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HIGHLIGHTS

GRAPHIC ABSTRACT

* A fine fibre (40—-60 nm diameter) interlayer (~1
pum thickness) was electrospun.

*Fine fibre interlayer promoted formation of
defect-free dense polyamide layer.

* FO membrane with dual-layer substrate had less
organic fouling potential.

* High reverse salt flux accelerated organic fouling
on FO membrane.
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ABSTRACT

Nanofibre-supported forward osmosis (FO) membranes have gained popularity owing to their low
structural parameters and high water flux. However, the nanofibrous membranes are less stable in long-
term use, and their fouling behaviours with foulants in both feed solution (FS) and draw solution (DS)
is less studied. This study developed a nanofibrous thin-film composite (TFC) FO membrane by
designing a tiered dual-layer nanofibrous substrate to enhance membrane stability during long-term
usage and cleaning. Various characterisation methods were used to study the effect of the electrospun
nanofibre interlayer and drying time, which is the interval after removing the M-phenylenediamine
(MPD) solution and before reacting with trimesoy! chloride (TMC) solution, on the intrinsic separation
FO performance. The separation performance of the dual-layer nanofibrous FO membranes was
examined using model foulants (sodium alginate and bovine serum albumin) in both the FS and DS.
The dual-layer nanofibrous substrate was superior to the single-layer nanofibrous substrate and showed
a flux of 30.2 L/m%/h (LMH) when using 1.5 mol/L NaCl against deionised (DI) water in the active
layer facing draw solution (AL-DS) mode. In the fouling test, the water flux was effectively improved
without sacrificing the water/solute selectivity under the condition that foulants existed in both the FS
and DS. In addition, the dual-layer nanofibrous TFC FO membrane was more robust during the fouling
test and cleaning.

© Higher Education Press 2022

1 Introduction

considered a feasible solution, and has attracted attention
in recent decades (Manju and Sagar, 2017; Tang et al.,

Industrialisation and urbanisation have led to severe water
pollution and shortage of drinking water resources (Jones
et al., 2019). Recycling wastewater for non-potable use is
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2018). Membrane technology has been extensively utilised
in purifying wastewater complexes because of its small
footprint, high-quality permeate, low cost, and easy
integration with other technologies (Nasrul et al., 2011;
Ali et al., 2018; Xiao et al., 2019). An emerging
membrane-based technology, forward osmosis (FO), uses
natural energy and osmotic pressure gradient as the driving
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forces to separate water from target wastewater streams
(Xu et al., 2017). Water naturally permeates through a
semi-permeable membrane from the feed solution (FS)
side with low osmotic pressure to the draw solution (DS)
side with high osmotic pressure, while the solute is
retained in the FS (Martinetti et al., 2009; Zhang et al.,
2010).

Compared with pressurised membrane technologies
such as microfiltration (MF), ultrafiltration (UF), nanofil-
tration (NF), and reverse osmosis (RO), the FO process
does not require external pressure, resulting in low energy
consumption and low membrane fouling potential (Cath
et al,, 2006). Although the FO technology is widely
recognised in RO pre-treatment, wastewater treatment,
brine dilution, food flavour concentration, and other water
treatment fields (Sreedhar et al., 2018; Suwaileh et al.,
2020; Abdullah et al., 2021; Wang et al., 2021; Zhang
et al., 2021), the large-scale application of FO is hindered
by the lack of high-performance FO membranes (Blandin
et al., 2020; Yadav et al., 2020). It has been demonstrated
that an ideal high-performance FO membrane should have
high water permeability, low salt permeability, low
structural parameter (S value), excellent antifouling
performance, and stable chemical properties (Wang et al.,
2010; Tian et al., 2017).

