatively charged poly(vinylidene
fluoride) microfiltration membranes by sulfonation. J Membr Sci
290:46–54. https://doi.org/10.1016/j.memsci.2006.12.013

Boleydei H, Mirghaffari N, Farhadian O (2018) Comparative study on
adsorption of crude oil and spent engine oil from seawater and
freshwater using algal biomass. Environ Sci Pollut Res Int 25:
21024–21035. https://doi.org/10.1007/s11356-018-2281-y

Byun S, Taurozzi JS, Tarabara VV (2015) Ozonation as a pretreatment for
nanofiltration: Effect of oxidation pathway on the permeate flux.
Sep Purif Technol 149:174–182. https://doi.org/10.1016/j.seppur.
2015.05.035

Cai Y, Chen D, Li N, Xu Q, Li H, He J, Lu J (2018) A smart membrane
with antifouling capability and switchable oil wettability for high-
efficiency oil/water emulsions separation. J Membr Sci 555:69–77.
https://doi.org/10.1016/j.memsci.2018.03.042

Cambiella A, Benito JM, Pazos C, Coca J (2006) Centrifugal separation
efficiency in the treatment of waste emulsified oils. Chem Eng Res
Des 84:69–76. https://doi.org/10.1205/cherd.05130

Chang Q et al (2014) Application of ceramic microfiltration membrane
modified by nano-TiO2 coating in separation of a stable oil-in-water
emulsion. J Membr Sci 456:128–133. https://doi.org/10.1016/j.
memsci.2014.01.029

Cheng X et al (2016) Effects of pre-ozonation on the ultrafiltration of
different natural organic matter (NOM) fractions: membrane fouling
mitigation, prediction and mechanism. J Membr Sci 505:15–25.
https://doi.org/10.1016/j.memsci.2016.01.022

Fakhru'l-Razi A, Pendashteh A, Abdullah LC, Biak DR, Madaeni SS,
Abidin ZZ (2009) Review of technologies for oil and gas produced
water treatment. J Hazard Mater 170:530–551. https://doi.org/10.
1016/j.jhazmat.2009.05.044

Fang L-F, Jeon S, Kakihana Y, J-i K, Zhu B-K, Matsuyama H, Zhao S
(2017) Improved antifouling properties of polyvinyl chloride blend
membranes by novel phosphate based-zwitterionic polymer addi-
tive. J Membr Sci 528:326–335. https://doi.org/10.1016/j.memsci.
2017.01.044

Golpour M, Pakizeh M (2017) Development of a new nanofiltration
membrane for removal of kinetic hydrate inhibitor from water. Sep
Purif Technol 183:237–248. https://doi.org/10.1016/j.seppur.2017.
04.011

Gondal MA, Sadullah MS, Dastageer MA, McKinley GH, Panchanathan
D, Varanasi KK (2014) Study of factors governing oil-water sepa-
ration process using TiO(2) films prepared by spray deposition of
nanoparticle dispersions. ACS Appl Mater Interfaces 6:13422–
13429. https://doi.org/10.1021/am501867b

Hong PK, Xiao T (2013) Treatment of oil spill water by ozonation and
sand filtration. Chemosphere 91:641–647. https://doi.org/10.1016/j.
chemosphere.2013.01.010

Hong A, Fane AG, Burford R (2003) Factors affecting membrane coa-
lescence of stable oil-in-water emulsions. J Membr Sci 222:19–39.
https://doi.org/10.1016/s0376-7388(03)00137-6

Hu X et al (2015) The improved oil/water separation performance of
graphene oxide modified Al2O3 microfiltration membrane. J
Membr Sci 476:200–204. https://doi.org/10.1016/j.memsci.2014.
11.043

Islam MS, McCutcheon JR, Rahaman MS (2017) A high flux polyvinyl
acetate-coated electrospun nylon 6/SiO 2 composite microfiltration
membrane for the separation of oil-in-water emulsion with improved
antifouling performance. J Membr Sci 537:297–309. https://doi.org/
10.1016/j.memsci.2017.05.019

Jekel MR (1994) Flocculation effects of ozone. Ozone Sci Eng 16:55–66.
https://doi.org/10.1080/01919519408552380

