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Abstract: α-Lactalbumin is an essential protein with multiple roles in physiological and the nu-
tritional functionalities, such as diabetic prevention, blood pressure stabilization, and cancer cell
inhibition. In the present work, polyethersulfone (PES)-based membranes were developed by incor-
porating Pluronic F127 and carbon nanotubes with single- and multi-walled dimensions (Sw-Cnts
and Mw-Cnts) as additives. The resulting membranes were evaluated for use in the filtration of
α-lactalbumin protein solution. Four series of membranes, including PES pristine membrane, were
fabricated via the phase inversion process. The characteristics of the membrane samples were
analyzed in terms of morphology, membrane surface hydrophilicity and roughness, and surface
chemistry. The characterization results show that the incorporation of additive increased the surface
wettability by reducing the surface water contact angle from 80.4◦ to 64.1◦ by adding F127 and
Mw-Cnt additives. The highest pure water permeability of 135 L/(m2·h·bar) was also exhibited by
the PES/F127/Mw-Cnt membrane. The performance of the modified membranes was clearly better
than the pristine PSF for α-lactalbumin solution filtration. The permeability of α-lactalbumin solution
increased from 9.0 L/(m2·h·bar) for the pristine PES membrane to 10.5, 11.0 and 11.5 L/(m2·h·bar) for
membranes loaded with Pluronic F127, Sw-Cnts, and Mw-Cnts, respectively. Those increments corre-
sponded to 17, 22, and 28%. Such increments could be achieved without altering the α-lactalbumin
rejections of 80%. Remarkably, the rejection for the membrane loaded with Sw-Cnts even increased
to 89%.

Keywords: polyethersulfone; α-lactalbumin; single-walled carbon nanotube; multi-walled carbon
nanotube; membrane roughness
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1. Introduction

Bovine α-lactalbumin (B-α-La) is the second-largest protein contained in whey. It
is an acidic and strong Ca2+-binding protein with four disulfide bonds, consisting of
123 amino acids in a single peptide chain [1,2]. Because it contains highly essential amino
acids, α-lactalbumin (α-La) is rich in physiological and nutritional functionalities. It can
stimulate the immune system and organize the production of lactose. In addition, it could
hinder the increment of blood glucose and maintain the blood pressure of hypertensive
patients. Furthermore, it could prevent the growth of some cancer cells [2–4]. Therefore, the
isolation of B-α-La is desirable due to its excellent functionality and high commercial value.

Various techniques have been explored to isolate α-La from whey. They include
chromatography, membrane separation, and isoelectric precipitation [5]. Among them,
ultrafiltration (UF) is seen as highly attractive. Unlike the chromatography process, ultra-
filtration does not require extensive salts, buffers, or chemicals and secures the product
from any contamination. Furthermore, UF is easy to scale up and to run under continuous
operation [6].

Membrane filtration is extensively explored for the recovery of medicinal substances
from whey or soy protein by manipulating membrane material or operational conditions
to achieve a high substance recovery and system productivity. Arunkumar and Etzel (2014)
utilized UF with positively charged membrane material combined with tangential flow
in a two-stage process to separate α-La and β-Lg based on isoelectric point (4.4 vs. 5.2,
respectively). A positive charge was imposed on a 300 kDa cellulose membrane, while
the solution pH and ionic strength were adjusted too, resulting in 87% of the pure α-La
recovery [6]. Lucas et al. (1998) also reported high recovery of α-La from acid casein whey
protein concentrate by employing positive charged inorganic membranes [7]. In another
report, α-La purification from acid casein whey could be achieved by employing a series
UF and diafiltration [8].

Moreover, a ceramic UF membrane was used to concentrate α-La in a continuous
process to achieve a purity of 44% and recovery yield of 53% [9]. The fractionation of whey
proteins was also achieved using UF membranes with different pore sizes and materials
(polysulphone, polyethersulphone, polyamide, and cellulose) [10]. The cellulose membrane
achieved the best selectivity for a-lactalbumin with minimal fouling. Despite extensive
research on α-La fractionation and recovery, limited research is available on the application
of polyethersulfone (PES) membrane, which became the focus of this study.

PES has been widely used in the industry, with applications such as fabrication of
porous materials with higher porosity. PES is often used for membrane fabrication and
has many advantages. It has a strong mechanical trait, is stable at high temperatures, and
has resistance to corrosive chemical substances [11]. The porous PES structure is beneficial
for enhanced permeability [12,13], which is desirable for whey protein filtration. PES is
also soluble in several organic solvents, which makes it attractive to be converted into the
membrane through the phase inversion process [14]. It can be custom-made for the recovery
of α-La. Despite offering many advantages, PES polymers are hydrophobic, making
pristine PES-based membranes prone to fouling and particularly detrimental when used to
process whey. This limitation has been addressed in previous research through chemical
modification and the blending of PES with hydrophilic polymers/nanoparticles [15,16] and
many other approaches. There are a few common additives to enhance the hydrophilicity of
PES-based membrane. They include polyethylene glycol, polyvinylpyrrolidone, Pluronic,
tetronic [17–19], and many others. Recently, the use of inorganic particles as additives in
the preparation of membranes has been reported. Dispersing inorganic particles in the
dope solution improved the performance of the resulting membranes. They improved the
hydrophilicity, imposed antifouling characteristics, and strengthened the mechanical traits
of the resulting membranes [14].