Generally, thin-film composite (TFC) FO membranes
composed of porous substrates and ultra-thin polyamide
(PA) selective layers display structural design flexibility
and superior permeability and selectivity compared to
symmetric cellulose triacetate (CTA) FO membranes
(Klaysom et al., 2013; Liu et al.,, 2016; Yang et al.,
2019). However, there is still room for further improve-
ments in the water permeability and selectivity of TFC
membranes, such as overcoming the ‘trade-off” between
water permeability and solute selectivity. Recent work has
shown that constructing a hydrophilic, highly porous,
small pore-sized nano-interlayer between the substrate and
function layer can simultaneously improve the water flux
and reduce the back solute flux in the FO process (Zhou
et al., 2018; Deng et al., 2020; Yang et al., 2020; Zhang
et al., 2020; Li et al, 2021b). These highly porous
hydrophilic interlayers could impede the transport of m-
phenylenediamine (MPD) to the reaction interface with
trimesoyl chloride (TMC), resulting in a thin and superior
permeable PA layer (Zhang et al., 2019). In addition to
constructing nano-interlayers on the polymer matrix to
promote the formation of defect-free polyamide based
selective layer, the TiO, nano-interlayers on the coarse
mullite ceramic substrate facilitated the growth of a thin
well-connected metal-organic framework (MOF, UiO-66)
nanoporous selective layer through secondary growth, and
the MOF selective layer showed an almost complete salt
rejection (99.9%), good anti-fouling performance, and
high long-term stability in harsh environments (Li et al.,
2021a). A well-connected MOF selective layer membrane
provides a possibility to prepare pure inorganic FO

membranes. It is expected that this method can be extended
to solvent-resistant FO membranes in the future. As
mentioned above, most interlayers were deposited on a
porous substrate fabricated via non-solvent induced phase
separation (NIPS) with low porosity. Thus, the overall S
value of FO membranes was not minimised, which could
lead to internal concentration polarisation (ICP) and
membrane fouling during long-term FO operation
(McCutcheon and Elimelech, 2006; Wang et al., 2014;
Wang et al., 2016).

In recent years, electro-spinning nanofibre-supported
TFC FO membranes have become popular (Saleem et al.,
2020). It has been well documented that electrospinning
can produce nanofibres with large specific surface areas,
high porosities, and fully active pore structures, which
alleviate ICP and enhance the water flux. Additionally,
researchers have explored ways to further improve the
water flux by modifying the nanofibre substrates, such as
coating polyvinyl alcohol to improve the hydrophilicity of
the substrates (Park et al., 2018) and introducing graphene
oxide and oxidised multi-walled carbon nanotube inter-
layers (Yu et al., 2020). Polyvinylidene fluoride (PVDF) is
a semi-crystalline polymer with repeating units, which is
widely used to prepare membrane materials for water
treatment because of its strong mechanical properties and
stable chemical properties. Additionally, the preparation of
a defect-free and robust PA separation layer on the electro-
spinning nanofibrous substrate (particularly PVDF) with
large open surface pores via interfacial polymerisation is a
key process (Tian et al., 2013). Thus, the development of
robust electro-spinning nanofibre-based FO membranes is
necessary. Our previous study reported that a smaller fibre
(~150 nm) would stimulate a denser and defect-free PA
layer on a hydrophilic polyetherimide nanofibrous sub-
strate (Tian et al., 2015). It is possible that the nano-
interlayers with smaller diameters can further promote the
formation of a highly permeable and defect-free PA layer.

On the other hand, although the selective layer of FO
membranes is generally placed against feed wastewater
(Zhang et al., 2019; Kim et al., 2020; Luo et al., 2021), the
membrane substrate structure could still affect the FO
membrane performance if the DS (facing support layer)
contains potential foulants (Qasim et al., 2015; Gao et al.,
2017; Xue et al., 2020). Thus, the influence of the physical
and chemical properties of the TFC FO membrane on
fouling needs to be studied when both FS and DS contain
potential foulants. A highly porous substrate with an
interconnected open pore structure is expected to be one of
the most feasible and accessible strategies to alleviate the
ICP phenomenon and membrane fouling in FO.

Here, we report the design of a dual-layer-structured
PVDF nanofibre-supported TFC FO membrane. The
nanofibrous substrate consists of a non-woven support
layer, a coarse fibre layer (100-300 nm), and a fine fibre
interlayer (40—60 nm). The influence of fibre morphology
and drying duration before the reaction with TMC on the
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formation of the PA selective layer was also investigated.
The fine fibre interlayer was expected to stimulate the
formation of a more robust, dense, and defect-free PA
layer. In addition, using typical polysaccharides (sodium
alginate, SA) and proteins (bovine serum albumin, BSA),
we analysed the influence of the substrate pore structure on
the fouling behaviour of foulants in both FS and DS. Our
results reveal the behaviour of foulants on the membrane
surface and provide a theoretical basis for the research and
development of high water flux and anti-pollution TFC FO
membranes in actual wastewater treatment.