Jermann D, PronkW, Kagi R, HalbeisenM, Boller M (2008) Influence of
interactions between NOM and particles on UF fouling mecha-
nisms. Water Res 42:3870–3878. https://doi.org/10.1016/j.watres.
2008.05.013

Kasemset S, Lee A, Miller DJ, Freeman BD, Sharma MM (2013) Effect
of polydopamine deposition conditions on fouling resistance, phys-
ical properties, and permeation properties of reverse osmosis mem-
branes in oil/water separation. J Membr Sci 425-426:208–216.
https://doi.org/10.1016/j.memsci.2012.08.049

Kovács I, Veréb G, Kertész S, Hodúr C, László Z (2018) Fouling mitiga-
tion and cleanability of TiO2 photocatalyst-modified PVDF mem-
branes during ultrafiltration of model oily wastewater with different
salt contents. Environ Sci Pollut Res 25:34912. https://doi.org/10.
1007/s11356-017-0998-7

Lindau J, Jijnsson A-S (1994) Cleaning of ultrafiltration membranes after
treatment of oily waste water. J Membr Sci 87:71–78

Liu Q, Huang S, Zhang Y, Zhao S (2018) Comparing the antifouling
effects of activated carbon and TiO2 in ultrafiltration membrane
development. J Colloid Interface Sci 515:109–118. https://doi.org/
10.1016/j.jcis.2018.01.026

Masoudnia K, Raisi A, Aroujalian A, Fathizadeh M (2014) A hybrid
microfiltration/ultrafiltration membrane process for treatment of oily
wastewater. Desalin Water Treat 55:901–912. https://doi.org/10.
1080/19443994.2014.922501

Matos M, García CF, Suárez MA, Pazos C, Benito JM (2016) Treatment
of oil-in-water emulsions by a destabilization/ultrafiltration hybrid
process: statistical analysis of operating parameters. J Taiwan Inst
Chem Eng 59:295–302. https://doi.org/10.1016/j.jtice.2015.08.006

Metcalfe D, Jarvis P, Rockey C, Judd S (2016) Pre-treatment of surface
waters for ceramic microfiltration. Sep Purif Technol 163:173–180.
https://doi.org/10.1016/j.seppur.2016.02.046

Miller DJ, Dreyer DR, Bielawski CW, Paul DR, Freeman BD (2017)
Surface modification of water purification membranes. Angew
Chem Int Ed 56:4662–4711. https://doi.org/10.1002/anie.
201601509

Moslehyani A, Ismail AF, Othman MHD, Matsuura T (2015)
Hydrocarbon degradation and separation of bilge water via a novel
TiO2-HNTs/PVDF-based photocatalytic membrane reactor (PMR).
RSC Adv 5:14147–14155. https://doi.org/10.1039/c4ra14172e

Padaki M et al (2015) Membrane technology enhancement in oil–water
separation. A review. Desalination 357:197–207. https://doi.org/10.
1016/j.desal.2014.11.023

Pan Y, Wang T, Sun H, Wang W (2012) Preparation and application of
titanium dioxide dynamic membranes in microfiltration of oil-in-