This paper reports the development of a PES-based UF membrane tailored for α-La
separation from whey protein by incorporating organic Pluronic and inorganic pore-
forming agents. The inorganic pore-forming agents were single-walled carbon nanotubes
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(Sw-Cnts) and multi-walled carbon nanotubes (Mw-Cnts). The incorporation of those
additives was performed to produce membranes with improved hydrophilicity and overall
structure. Firstly, four membrane samples with different formulations were fabricated via
the phase inversion process. The resulting membrane samples were then characterized to
envisage the effect of the pore-forming agents on their structure and the surface chemistry.
Finally, the membranes were assessed for the separation of B-α-La from whey protein.

2. Materials and Methods
2.1. Chemicals

The chemicals used in this study were PES Ultrason® E 6020 P (BASF Co., Lud-
wigshafen, Germany), dimethylformamide (DMF) (Merck, Taufkirchen, Germany), Sw-Cnt
(0.78 nm), and Mw-Cnt (7–15 nm × 0.5–10 µm (Sigma Aldrich, St. Louis, MI, USA). For a
model of a pharmaceutical compound, α-La (Sigma Aldrich) was used in the feed. Other
supporting chemicals for reagents and analysis were sodium dihydrogen phosphate dihy-
drate (NaH2PO4·H2O) and disodium hydrogen phosphate dehydrates (Na2H2PO4·H2O)
(Merck, Darmstadt, Germany).

2.2. Membrane Fabrication

Initially, a small amount (0.01 wt.%) of single carbon nanotubes (Sw-Cnts) and multi-
walled carbon nanotubes (Mw-Cnts) were dispersed in DMF using an ultrasonic instrument
in 5 min in a vial bottle. Then, PES (16 wt.%) was added to the solution, followed by
Pluronic F-127 (3 wt.%). Detailed compositions of the prepared membrane solutions are
listed in Table 1. After an overnight stirring, the dope solution was homogenous and ready
to be used for membrane casting. It was cast on a flat squared-glass using a membrane
applicator, followed by immersion into a bath containing pure water acting as the non-
solvent (Figure 1).

Polymers 2021, 13, x FOR PEER REVIEW 3 of 13 
 

 

forming agents. The inorganic pore-forming agents were single-walled carbon nanotubes 
(Sw-Cnts) and multi-walled carbon nanotubes (Mw-Cnts). The incorporation of those ad-
ditives was performed to produce membranes with improved hydrophilicity and overall 
structure. Firstly, four membrane samples with different formulations were fabricated via 
the phase inversion process. The resulting membrane samples were then characterized to 
envisage the effect of the pore-forming agents on their structure and the surface chemistry. 
Finally, the membranes were assessed for the separation of B-α-La from whey protein. 

2. Materials and Methods 
2.1. Chemicals 

The chemicals used in this study were PES Ultrason® E 6020 P (BASF Co., Ludwigs-
hafen, Germany), dimethylformamide (DMF) (Merck, Taufkirchen, Germany), Sw-Cnt 
(0.78 nm), and Mw-Cnt (7–15 nm × 0.5–10 µm (Sigma Aldrich, St. Louis, MI, USA). For a 
model of a pharmaceutical compound, α-La (Sigma Aldrich) was used in the feed. Other 
supporting chemicals for reagents and analysis were sodium dihydrogen phosphate di-
hydrate (NaH2PO4·H2O) and disodium hydrogen phosphate dehydrates (Na2H2PO4·H2O) 
(Merck, Darmstadt, Germany). 

2.2. Membrane Fabrication 
Initially, a small amount (0.01 wt.%) of single carbon nanotubes (Sw-Cnts) and multi-

walled carbon nanotubes (Mw-Cnts) were dispersed in DMF using an ultrasonic instru-
ment in 5 min in a vial bottle. Then, PES (16 wt.%) was added to the solution, followed by 
Pluronic F-127 (3 wt.%). Detailed compositions of the prepared membrane solutions are 
listed in Table 1. After an overnight stirring, the dope solution was homogenous and 
ready to be used for membrane casting. It was cast on a flat squared-glass using a mem-
brane applicator, followed by immersion into a bath containing pure water acting as the 
non-solvent (Figure 1). 

 
Figure 1. Illustration of membrane preparation using the phase inversion method. 

Table 1. Composition of dope solution for membrane fabrication. 

Membrane 
 Concentration 

PES Pluronic F-127 Sw-Cnt Mw-Cnt DMF 
P0 16 0 0 0 84 
PP 16 3 0 0 81 

PPS-Cnt 16 3 0.01 0 80.99 
PPM-Cnt 16 3 0 0.01 80.99 
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Table 1. Composition of dope solution for membrane fabrication.