2 Materials and methods
2.1 Membrane materials and chemicals

Unless otherwise specified, all chemicals were used as
received without further purification. A non-woven mesh
substrate (Grade 3233) was purchased from Ahlstrom
(USA). The nanofibrous substrates were prepared using
PVDF (Kynar® HSV900, Arkema, Singapore). N, N-
dimethylformamide (DMF, CAS: 68-12-2,> 99.5%, Sino-
pharm, China) and acetone (CAS: 67-64-1,= 99.5%,
Sinopharm, China) were used as solvents for preparing
the PVDF dope solution. Lithium chloride (CAS: 7447-41-
8,2 99.0%) was purchased from Aladdin Biochemical
Technology Co., Ltd (China). TMC (CAS: 4422-95-1,
98%, Aladdin Biochemical Technology Co., Ltd, China)
and MPD (CAS: 108-45-2,2= 99.5%, Sinopharm, China)
were used for the PA layer formation. Deionised (DI) water
with a resistivity of 18.2 MQ-cm (Millipore Integral 10
Water Purification System, China) was used to prepare all
the aqueous solutions. SA (CAS: 9005-38-3, Sinopharm,
China) and BSA (CAS: 9048-46-8, Sinopharm, China)
were used as foulants. A commercial CTA FO membrane,
purchased from Hydration Technology Innovations (HTI,
Albany, USA), was used as a benchmark.

2.2 Preparation of PVDF nanofibre substrates

The nanofibrous substrates were fabricated as described
previously (Tian et al., 2017). In brief, the required amount
of PVDF powder was dissolved in DMF/acetone (6:4 v/v)
at 70 °C. Two types of nanofibrous substrates were
developed: Sub-S and Sub-D. The substrate Sub-S
consisted of a single-layer nanofibre and was fabricated
via 8.0 wt% PVDF solution, whereas the substrate Sub-D
consisted of a dual-layer nanofibre and was prepared with
two dope solutions. All nanofibrous substrate layers were
kept in a ventilated fume hood overnight to remove
residual solvent before being hot-pressed at 155 °C for 1 h.
The detailed dope formulation and electrospinning para-
meters of the nanofibrous substrate layer are summarised in
Table 1.

Table 1 Electrospinning conditions for preparation of the nanofibre
substrates
Sub-S Sub-D

Parameters

Homogeneous Top Bottom
PVDF (wt%) 8 5 8
Solvent DMEF/acetone DMF/acetone DMF/acetone
Flow rate (uL/min) 80 50 80
Applied voltage (kV) 19+1 2141 1941
Working distance (cm) 12 12 12
Humidity (%) 60£2 50+2 602

2.3 Synthesis of PA selective layer on nanofibrous
substrates

The nanofibrous substrates were first pre-wet with ethanol,
washed with DI water, and stored in DI water at 4 °C for
further use. Then, the PA selective layer was synthesised
on top of a nanofibrous substrate by interfacial polymer-
isation (IP) using TMC and MPD as monomers. The
substrate was fixed in a frame, and 2.0 wt% MPD aqueous
solution was poured onto the nanofibrous substrate for a
contact time of 5 min. The excess solution was then
carefully removed using a rubber roller. The drying
duration meant that the membrane was kept in air after
removing the MPD droplets using a rubber roller. Then,
0.1 w/v% TMC was introduced to the membrane surface to
react with MPD for 1 min to form the PA selective layer.
The fabricated membranes were then coded as TFC-S-X
and TFC-D-X, where which S represented a single layer, D
represented a double layer, and X represented the drying
duration.