Environ Sci Pollut Res

http://creativecommons.org/licenses/by/4.0/
https://doi.org/10.1016/j.desal.2010.07.055
https://doi.org/10.1016/j.desal.2010.07.055
https://doi.org/10.1016/j.seppur.2013.01.013
https://doi.org/10.1016/j.memsci.2006.12.013
https://doi.org/10.1007/s11356-018-2281-y
https://doi.org/10.1016/j.seppur.2015.05.035
https://doi.org/10.1016/j.seppur.2015.05.035
https://doi.org/10.1016/j.memsci.2018.03.042
https://doi.org/10.1205/cherd.05130
https://doi.org/10.1016/j.memsci.2014.01.029
https://doi.org/10.1016/j.memsci.2014.01.029
http://creativecommons.org/licenses/by/4.0/
https://doi.org/10.1016/j.jhazmat.2009.05.044
https://doi.org/10.1016/j.jhazmat.2009.05.044
https://doi.org/10.1016/j.memsci.2017.01.044
https://doi.org/10.1016/j.memsci.2017.01.044
https://doi.org/10.1016/j.seppur.2017.04.011
https://doi.org/10.1016/j.seppur.2017.04.011
https://doi.org/10.1021/am501867b
https://doi.org/10.1016/j.chemosphere.2013.01.010
https://doi.org/10.1016/j.chemosphere.2013.01.010
https://doi.org/10.1016/s0376-7388(03)00137-6
https://doi.org/10.1016/j.memsci.2014.11.043
https://doi.org/10.1016/j.memsci.2014.11.043
https://doi.org/10.1016/j.memsci.2017.05.019
https://doi.org/10.1016/j.memsci.2017.05.019
https://doi.org/10.1080/01919519408552380
https://doi.org/10.1016/j.watres.2008.05.013
https://doi.org/10.1016/j.watres.2008.05.013
https://doi.org/10.1016/j.memsci.2012.08.049
https://doi.org/10.1007/s11356-017-0998-7
https://doi.org/10.1007/s11356-017-0998-7
https://doi.org/10.1016/j.jcis.2018.01.026
https://doi.org/10.1016/j.jcis.2018.01.026
https://doi.org/10.1080/19443994.2014.922501
https://doi.org/10.1080/19443994.2014.922501
https://doi.org/10.1016/j.jtice.2015.08.006
https://doi.org/10.1016/j.seppur.2016.02.046
https://doi.org/10.1002/anie.201601509
https://doi.org/10.1002/anie.201601509
https://doi.org/10.1039/c4ra14172e
https://doi.org/10.1016/j.desal.2014.11.023
https://doi.org/10.1016/j.desal.2014.11.023


water emulsions. Sep Purif Technol 89:78–83. https://doi.org/10.
1016/j.seppur.2012.01.010

Rodriguez Boluarte IA et al (2016) Reuse of car wash wastewater by
chemical coagulation and membrane bioreactor treatment processes.
Int Biodeterior Biodegradation 113:44–48. https://doi.org/10.1016/j.
ibiod.2016.01.017

Rubio J, Souza ML, Smith RW (2002) Overview of flotation as a waste-
water treatment technique. Miner Eng 15:139–155

Sajitha CJ, Mahendran R, Mohan D (2002) Studies on cellulose acetate–
carboxylated polysulfone blend ultrafiltration membranes––Part I.
Eur Polym J 38:2507–2511. https://doi.org/10.1016/S0014-
3057(02)00135-0

Saki S, Uzal N (2018) Preparation and characterization of PSF/PEI/
CaCO3 nanocomposite membranes for oil/water separation.
Environ Sci Pollut Res Int 25:25315–25326. https://doi.org/10.
1007/s11356-018-2615-9

Salahi A, Gheshlaghi A, Mohammadi T, Madaeni SS (2010)
Experimental performance evaluation of polymeric membranes for
treatment of an industrial oily wastewater. Desalination 262:235–
242. https://doi.org/10.1016/j.desal.2010.06.021

Shi H, He Y, Pan Y, Di H, Zeng G, Zhang L, Zhang C (2016) A modified
mussel- inspired method to fabr icate TiO2 decorated
superhydrophilic PVDF membrane for oil/water separation. J
Membr Sci 506:60–70. https://doi.org/10.1016/j.memsci.2016.01.
053

Shokrkar H, Salahi A, Kasiri N, Mohammadi T (2012) Prediction of
permeation flux decline during MF of oily wastewater using genetic
programming. Chem Eng Res Des 90:846–853. https://doi.org/10.
1016/j.cherd.2011.10.002

Stewart M, Arnold K (2009) Produced water treating systems. In:
Emulsions and Oil Treating Equipment. pp 107–211. doi:https://
doi.org/10.1016/b978-0-7506-8970-0.00003-7

Susanto H, Balakrishnan M, Ulbricht M (2007) Via surface
functionalization by photograft copolymerization to low-fouling
polyethersulfone-based ultrafiltration membranes. J Membr Sci
288:157–167. https://doi.org/10.1016/j.memsci.2006.11.013

Tan BYL, Tai MH, Juay J, Liu Z, Sun D (2015) A study on the perfor-
mance of self-cleaning oil–water separation membrane formed by
various TiO2 nanostructures. Sep Purif Technol 156:942–951.
https://doi.org/10.1016/j.seppur.2015.09.060