Membrane
Concentration

PES Pluronic F-127 Sw-Cnt Mw-Cnt DMF

P0 16 0 0 0 84
PP 16 3 0 0 81

PPS-Cnt 16 3 0.01 0 80.99
PPM-Cnt 16 3 0 0.01 80.99
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2.3. Membrane Characterization
2.3.1. Microstructure Investigation

The membrane morphology and surface roughness were evaluated using scanning
electron microscopy (SEM, JSM-7500F, JEOL Ltd., Tokyo, Japan) and atomic force mi-
croscopy (AFM, SII NanoTechnology, Inc., Tokyo, Japan, SPA400), respectively. The cross-
section specimen for SEM analysis was prepared by immersing the samples in liquid
nitrogen, followed by freeze drying (Eyela, EDU-1200, Tokyo, Japan) at a temperature
of –55 ◦C; then, they were fractured under those conditions to obtain a good cut. Then,
all samples were sputtered using an osmium coater (Neoc-STB, Meiwafosis Co., Ltd.,
Tokyo, Japan). Finally, the surface and the cross-section morphological images were ob-
tained at 5.00 and 2.00 kV. The samples for the surface roughness (Ra) were treated the same
as the SEM samples, except they were not coated. After being placed on the AFM sample
panel, the images were captured using a microcantilever (SI-DF40) support, with a scan
area of 1 mm × 1 mm. The obtained data were further processed using Spicel32 software.

2.3.2. Water Contact Angle (WCA)

Membrane surface wettability was evaluated by measuring the water contact angle
using a goniometer (Drop Master 300, Kyowa Interface Science Co., Ltd., Tokyo, Japan,
CA-A). A dried membrane sample was put on a glass panel; then, by using a microneedle,
a 1 µL drop of water was dropped on the membrane surface. The angles between the water
drop and the flat surface were automatically recorded on the monitor. The measurements
of wettability were taken ten times, and they were presented as the average value and
standard deviation.

2.3.3. Chemical Groups

Fourier transform infrared (FTIR) spectroscopy (Thermo Scientific Nicolet iS5 FTIR
with iD5 ATR, Thermo Fisher Scientific Inc., Waltham, MA, USA) was used to acquire the
chemical groups of the pristine and the modified membranes. IR spectra of membranes
were scanned at a wavenumber span of 400–4000 cm−1.

2.4. Membrane Filtration Performance
2.4.1. Water Permeability

The water flux was analyzed to study the membrane filtration performance using
a cross-flow filtration cell. A round sheet membrane coupon with an effective area of
9.075 cm2 was placed in the cell, and the filtration test was conducted under a constant
transmembrane pressure of 1 bar. The volume of the water permeate that passed through
the membrane was recorded at an interval of 10 min. The permeability data were recorded
after the membrane was compacted for two hours. The water permeability was evaluated
using Equation (1).

Wp =
Vm

A.t.P
, (1)

where Wp is the water permeability (L/(m2·h·bar)), V is volume of permeate (L), A is
membrane surface area (m2), t is time interval (h), and P is applied pressure (1 bar).

2.4.2. Filtration of Lactalbumin Solution

The α-La solution (1 g/L) was prepared in a beaker glass (100 mL) by dissolving
100 mg of α-La into 100 mL of a homogeneous solution consisting of 50 mM NaCl and
1 mM Na2HPO4. Next, NaOH solution was added drop-wisely to the mixture to adjust the
pH to 10.6, then stirred for a couple of hours until a homogeneous solution was obtained.

The filtration performance was analyzed via filtration of the α-La solution using
a cross-flow filtration cell. The protocol for the filtration test was similar to the water
permeability test. After two hours of compaction, the water was replaced with the α-La
solution as the feed. The permeate flux of the α-La solution was recorded every 10 min until
the flux value was constant. The concentration of the α-La before and after filtration was
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analyzed using a spectrophotometer (Shimadzu Spectrophotometer UV-1800, Kyoto, Japan).
The Wp of the α-La solution was evaluated using Equation (1), while the α-La rejection
was calculated using Equation (2).

Rα−La =
Cf − Cp

Cp
× 100% (2)

3. Results and Discussion
3.1. Membrane Morphological Structure

Figure 2 shows that no morphological difference on the surfaces of all membranes.
The cross-section images show that all membrane samples had an asymmetric structure
that consisted of a dense top skin layer supported by layers with macrovoids. Nonetheless,
the cross-section membranes depict the effect of additives loading towards the membrane
structures. Loading of additives led to larger macrovoids (PP and PPS-Cnt) or a finger-like
morphology (PPM-Cnt).

The shapes of the cavities, such as macrovoid finger-like, sponge-like, and channel-like
structures, are strongly related to kinetic aspects during the exchange of solvent and non-
solvent in the coagulation bath [20–22]. The diffusion rate of the solvent and the non-solvent
exchange act as a driving force determining the final morphological structure. The rate of
solvent–non-solvent inter-diffusion depends on the value of solubility parameters of the
solvent and non-solvent [23]. After the addition of Pluronic F-127 (in PP, PPS-Cnt and PPM-
Cnt), the growth of finger-like voids increased. Pluronic F127 is an amphiphilic copolymer,
generated by two substituents consisting of polyethylene oxide (PEO) (hydrophilic chain)
and polypropylene oxide (PPO) (hydrophobic chain) [21,24]. Due to its hydrophobic nature,
PPO tends to have a strong bond with the PES polymer chain.

Furthermore, the presence of the PEO segments in the exterior of micelle accelerated
the in-diffusion rate into the casted polymer solution film. Consequently, when the Pluronic
F127 micelles were attracted from the dope solution by the non-solvent, a more porous
sub-layer was formed. The final voids determine the pore size of the membranes [21,24].