2.4 Membrane characterization

Prior to the observation under a field emission scanning
electron microscope (FESEM) (Verios G4, FEI, USA), all
samples were sputtered with platinum using a sputter
coater (Hitachi MC1000, Japan) at 20 mA for 60 s. For
cross-sectional observation, the sample was prepared by
freeze-fracturing in liquid nitrogen. An image analysis
software based on the FESEM images was used to measure
the fibre diameter. The actual membrane thickness was
measured using a digital micrometre (Aladdin M3176-01,
China). Atomic force microcopy (AFM) (Dimension Icon,
Bruker, Germany) was used to estimate the surface
roughness of the TFC membranes. The hydrophilicity of
the membrane surface was assessed using contact angle
measurements (DSA25, KRUSS, Germany). The porosity
of the membrane was calculated through gravimetric
analysis. In addition, the organic foulants on the membrane
surface were characterised using a TOC analyser (Island
ferry TOC-LCPH, Japan). In brief, the fouled membrane
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(2 cm x 3 cm) was placed into a tube with 15 mL DI water
and shaken for 30 min. The cleaning solution was collected
for TOC analysis.

2.5 Membrane performance evaluation

The water flux and reverse salt flux of the TFC FO
membrane were studied in a lab-scale FO system, as
described previously (Tian et al., 2013). The membrane
cell had an effective area of 24 cm? (4 cm in width and
6 cm in length). The FO membranes were operated in the
AL-DS mode using 1.5 mol/L NaCl solution as the DS
(crossflow velocity of 17.9 cm/s) and DI water as FS
(crossflow velocity of 17.9 cm/s). The water flux and
reverse salt flux were examined by monitoring the weight
and conductivity of the FS. The S value of the substrate
was calculated following the protocol described in our
previous study (Tian et al., 2013).

In addition, the water permeability coefficient (4, L/m?/
h/bar), solute rejection rate (R, %), and salt permeability
coefficient (B, L/m?h) of the FO membranes were
evaluated using a reverse osmosis (RO) membrane system
(1.5 bar, 42 cm?, 200 mg/L NaCl).

2.6 Organic fouling experiments

To evaluate the fouling potential of the nanofibre support
layer, organic fouling was tested in a lab-scale FO system
running in the AL-DS mode (crossflow velocity of
17.9 cm/s for both FS and DS). The FO experiment
consisted of three stages. In the first stage, the intrinsic FO
membrane performance was evaluated with 1.5 mol/L
NaCl as DS (1 L) and DI water as FS (1 L) for 0.5 h to
obtain the baseline water flux, J, (LMH). Subsequently,
200 mg/L of model foulant (SA) was added to the FS and
DS. The FO performance testing lasted for 5 h, and the
final water flux was represented as J3, (i.e., stage 2). Then,
DI water was used as FS and 1.5 mol/L NaCl as DS to
clean the membrane for 60 min, and the obtained water
flux was termed J! (i.e., stage 3). To evaluate the
antifouling performance of the membranes, the flux
recovery ratio (FRR) was calculated using Eq. (1);
t
FRR = e @)
S
At the end of stage 3, the fouled membrane (2 cm X
3 cm) was placed in a 15 mL DI water tube and shaken for
30 min. The foulant solution was collected and filtered
with a 0.45 um filter before TOC analysis.

3 Results and discussion

3.1 Characteristics of nanofibrous substrates

To enhance the selectivity and mechanical stability of the

PA layer formed on the hydrophobic PVDF nanofibrous
substrate, a nanofibre interlayer on top of a coarse
nanofibre layer was designed to promote the formation
of a defect-free PA layer. The Sub-D substrate consisted of
two layers of PVDF nanofibres, and the morphology is
illustrated in Fig. 1. The cross-sectional FESEM image in
Fig. 1(a) shows that the substrate consisted of a dual
nanofibre layer, ~1 pm of fine nanofibres and ~30 um of
coarse nanofibres. The cross-sectional FESEM image
(Fig. 1(b)) shows that a PA layer was formed on the top
fine nanofibre layer of Sub-D. The image (Fig. 1(c)) shows
that the diameter of the top fine nanofibres of Sub-D
fabricated with a 5.0 wt% PVDF solution ranged between
40-60 nm (Fig. 1(d)). In contrast, as shown in Figs. 1(e)
and 1(f), the diameter of the coarse fibre of Sub-S,
fabricated with 8.0 wt% PVDF solution, was mostly in the
range of 150-300 nm. This shows that the fibre diameter
could be effectively reduced by decreasing the polymer
dope concentration, which facilitated the acceleration of
the electrostatic drawing of the jet.