UmM-J, Yoon S-H, Lee C-H, Chung K-Y, Kim J-J (2001) Flux enhance-
ment with gas injection in crossflow ultrafiltration of oily wastewa-
ter. Water Res 35:4095–4101. https://doi.org/10.1016/S0043-
1354(01)00155-5

Van der Bruggen B (2009) Chemical modification of polyethersulfone
nanofiltrationmembranes: a review. J Appl Polym Sci 114:630–642.
https://doi.org/10.1002/app.30578

Veréb G et al (2018a) Advantages of TiO2/carbon nanotube modified
photocatalytic membranes in the purification of oil-in-water emul-
sions. Water Sci Technol Water Supply 19:1167–1174. https://doi.
org/10.2166/ws.2018.172

Veréb G, Kovacs I, Zakar M, Kertész S, Hodúr C, László Z (2018b)
Matrix effect in case of purification of oily waters by membrane
separation combined with pre-ozonation. Environ Sci Pollut Res
25:34976–34984. https://doi.org/10.1007/s11356-018-1287-9

Veréb G, Végh J, Kertész S, Beszédes S, Hodúr C, László Z (2019)
Effects of pre-ozonation on membrane filtration of oil-in-water
emulsions using different polymeric (PES, PAN, PTFE) Ultrafilter

Membranes Ozone: Science & Engineering 1-14 doi:https://doi.org/
10.1080/01919512.2019.1652567

Wavhal DS, Fisher ER (2002) Hydrophilic modification of polyethersul-
fone membranes by low temperature plasma-induced graft polymer-
ization. J Membr Sci 209:255–269. https://doi.org/10.1016/S0376-
7388(02)00352-6

Wu J,WeiW, Li S, Zhong Q, Liu F, Zheng J,Wang J (2018) The effect of
membrane surface charges on demulsification and fouling resistance
during emulsion separation. J Membr Sci 563:126–133. https://doi.
org/10.1016/j.memsci.2018.05.065

Xue J, Zhang Y, Liu Y, Gamal El-Din M (2016) Effects of ozone pre-
treatment and operating conditions on membrane fouling behaviors
of an anoxic-aerobic membrane bioreactor for oil sands process-
affected water (OSPW) treatment. Water Res 105:444–455. https://
doi.org/10.1016/j.watres.2016.09.011

YangR et al (2019) Degradation of crude oil bymixed cultures of bacteria
isolated from the Qinghai-Tibet plateau and comparative analysis of
metabolic mechanisms. Environ Sci Pollut Res Int 26:1834–1847.
https://doi.org/10.1007/s11356-018-3718-z

Yi XS et al (2011) The influence of important factors on ultrafiltration of
oil/water emulsion using PVDF membrane modified by nano-sized
TiO2/Al2O3. Desalination 281:179–184. https://doi.org/10.1016/j.
desal.2011.07.056

Yin J, Zhou J (2015) Novel polyethersulfone hybrid ultrafiltration mem-
brane preparedwith SiO2-g-(PDMAEMA-co-PDMAPS) and its an-
tifouling performances in oil-in-water emulsion application.
Desalination 365:46–56. https://doi.org/10.1016/j.desal.2015.02.
017

Yu L, Hao G, Liang Q, Zhou S, Zhang N, Jiang W (2015) Facile prepa-
ration and characterization ofmodifiedmagnetic silica nanocompos-
ite particles for oil absorption. Appl Surf Sci 357:2297–2305.
https://doi.org/10.1016/j.apsusc.2015.09.231

Zaneti R, Etchepare R, Rubio J (2011) Car wash wastewater reclamation.
Full-scale application and upcoming features. Resour Conserv
Recycl 55:953–959. https://doi.org/10.1016/j.resconrec.2011.05.
002

Zhang Q, Liu N, Cao Y, ZhangW,Wei Y, Feng L, Jiang L (2018) A facile
method to prepare dual-functional membrane for efficient oil remov-
al and in situ reversible mercury ions adsorption from wastewater.
Appl Surf Sci 434:57–62. https://doi.org/10.1016/j.apsusc.2017.09.
230

Zhao D, Su C, Liu G, Zhu Y, Gu Z (2019) Performance and autopsy of
nanofiltration membranes at an oil-field wastewater desalination
plant. Environ Sci Pollut Res Int 26:2681–2690. https://doi.org/10.
1007/s11356-018-3797-x