This study employed Cnts (single/multi-walled dimension) as dope solution additives
to improve the resulting membrane characteristics. The presence of Sw-CNT and Mw-CNT
particles promotes the formation of selective pores (channel-like void) in the cross-section
membrane (see Figure 2). The introduction of nano-channels enhanced the resulting
membranes’ water flux, selectivity, and mechanical properties [25,26]. Although the nano-
carbons are naturally hydrophobic, the presence of Pluronic F-127 seemed to improve the
hydrophilicity of Cnt and Mw-Cnt containing membranes—as later proved from the WCA
results—through the hydrophobic bonding of PPO and carbon.

3.2. Membrane Surface Roughness

Figure 3 shows the 2D and 3D surface AFM images of the prepared membrane
samples. The surface roughness parameters of all membranes are listed in Table 2. The
photos show peaks with brighter colors and valleys with darker colors. The latter indicates
the membrane pores. The PES pristine membrane (P0) had the smoothest surface with a Ra
value of 2.04 nm. After the addition of an additive, the Ra values significantly increased
(>6.04 nm). The presence of Pluronic F-127 in membrane solution led to the formation
of more pores representing by higher surface roughness in Figure 3. Furthermore, the
additions of Cnts and Mw-Cnts also led to enhancement of the pore formation, as shown
by the slight increment of the Ra values to 6.23 nm and 6.85 nm, respectively.



Polymers 2021, 13, 3632 6 of 13Polymers 2021, 13, x FOR PEER REVIEW 6 of 13 
 

 

P0 

 

 

 

 

 

 

PP 

 

 

 

 

 

 

 

PPS-Cnt 

 

 

 

 

 

 

PPM-Cnt 

 

 

 

 

Figure 2. Membrane morphology analyzed by SEM. Figure 2. Membrane morphology analyzed by SEM.



Polymers 2021, 13, 3632 7 of 13

Polymers 2021, 13, x FOR PEER REVIEW 7 of 13 
 

 

3.2. Membrane Surface Roughness 
Figure 3 shows the 2D and 3D surface AFM images of the prepared membrane sam-

ples. The surface roughness parameters of all membranes are listed in Table 2. The photos 
show peaks with brighter colors and valleys with darker colors. The latter indicates the 
membrane pores. The PES pristine membrane (P0) had the smoothest surface with a Ra 
value of 2.04 nm. After the addition of an additive, the Ra values significantly increased 
(>6.04 nm). The presence of Pluronic F-127 in membrane solution led to the formation of 
more pores representing by higher surface roughness in Figure 3. Furthermore, the addi-
tions of Cnts and Mw-Cnts also led to enhancement of the pore formation, as shown by 
the slight increment of the Ra values to 6.23 nm and 6.85 nm, respectively.  

  

(a) (b) 

  
(c) (d) 

Figure 3. Membrane surface roughness analyzed by AFM: (a) P0, (b) PP, (c) PPS-Cnt, and (d) PPM-
Cnt. 

Table 2. Roughness parameter of the ultimate membranes. 

Membrane Ra (nm) RMS (nm) 
P0 2.04 2.54 
PP 6.04 7.51 

PPS-Cnt 6.23 8.69 
PPM-Cnt 6.85 8.85 

  

Figure 3. Membrane surface roughness analyzed by AFM: (a) P0, (b) PP, (c) PPS-Cnt, and
(d) PPM-Cnt.

Table 2. Roughness parameter of the ultimate membranes.

Membrane Ra (nm) RMS (nm)

P0 2.04 2.54
PP 6.04 7.51

PPS-Cnt 6.23 8.69
PPM-Cnt 6.85 8.85

3.3. Membrane Surface Wettability

The WCA was used to confirm the membrane surface wettability. A hydrophilic
membrane has a contact angle <90◦, while the hydrophobic one has a WCA >90◦. Lower
contact angle is associated with better wettability. Figure 4 shows that the pristine PES
membrane (P0) has the highest WCA of 80.4◦. After adding Pluronic F-127 in the PP
membrane, the presence of -OH in PEO segments decreased the WCA to 66.3◦, which is
beneficial for membrane fouling alleviation when used for α-La filtration (Section 3.6). The
hydrophilic surface imposes an antifouling attribute by generating a thin layer of water
that prevents the adhesion of organic matters directly onto the membrane surface [27,28].
The presence of Cnts and Mw-Cnts in the PPS-Cnt and PPM-Cnt membranes tended to
decrease the WCA slightly to 64.8◦ and 64.1◦ from the PP membrane (Figure 4).
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3.4. Membrane Chemical Groups

Figure 5a presents the IR spectra of all additives employed to enhance membrane
properties. The strong adsorption band intensity in the 2900 cm−1 in Pluronic spectra
indicate the stretching vibrations of the C–H groups. The broad peak in wavenumber
of 1100–1070 cm−1 expresses the presence of C-O in the Pluronic F127 [29]. Carbon
nanotubes with single- and multi-walled dimensions show similar IR spectra. O–H groups
are represented by the peaks around 3200–3400 cm−1, while the C–H stretch appears at
∼2920 cm−1. C = C stretching, C–O–H, and the C–C–C bending are indicated by the peaks
around 1653, 1385, and 1090 cm−1, respectively [30].