The characteristics of the Sub-S and Sub-D nanofibrous
substrates are summarised in Table 2. Sub-S and Sub-D
had no significant differences in thickness and contact
angle. The mean pore sizes of substrates Sub-S and Sub-D
were 0.924+0.01 and 0.54+0.06 pm, respectively. The
porosities of Sub-S and Sub-D were 70.5%42.2% and
60.2%+5.0%, respectively. The addition of an interlayer
reduced the membrane pore size and porosity.

3.2 Morphology of the TFC FO membranes

The fine nanofibre diameters of the Sub-D surface were in
the range of 40—60 nm, and the coarse nanofibre diameters
on the Sub-S surface were in the range of 150-300 nm, as
evidenced by FESEM. The influence of the nanofibre
diameter on the formation of the PA layer by IP was
investigated, and the results are shown in Fig 2. Low-
magnification FESEM images are shown in Figs. 2(a)-
2(d), while high-magnification FESEM images are shown
in Figs. 2(e)-2(h). The results showed that a typical PA
layer of ridges and valleys was successfully formed on
both substrates and it covered the gaps between the
nanofibres. The open area between the coarse nanofibres
was quite large, and fibres under the PA layer were visible
(Figs. 2(a), 2(b), 2(e), and 2(f)). In contrast, the open area
between the fine nanofibres was relatively small, and the
PA layer covered the entire nanofibre (Figs. 2(c), 2(d),
2(g), and 2(h)). It was observed that the PA synthesised on
Sub-D with a smaller fibre diameter had a uniform leaf-like
structure, whereas the PA formed on the coarse fibre had
two different structures: a flatter surface between the
nanofibres and a rough leaf-like structure near the
nanofibres. A flat PA was formed due to the insufficient
storage of MPD monomers between the coarse nanofibres,
which inhibited leaf-like features and resulted in a flatter
PA layer.
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Fig. 1 FESEM images of electrospinning PVDF nanofibre substrates. (a) Cross-sectional view of Sub-D; (b) Cross-sectional view after
IP of Sub-D; (c) Surface morphology and (d) fibre diameter distribution of the nanofibre layer fabricated with 5.0 wt% PVDF; (e) Surface
morphology and (f) fibre diameter distribution of the nanofibre layer fabricated with 8.0 wt% PVDF.

Table 2 Properties of Sub-S and Sub-D nanofibrous substrates (The
error bars were calculated based on at least three independently repeated
tests)

Parameter Sub-S Sub-D

Membrane thickness (pm) 33.840.3 31.1£0.6
Contact angle (°) 122.743.3 121.8+£6.3
Porosity (%) 70.5+£2.2 60.2+5.0
Mean pore size (um) 0.9240.01 0.5440.06
Max pore size (um) 1.35+0.14 0.81£0.04

It has been reported that the hydrophobicity of the
substrate is likely to reduce MPD uptake and inhibit the
formation of leaf-like patterns due to a reduced capillary
effect (Peng et al., 2020). Our results demonstrated that in
addition to the chemical properties of the substrate, the
pore structure of the substrate could also influence MPD
absorption and promote leaf-like patterns, which is of great
significance for the formation of a PA layer on an inert
hydrophobic material. Thus, the finer nanofibre was likely
to increase MPD uptake by the substrate and induce the
formation of leaf-like roughness features. In addition, the
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Fig. 2 Low-magnification and high-magnification FESEM images of the PA surface of the composite membranes, (a, ) TFC-S-1; (b, f)
TFC-S-2; (¢, g) TFC-D-1; (d, h) TFC-D-2. Note that TFC-S-1 refers to the TFC membrane fabricated on the nanofibrous substrate Sub-S,

and the drying duration was 1 min.

drying duration of the aqueous phase in the nanofibrous
substrate was expected to influence the reaction interface
between the MPD and TMC monomers and the integration
strength between the nanofibres and PA (Lau et al., 2012).
Additionally, as evidenced by the FESEM images (Fig. 2),
extending the drying duration from 1 to 2 min lowered the
reaction interface and improved the visibility of the coarse
nanofibre pattern (Fig. 2(e) vs. 2(f)).