Zhou J-E, Chang Q, Wang Y, Wang J, Meng G (2010) Separation of
stable oil–water emulsion by the hydrophilic nano-sized ZrO2 mod-
ified Al2O3 microfiltration membrane. Sep Purif Technol 75:243–
248. https://doi.org/10.1016/j.seppur.2010.08.008

Zolfaghari R, Fakhru’l-Razi A, Abdullah LC, Elnashaie SSEH,
Pendashteh A (2016) Demulsification techniques of water-in-oil
and oil-in-water emulsions in petroleum industry. Sep Purif
Technol 170:377–407. https://doi.org/10.1016/j.seppur.2016.06.026

Publisher’s note Springer Nature remains neutral with regard to jurisdic-
tional claims in published maps and institutional affiliations.

Environ Sci Pollut Res

https://doi.org/10.1016/j.seppur.2012.01.010
https://doi.org/10.1016/j.seppur.2012.01.010
https://doi.org/10.1016/j.ibiod.2016.01.017
https://doi.org/10.1016/j.ibiod.2016.01.017
https://doi.org/10.1016/S0014-3057(02)00135-0
https://doi.org/10.1016/S0014-3057(02)00135-0
https://doi.org/10.1007/s11356-018-2615-9
https://doi.org/10.1007/s11356-018-2615-9
https://doi.org/10.1016/j.desal.2010.06.021
https://doi.org/10.1016/j.memsci.2016.01.053
https://doi.org/10.1016/j.memsci.2016.01.053
https://doi.org/10.1016/j.cherd.2011.10.002
https://doi.org/10.1016/j.cherd.2011.10.002
https://doi.org/10.1016/b978-0-7506-8970-0.00003-7
https://doi.org/10.1016/b978-0-7506-8970-0.00003-7
https://doi.org/10.1016/j.memsci.2006.11.013
https://doi.org/10.1016/j.seppur.2015.09.060
https://doi.org/10.1016/S0043-1354(01)00155-5
https://doi.org/10.1016/S0043-1354(01)00155-5
https://doi.org/10.1002/app.30578
https://doi.org/10.2166/ws.2018.172
https://doi.org/10.2166/ws.2018.172
https://doi.org/10.1007/s11356-018-1287-9
https://doi.org/10.1080/01919512.2019.1652567
https://doi.org/10.1080/01919512.2019.1652567
https://doi.org/10.1016/S0376-7388(02)00352-6
https://doi.org/10.1016/S0376-7388(02)00352-6
https://doi.org/10.1016/j.memsci.2018.05.065
https://doi.org/10.1016/j.memsci.2018.05.065
https://doi.org/10.1016/j.watres.2016.09.011
https://doi.org/10.1016/j.watres.2016.09.011
https://doi.org/10.1007/s11356-018-3718-z
https://doi.org/10.1016/j.desal.2011.07.056
https://doi.org/10.1016/j.desal.2011.07.056
https://doi.org/10.1016/j.desal.2015.02.017
https://doi.org/10.1016/j.desal.2015.02.017
https://doi.org/10.1016/j.apsusc.2015.09.231
https://doi.org/10.1016/j.resconrec.2011.05.002
https://doi.org/10.1016/j.resconrec.2011.05.002
https://doi.org/10.1016/j.apsusc.2017.09.230
https://doi.org/10.1016/j.apsusc.2017.09.230
https://doi.org/10.1007/s11356-018-3797-x
https://doi.org/10.1007/s11356-018-3797-x
https://doi.org/10.1016/j.seppur.2010.08.008
https://doi.org/10.1016/j.seppur.2016.06.026

	Intensification...
	Abstract
	Introduction
	Materials and methods
	Description of the collected produced water
	Ozonation
	Membrane filtration
	Modification of commercial PVDF membranes with nanomaterials
	Determination of purification efficiency
	Calculation of different filtration resistances and fouling resistance abilities
	Membrane surface characterization by contact angle measurements
	Surface analysis of membranes

	Results and discussion
	Effects of pre-ozonation on the produced water
	Fluxes of different membranes with and without pre-ozonation
	Filtration resistances
	Fouling resistance ability of the membranes
	Photocatalytic cleaning of the contaminated nanomaterial-coated membranes
	Purification efficiencies

	Conclusions
	References