Figure 5b shows FTIR spectra of P0, PP, PPS-Cnt, and PPM-Cnt membranes. P0 shows
a strong C-O stretching band at 1106–1151 cm−1, strong S = O stretching (sulfoxide) and
S=O stretching (sulfone) bands at 1072 cm−1, and 1322 cm−1, respectively [31]. A strong
aromatic ester group C-O stretching band is shown at 1299 cm−1 [32]. The PP membrane
shows a broader peak than P0 at a wavelength of 1450 cm−1 (assigned to the C-H in alkane
group). It also has a C-O stretching band at 1077–1100 cm−1 [33]. The array of peaks
between 1485–1575 cm−1 confirmed the broad peak of C-H bond, also appearing in P0
membrane. The C-H stretching band at 2840–3000 cm−1 of the pure Pluronic addictive
(as shown in Figure 5a indicates that the C-H alkane group could have disappeared. The
low peak at 3600 cm−1 present for all modified membranes is suggested to be due to O–H
groups from the Pluronic F127 chain—the hydrogen bonding helps to enhance the surface
hydrophilicity of membranes, which explains the WCA trend in Figure 4. Meanwhile,
the PPS-Cnt has no significant change in FTIR spectra when compared to PPM-Cnt. Both
PPS-Cnt and PPM-Cnt show similar peaks at wavelengths of 1588 (C=C, cyclic alkene) and
1070 cm1 (strong binding S=O stretching sulfoxide).
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3.5. Membrane Permeability and Rejection Performance

Water permeability has a strong correlation with surface hydrophilicity and mem-
brane porosity. Figure 6a,b are the same data source plotted in different figures, wherein
Figure 6a shows the flux ratio with data uniformity for 90 min, while Figure 6b shows
water permeability data when reaching a constant value. Overall, both show a tendency
from the lowest rate to the highest flux ratio and permeability; they are P0, PP, PPS-Cnt, and
PPM-Cnt, respectively. Specifically, Figure 6a presents the increase in membrane water flux
ratio for the membranes prepared from dope solutions containing additives (Pluronic and
inorganics). The pristine PES membrane (P0) initially posed the lowest water permeability
(Figure 6b), while after loading with an additive, the water permeability was enhanced by
up to 40% from 82 L/(m2·h·bar) to 135 L/(m2·h·bar) for PPM-Cnt. Loadings of Pluronic
F-127 and carbon nanotubes likely promoted the formation of more pores (higher Ra in
Figure 2). The cross-sectional structure of the PPM-Cnt membrane provides a uniform
finger-like channel about 10 nm in diameter. The formation of a large number of pores
facilitated a higher water path to pass through the membrane than the P0 with a lack
of voids. Therefore, the PPM-Cnt exhibits the highest water permeability. Furthermore,
hydrogen bonding promotes higher hydrophilicity in the membrane surface, which attracts
more water, resulting in higher water permeation.
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3.6. Membrane Performance in α-La Solution Filtration

Figure 7 presents the permeability of α-La solution, showing that the addition of
Pluronic F127, Sw-Cnts, and Mw-Cnts increased the membrane permeation compared
to the pristine membrane (P0). All membranes show the same tendency in α-La flux
as the pure water permeation in Figure 6. However, the value of α-La permeability
decreases significantly compared to the pure water permeability. For instance, the high-
est performance employed by PPM-Cnts showed that flux permeation cut down from
135 L/(m2·h·bar) (water permeability) to 11.3 L/(m2·h·bar) (α-La permeability). It dropped
significantly, with a permeability loss of up to 91% due to fouling from α-La compound
in the feed solution. Some membrane properties influenced the filtration performance,
including hydrophilicity, roughness, porosity, and charge. Those properties dictate the
interaction between the molecules in the feed and membrane surface [34,35].

The rejection performances of all membranes towards α-La molecules were almost
similar. PPS-Cnt membrane, which consists of F127 and Cnt, had the highest rejection of
88.5%, while the neat PES membrane (P0) had the rejection value of 83.46%. The loading of
F127 in PES membrane slightly decreased the rejection to 83.11% (PP membrane) due to
more significant porosity in the membrane surface and, possibly, pore enlargement [36,37].
PPM-Cnt membrane consisting of F127 and Mw-Cnt showed α-La rejection rate of 85.07%.
The enhancement of α-La rejection can be attributed to higher hydrophilicity in the mem-
brane surface. Overall, the addition of carbon nanotubes (in PPS-Cnts and PPM-Cnts)
showed better permeation and rejection values than the pristine membrane.