The inset images show the contact angles of each
membrane (Fig. 2). The contact angles of TFC-S-1, TFC-
S-2, TFC-D-1, and TFC-D-2 were 75.8°, 78.9°, 67.3°, and
68.5°, respectively. According to the Wenzel equation, the
measured water contact angle is related to the surface
roughness (Wenzel, 1949). However, experiments have
shown that PA (Extrand, 2004) and polyethylene (Holmes-
Farley et al., 1985) surfaces with consistent surface
chemical compositions exhibit contact angles independent
of surface roughness. There is no consensus on the
correlation between the roughness and contact angle. We
speculated that the change in the water contact angle of PA
may be attributed to the change in the chemical
functionality. It has been shown that the contact angle
decreases with an increase in amide content (Extrand,
2002). As the PA formed on coarse nanofibres (TFC-S-1
and TFC-S-2) had a lower density and less amide
composition, it may have resulted in a higher contact
angle.

The membrane surface topography was further
characterised using AFM, and the results are shown in
Fig. 3. The PA fabricated with a 2 min drying time had a
larger histogram depth, which indicated a lower reaction
interface. This is consistent with our previous predictions.
In addition, the overall depth of PA on coarse fibres was
larger than that on fine fibres, indicating a lower reaction
interface with coarse fibres. The specific order of the values
was TFC-S-2 (1094.14+189.9 nm) > TFC-S-1 (889.8
£170.1 nm)>TFC-D-2 (815.7+£149.5 nm) > TFC-D-1
(689.5£39.6 nm).

3.3 Performance of FO membranes

The performance of the fabricated FO membranes was
tested and compared with that of commercial HTI
membranes. All the experiments were conducted in the
AL-DS orientation using a 1.5 mol/L NaCl DS against DI
water. TFC-S-1 and TFC-S-2 showed significantly higher
water flux than the commercial HTI membranes, possibly
because of the interconnected open-pore structures, high
porosity, and low tortuosity of the nanofibrous substrates.
In addition, the dual-layer TFC membranes showed a
lower water flux than the single-layer membranes because
of the additional resistance of the ultrafine nanofibre layer.
However, TFC-S-1 and TFC-S-2 also showed relatively
higher reverse salt fluxes than the TFC-D-1, TFC-D-2, and
commercial HTI membranes. This was due to the relatively
loose PA layer formed on the large opening between the
coarse nanofibres. The loose selective layer allowed more
salt to diffuse through the membrane, resulting in a higher
Js/Jy value (~0.7 g/L), as shown in Fig. 4. It is worth
noting that the Jg/Jy value of TFC-D-1 was ~0.3 g/L,
displaying the best performance among the tested
membranes. The above results further confirmed that the
fine nanofibre interlayer increased the MPD uptake and
promoted the formation of a dense PA layer, inhibiting the
reverse diffusion of salt. Figure 5 illustrates the formation
of the PA layer on Sub-S and Sub-D, which showed that
the loose selective layer on TFC-S had more defects as
compared to TFC-D.

The intrinsic separation properties of the selective layer
determined by the RO test are described in Table 3,
confirming that the PA synthesised on the fine nanofibre
interlayer had a higher salt rejection. The 4 value of HTI
was 0.12 LMH/bar, and the values of TFC-S-1 and TFC-S-
2 were 0.93 and 0.56 LMH/bar, respectively. The salt
rejection of TFC-S-1, TFC-S-2, and HTI was in the range
of 40%—60%, showing comparable salt rejection proper-
ties. The salt rejection rates of TFC-D-1 and TFC-D-2 were
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Fig. 4 FO performance of the commercial HTI and prepared
TFC membranes operated under the AL-DS mode with 1.5 mol/L
NaCl as the DS and DI water as the FS. The error bars were
calculated based on 2—-3 independent replicate tests.

71% and 77%, respectively. As expected, even at a
thickness of ~1 um, the interlayer significantly increased
the S value of the substrate from ~500 to 1100 um. The
dependence of the water flux of TFC-D-1 on the
concentration of DS ranged from 0.5 to 1.5 mol/L NaCl
solution against DI water, as illustrated in Fig. SI.
Although the presence of fine nanofibres can lead to an
increase in the S value, it can also promote the formation of
a dense PA layer, thereby reducing the reverse salt flux. In
this study, we tried to assess the influence of nanofibre
morphology on the permeation selectivity of FO mem-
branes and to improve the salt rejection rate and long-term
stability of the membrane at the expense of the S value.