Figure 7 clearly shows that the performance of the modified membranes was bet-
ter than the pristine PSF. The permeability of α-lactalbumin solution increased from
9 L/(m2·h·bar) for P0 membrane to 10.5, 11.0 and 11.5 L/(m2·h·bar) for PP, PPS-Cnt,
and PPS-Mnt membranes, respectively. Those increments corresponded to 17, 22, and
28%. Such increments were achieved without altering the rejections of 80%. Remarkably,
the rejection for PPS-Cnt even increased to 89%. The hydrophilic surface attracts more
water to pass through the membrane and the porous structure in the cross-section mem-
brane facilitates higher water permeate flux. In rejection performance, the hydrophilic
surface prevents the organic molecules with hydrophobic nature from attaching to the
membrane surface. Then, channel-like structures in cross-section membranes with smaller
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sizes (10 nm) retain organic molecules that pass through the membrane. Therefore, the
presence of Sw-CNTs and Mw-CNTs increase both permeability and selectivity.
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4. Conclusions

This study reports the development of PES-based membranes for α-La filtration. It was
carried out by the incorporation of Pluronic F127, Sw-Cnts, and Mw-Cnts as pore-forming
additives. The incorporation of those additives was proven to improve the properties and
the filterability of the resulting membranes. Dosing the additive in the dope solution led
to the formation of a membrane with higher porosity and surface pores with finger-like
cross-sectional morphology. The membrane also imposed hydrophilicity by lowering the
WCA from 80◦ to 60◦. Those changes in surface chemistry and structure were proved to be
effective in lowering the intrinsic membrane resistance up to 40% relative to the pristine
PES membrane. After incorporating additives, the membranes could retain up to 89% of
α-La and offered a higher flux of up to 28%. The overall findings emphasize the potential
of PES/F127/S-Cnt membrane α-La recovery from whey protein. The findings in this work
can be used as a good starting point for further development of PSF-based membrane by
incorporating Cnt additives.

Author Contributions: Conceptualization and supervision, N.A., C.M.R. and Y.Y.; investigation,
A.C.A. and S.S.; writing original draft preparation, A.F.; resource, S.R., R.T. and H.M.; manuscript
editing, N.A., M.R.B., P.G. and M.A. All authors have read and agreed to the published version of
the manuscript.

Funding: This research was funded by the Indonesian Ministry of Education, Culture, Research, and
Technology with grant contract number 46/UN11.2.1/PT.01.03/DRPM/2021 (Penelitian Dasar).

Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.

Data Availability Statement: Available on request to the corresponding author.

Acknowledgments: The Ministry of Education, Culture, Research, and Technology of Indonesia
is acknowledged.

Conflicts of Interest: The authors declare no conflict of interest.



Polymers 2021, 13, 3632 12 of 13

References
1. Gerd Konrad, T.K. A new method for isolation of native a—Lactalbumin from sweet whey. Int. Dairy J. 2008, 18, 47–54. [CrossRef]
2. He, Z.; Bin, J.; Zhibiao, F.; Yuxiao, Q.U.; Xuan, L.I. Separation of α—Lactalbumin and β—Lactoglobulin in Whey Protein Isolate

by Aqueous Two—phase System of Polymer/Phosphate. Chinese J. Anal. Chem. 2016, 44, 754–759.
3. Jiang, B.; Wang, L.; Na, J.; Zhang, X.; Yuan, Y.; Liu, C.; Feng, Z. Environmentally-friendly strategy for separation of α-lactalbumin

from whey by aqueous two phase flotation. Arab. J. Chem. 2020, 13, 3391–3402. [CrossRef]
4. Puthia, M.; Storm, P.; Nadeem, A.; Hsiung, S.; Svanborg, C. P0127 Treatment and prevention of colon cancer by peroral HAMLET

(human alpha-lactalbumin made lethal to tumour cells). Eur. J. Cancer 2015, 51, e27. [CrossRef]
5. El-Sayed, M.M.H.; Chase, H.A. Trends in whey protein fractionation. Biotechnol. Lett. 2011, 33, 1501–1511. [CrossRef] [PubMed]
6. Arunkumar, A.; Etzel, M.R. Fractionation of α-lactalbumin and β-lactoglobulin from bovine milk serum using staged, positively

charged, tangential fl ow ultra fi ltration membranes. J. Memb. Sci. 2014, 454, 488–495. [CrossRef]
7. Lucas, D.; Rabiller-baudry, M.; Millesime, L.; Chaufer, B.; Dau, G. Extraction of—lactalbumin from whey protein concentrate with

modi ® ed inorganic membranes. J. Memb. Sci. 1998, 148, 1–12. [CrossRef]
8. Muller, A.; Chaufer, B.; Merin, U.; Daufin, G. Purification of α-lactalbumin from a prepurified acid whey: Ultrafiltration or

precipitation. Lait 2003, 83, 439–451. [CrossRef]
9. Muller, A.M.; Haufer, B.C.; Erin, U.M.; Aufin, G.D. Original article Prepurification of a-lactalbumin with ultrafiltration ceramic

membranes from acid casein whey: Study of operating conditions. Lait 2003, 83, 111–129. [CrossRef]
10. Metsämuuronen, S.; Nyström, M. Evaluation of six flat sheet ultrafiltration membranes for fractionation of whey proteins.

Desalination 2006, 200, 290–291. [CrossRef]
11. Ahmad, A.L.; Abdulkarim, A.; Ooi, B.S.; Ismail, S. Recent development in additives modifications of polyethersulfone membrane

for flux enhancement. Chem. Eng. J. 2013, 223, 246–267. [CrossRef]
12. Xiao, B.; Wang, W.; Zhang, X.; Long, G.; Fan, J.; Chen, H.; Deng, L. A novel fractal solution for permeability and Kozeny-Carman

constant of fi brous porous media made up of solid particles and porous fi bers. Powder Technol. 2019, 349, 92–98. [CrossRef]
13. Liang, M.; Liu, Y.; Xiao, B.; Yang, S.; Wang, Z.; Han, H. An analytical model for the transverse permeability of gas diffusion

layer with electrical double layer effects in proton exchange membrane fuel cells. Int. J. Hydrogen Energy 2018, 43, 17880–17888.
[CrossRef]

14. Liu, F.; Hashim, N.A.; Liu, Y.; Moghareh Abed, M.R.; Li, K. Progress in the production and modification of PVDF membranes. J.
Membr. Sci. 2011, 375, 1–27. [CrossRef]

15. Oikonomou, E.; Karpati, S.; Gassara, S.; Deratani, A.; Beaume, F.; Lorain, O.; Tencé-Girault, S.; Norvez, S. Localization of
antifouling surface additives in the pore structure of hollow fiber PVDF membranes. J. Membr. Sci. 2017, 538, 77–85. [CrossRef]

16. Nikooe, N.; Saljoughi, E. Preparation and characterization of novel PVDF nanofiltration membranes with hydrophilic property
for filtration of dye aqueous solution. Appl. Surf. Sci. 2017, 413, 41–49. [CrossRef]

17. Nasrul, A.; Bastian, A.; Sri, M.; Yoshikage, O.; Hideto, M. Improved fouling redction of P ES hollow fiber membranes by
incorporation with non-ionic s urfactant. Res. J. Chem. Environ. 2011, 15, 2–6.

18. Fahrina, A.; Arahman, N.; Mulyati, S.; Aprilia, S.; Nawi, N.I.M.; Aqsha, A.; Bilad, M.R.; Takagi, R.; Matsuyama, H. Development
of Polyvinylidene Fluoride Membrane by Incorporating Bio-Based Ginger Extract as Additive. Polymers 2020, 12, 2003. [CrossRef]

19. Wahab, M.Y.; Muchtar, S.; Jeon, S.; Fang, L.; Rajabzadeh, S.; Takagi, R.; Arahman, N.; Mulyati, S.; Riza, M.; Matsuyama, H.
Synergistic effects of organic and inorganic additives in preparation of composite poly (vinylidene fl uoride) antifouling ultra fi
ltration membranes. J. Appl. Polym. Sci. 2019, 47737, 1–10.

20. Ziel, R.; Haus, A.; Tulke, A. Quantification of the pore size distribution (porosity profiles) in microfiltration membranes by SEM,
TEM and computer image analysis. J. Membr. Sci. 2008, 323, 241–246. [CrossRef]

21. Zhao, W.; Su, Y.; Li, C.; Shi, Q.; Ning, X.; Jiang, Z. Fabrication of antifouling polyethersulfone ultrafiltration membranes using
Pluronic F127 as both surface modifier and pore-forming agent. J. Membr. Sci. 2008, 318, 405–412. [CrossRef]

22. Pylypchuk, I.; Selyanchyn, R.; Budnyak, T.; Zhao, Y.; Lindström, M.; Fujikawa, S.; Sevastyanova, O. “Artificial Wood” Lignocellu-
losic Membranes: Influence of Kraft Lignin on the Properties and Gas Transport in Tunicate-Based Nanocellulose Composites.
Membranes 2021, 11, 204. [CrossRef] [PubMed]

23. Teow, Y.; Ahmad, A.; Lim, J.; Ooi, B. Preparation and characterization of PVDF/TiO2 mixed matrix membrane via in situ colloidal
precipitation method. Desalination 2012, 295, 61–69. [CrossRef]

24. Falath, W.; Sabir, A.; Jacob, K.I. Highly improved reverse osmosis performance of novel PVA/DGEBA cross-linked membranes
by incorporation of Pluronic F-127 and MWCNTs for water desalination. Desalination 2016, 397, 53–66. [CrossRef]

25. Wang, W.; Zhu, L.; Shan, B.; Xie, C.; Liu, C.; Cui, F.; Li, G. Preparation and characterization of SLS-CNT/PES ultrafiltration
membrane with antifouling and antibacterial properties. J. Membr. Sci. 2018, 548, 459–469. [CrossRef]

26. Rahimi, Z.; Zinatizadeh, A.A.L.; Zinadini, S. Preparation of high antibiofouling amino functionalized MWCNTs/PES nanocom-
posite ultrafiltration membrane for application in membrane bioreactor. J. Ind. Eng. Chem. 2015, 29, 366–374. [CrossRef]

27. Gao, H.; Sun, X.; Gao, C. Antifouling polysulfone ultrafiltration membranes with sulfobetaine polyimides as novel additive for
the enhancement of both water flux and protein rejection. J. Membr. Sci. 2017, 542, 81–90. [CrossRef]