3.4 Organic fouling evaluation

The fouling behaviour of TFC-S-1, TFC-S-2, TFC-D-1,
TFC-D-2, and HTI were evaluated in the AL-DS mode
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Fig. 5 Schematic of PA layer growing on Sub-S and Sub-D. Fine nanofibres can promote the formation of connected and defection-free

PA layers.

Table 3

Intrinsic separation properties and S values of the FO membranes

Membrane type Water permeability coefficient,

Salt permeability coefficient,

Salt rejection, R (%) Structure parameter, S (um)

A (L/m*/h/bar) B (L/m*/h)
TFC-S-1 0.9340.21 1.87+0.70 40+1 553.3+43.0
TFC-S-2 0.56£0.0 0.52+0.03 5941 375.7+7.9
TFC-D-1 0.40+0.08 0.210.02 7143 1075.4£151.0
TFC-D-2 0.52+40.04 0.2140.08 7746 1370.7+187.2
HTI 0.12 0.19 46 1112.3

Note: The error bars were calculated based on 2-3 independent replicate tests.

with model foulants in both DS and FS. The water flux
development profiles are shown in Fig. 6(a). The process
included three stages: the first stage without foulants, the
second stage with foulants, and the third stage without
foulants after a simple crossflow wash with DI water.

In the fouling stage, all the membranes exhibited an
initial decrease in water flux due to the rapid adhesion of
SA on the clean membrane surface, followed by a steady
drop thereafter. Among them, TFC-D-1 showed better
water flux stability and better antifouling performance
owing to its smoother membrane surface. The water flux in
TFC-S-1 and TFC-S-2 dropped rapidly as due to the highly
rough surface patterns, it was easier to adhere to dirt.

Figure 6(b) shows the selectivity of all the membranes,
represented by Jg/Jy, in the three stages. Compared with
TFC-S-1 and TFC-2, TFC-D-1 and TFC-D-2 had lower Jg/
Jy values in all three stages, primarily due to the highly
rejected PA layer that formed on the nanofibre interlayer
with tiny fibres, as evidenced in Section 3.2. The nanofibre
interlayer can maintain the selectivity of the membrane
during operation and cleaning. During the fouling testing
stage, the water flux of TFC-D-1 could be effectively
improved without sacrificing the Jg/Jy; value. It should be
noted that the commercial HTI membranes excelled all the
fabricated membranes in selectivity stability during
cleaning, with a negligible change in Jg/Jy values after
cleaning.

After the 5 h SA fouling test, TFC-S, TFC-D, and
commercial HTI were cleaned with DI water. The surface
morphology, characterised by FESEM, is shown in Fig. 7.
The PA surface was contaminated with SA, and the
nanofibrous substrate was less attached to the SA. The PA

layer on the coarse fibre was rough, and the foulants were
more easily trapped in the dead zones (as indicated by the
yellow area) of the membrane surface and were difficult to
wash using water flow. In contrast, the commercial HTI
membrane surface was much smoother than the PA layer,
making it difficult to adhere to foulants and easy to clean.
The nanofibrous substrate demonstrated its priority in
mitigating fouling as the foulants were less prone to be
trapped inside the pores. This was because the nanofibrous
substrate had an active and interconnected open pore
structure that was much larger than that of the foulants.

Additionally, NaCl played an essential role in the
structural changes in the alginate fouling layer. The SA
molecular chains with low NaCl content were sparse, while
the SA molecular chains with high NaCl content were
parallel and compact (Teng et al., 2021). Figure 8
illustrates the possible mechanism of the fouling beha-
viour. The higher reverse salt flux of the TFC-S
membranes induced the formation of a highly cross-linked
SA gel layer in the FS side, simultaneously leading to the
aggravation of membrane fouling. In contrast, the dense
polyamide layer of TFC-D hindered the passage of solutes
and simultaneously reduced membrane fouling in the FS
side.