28. Miller, D.J.; Paul, D.R.; Freeman, B. An improved method for surface modification of porous water purification membranes.
Polymers 2014, 55, 1375–1383. [CrossRef]

http://doi.org/10.1016/j.idairyj.2007.06.004
http://doi.org/10.1016/j.arabjc.2018.11.013
http://doi.org/10.1016/j.ejca.2015.06.080
http://doi.org/10.1007/s10529-011-0594-8
http://www.ncbi.nlm.nih.gov/pubmed/21424166
http://doi.org/10.1016/j.memsci.2013.12.040
http://doi.org/10.1016/S0376-7388(98)00157-4
http://doi.org/10.1051/lait:2003028
http://doi.org/10.1051/lait:2003002
http://doi.org/10.1016/j.desal.2006.03.334
http://doi.org/10.1016/j.cej.2013.02.130
http://doi.org/10.1016/j.powtec.2019.03.028
http://doi.org/10.1016/j.ijhydene.2018.07.186
http://doi.org/10.1016/j.memsci.2011.03.014
http://doi.org/10.1016/j.memsci.2017.05.046
http://doi.org/10.1016/j.apsusc.2017.04.029
http://doi.org/10.3390/polym12092003
http://doi.org/10.1016/j.memsci.2008.05.057
http://doi.org/10.1016/j.memsci.2008.03.013
http://doi.org/10.3390/membranes11030204
http://www.ncbi.nlm.nih.gov/pubmed/33805729
http://doi.org/10.1016/j.desal.2012.03.019
http://doi.org/10.1016/j.desal.2016.06.019
http://doi.org/10.1016/j.memsci.2017.11.046
http://doi.org/10.1016/j.jiec.2015.04.017
http://doi.org/10.1016/j.memsci.2017.07.053
http://doi.org/10.1016/j.polymer.2014.01.046


Polymers 2021, 13, 3632 13 of 13

29. Raslan, R.; Mohammad, A.W. Polysulfone/Pluronic F127 Blend Ultrafiltration Membranes: Preparation and Characterizations. J.
Appl. Sci. 2010, 10, 2628–2632. [CrossRef]

30. Twibell, B.; Somerville, K.; Manani, G.; Duszynski, M.; Wanekaya, A.; Schweiger, P. Influence of CNTRENE® C100LM carbon
nanotube material on the growth and regulation of Escherichia coli. PeerJ 2017, 5, e3721. [CrossRef]

31. Irfan, M.; Idris, A.; Nasiri, R.; Almaki, J.H. Fabrication and evaluation of polymeric membranes for blood dialysis treatments
using functionalized MWCNT based nanocomposite and sulphonated-PES. RSC Adv. 2016, 6, 101513–101525. [CrossRef]

32. Kouhestani, F.; Torangi, M.A.; Motavalizadehkakhky, A.; Karazhyan, R.; Zhiani, R. Enhancement strategy of polyethersulfone
(Pes) membrane by introducing pluronic f127/graphene oxide and phytic acid/graphene oxide blended additives: Preparation,
characterization and wastewater filtration assessment. Desalin. Water Treat. 2019, 171, 44–56. [CrossRef]

33. Dmitrenko, M.; Penkova, A.; Atta, R.; Zolotarev, A.; Plisko, T.; Mazur, A.; Solovyev, N.; Ermakov, S. The development and study
of novel membrane materials based on polyphenylene isophthalamide—Pluronic F127 composite. Mater. Des. 2019, 165, 107596.
[CrossRef]

34. Ilyas, H.; Shawuti, S.; Siddiq, M.; Niazi, J.H.; Qureshi, A. PEG functionalized graphene oxide-silver nano-additive for enhanced
hydrophilicity, permeability and fouling resistance properties of PVDF-co-HFP membranes. Colloids Surf. A Physicochem. Eng.
Asp. 2019, 579, 123646. [CrossRef]

35. Woo, S.H.; Min, B.R.; Lee, J.S. Change of surface morphology, permeate flux, surface roughness and water contact angle for
membranes with similar physicochemical characteristics (except surface roughness) during microfiltration. Sep. Purif. Technol.
2017, 187, 274–284. [CrossRef]

36. Khan, S.; Wintgens, T.; Sherman, P.; Zaricky, J.; Schäfer, A. Removal of hormones and pharmaceuticals in the Advanced Water
Recycling Demonstration Plant in Queensland, Australia. Water Sci. Technol. 2004, 50, 15–22. [CrossRef]

37. Saini, B.; Sinha, M.K.; Dash, S.K. Mitigation of HA, BSA and oil/water emulsion fouling of PVDF Ultrafiltration Membranes by
SiO2-g-PEGMA nanoparticles. J. Water Process. Eng. 2019, 30, 100603. [CrossRef]

http://doi.org/10.3923/jas.2010.2628.2632
http://doi.org/10.7717/peerj.3721
http://doi.org/10.1039/C6RA13293F
http://doi.org/10.5004/dwt.2019.24769
http://doi.org/10.1016/j.matdes.2019.107596
http://doi.org/10.1016/j.colsurfa.2019.123646
http://doi.org/10.1016/j.seppur.2017.06.030
http://doi.org/10.2166/wst.2004.0303
http://doi.org/10.1016/j.jwpe.2018.03.018

	Introduction 
	Materials and Methods 
	Chemicals 
	Membrane Fabrication 
	Membrane Characterization 
	Microstructure Investigation 
	Water Contact Angle (WCA) 
	Chemical Groups 

	Membrane Filtration Performance 
	Water Permeability 
	Filtration of Lactalbumin Solution 


	Results and Discussion 
	Membrane Morphological Structure 
	Membrane Surface Roughness 
	Membrane Surface Wettability 
	Membrane Chemical Groups 
	Membrane Permeability and Rejection Performance 
	Membrane Performance in -La Solution Filtration 

	Conclusions 
	References