A previous study reported a strong correlation between
organic fouling and intermolecular adhesion force, and
foulant-foulant interactions also played an essential role in
determining the rate and extent of organic fouling (Mi and
Elimelech, 2008). We used the most superior membrane
(TFC-D-1) and two typical foulants, SA and BSA, to
further investigate the influence of the pore structure
on membrane fouling with foulants in FS and DS,
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Fig. 6 (a)J,, and (b) Js/Jy of commercial HTI and prepared membranes in the AL-DS mode. The experiment consisted of three phases:
baseline test, fouling test, and after cleaning. Operating conditions: DS, 1.5 mol/L NaCl; FS, DI water; physical cleaning; foulants,
200 mg/L SA in FS and DS. The error bars were calculated based on two independent replicate tests.

Fig. 7 FESEM images revealing the status after cleaning, the active surfaces of (a) TFC-S; (b) TFC-D; and (c) HTI and the supporting
surfaces of (d) TFC-S; (e) TFC-D; and (f) HTL. The back support was imaged after peeling off the non-woven support; the marked yellow
area indicates the foulants trapped in the dead zones.
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Fig. 8 Schematic of the mechanism of membrane fouling for the TFC-S and TFC-D of SA existing in both the FS and DS in the AL-DS

mode.

respectively. The normalised water flux versus time is
shown in Fig. 9. Each group of experiments was repeated
thrice, and the results are shown in Figs. S2 and S3. It can
be seen that the decline in flux caused by BSA fouling was
relatively stable. In other words, SA with more vital
intermolecular interactions could more easily control the
development of a fouling layer on the membrane surface in
a solution containing NaCl. In addition, after physical
cleaning, we observed that the FRR caused by BSA was
88.5%=2.3%, but the FRR caused by SA was 78.1%=+
8.3%. Therefore, we speculated that compared with BSA,
which had a weaker intermolecular force, the membrane
surface pollution caused by SA was more severe and could
not be recovered easily by physical cleaning.

1.1
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1.0 H BSA \
[}
% 09 1
= & 1
2 o8} !
= | 1
% 5ol A 88.5% +2.3%
2o
E |
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Fig. 9 Normalised water flux for TFC-D-1 after fouling testing
and cleaning. The error bars were calculated based on three
independent replicate tests.

We further characterised the amount of residual foulants
attached to the membrane surface after physical cleaning,

and the TOC results are shown in Table 4. The amount of
SA on the surface of TFC-D was 3.7 times that of BSA,
indicating that SA developed more severe fouling on the
membrane surface. Additionally, the SA content of TFC-S
was higher than that of TFC-D, which was consistent with
the FO flux test, in which the flux decline of TFC-S was
more significant than that of TFC-D. This also showed that
the relatively dense and antifouling PA layer of TFC-D
could reduce the highly cross-linked SA gel layer caused
by the higher reverse salt flux. This showed that the
attached SA foulants on the commercial HTI were
relatively lower than those on the TFC membranes,
owing to their high hydrophilicity and smoother surface.

Table 4 Attached amount of foulants on the membrane surface
p(TOC) (mg/cm?)

Sample code

SA (HTI) 0.004
SA (TFC-S) 0.037
SA (TFC-D) 0.011
BSA (HTI) 0.004
BSA (TFC-D) 0.003

4 Conclusions

In this study, a tiered PVDF nanofibre substrate with an
ultrathin (~1 um) fine fibre interlayer on top (average fibre
diameter 40-60 nm) was successfully fabricated by
electrospinning. A PA selective layer was synthesised
using IP on an aforesaid nanofibrous substrate with various
physicochemical properties. The current study shows that
the fine fibre interlayer promotes the formation of a dense
and defect-free PA layer. The TFC-D-1 membrane
achieved a flux of 30.2 LMH and Jg/Jy; as low as 0.3 g/L
using 1.5 mol/L NaCl against DI water in the AL-DS
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mode. The open and interconnected pore structure without
dead pores of the nanofibrous substrate effectively reduced
ICP and membrane fouling, where foulants existed in both
FS and DS.

This study demonstrates the importance of the interlayer
in improving the TFC FO membrane. The interlayer
enhanced the selectivity of the PA layer during long-term
operation and cleaning. However, the current nanofibrous
substrate TFC membrane was still less robust than the
commercial HTI membranes during cleaning. It is
suggested that more attention should be paid to membrane
stability and separation performance in the future.
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