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Abstract: Active layers of ion separation membranes often consist of charged layers that retain ions
based on electrostatic repulsion. Conventional fabrication of these layers, such as polyelectrolyte
deposition, can in some cases lead to excess coating to prevent defects in the active layer. This
excess deposition increases the overall membrane transport resistance. The study at hand presents a
manufacturing procedure for controlled polyelectrolyte complexation in and on porous supports
by support wetting control. Pre-wetting of the microfiltration membrane support, or even supports
with larger pore sizes, leads to ternary phase boundaries of the support, the coating solution,
and the pre-wetting agent. At these phase boundaries, polyelectrolytes can be complexated to
form partially freestanding selective structures bridging the pores. This polyelectrolyte complex
formation control allows the production of membranes with evenly distributed polyelectrolyte
layers, providing (1) fewer coating steps needed for defect-free active layers, (2) larger support
diameters that can be bridged, and (3) a precise position control of the formed polyelectrolyte
multilayers. We further analyze the formed structures regarding their position, composition, and
diffusion dialysis performance.

Keywords: polyelectrolyte multilayer membrane; layer by layer; nanofiltration; polyelectrolyte
complexation

1. Introduction

Water scarcity and climate change drive the need for sustainable industrial pro-
cesses [1]. To prevent pollution via produced water, often membrane filtration processes
are crucial to meet purification requirements [2]. Nanofiltration is a powerful tool to
purify highly polluted water by removing small organic molecules and ions. For ion
removal, nanofiltration membranes typically contain fixed charged groups which repel
mostly polyvalent ions. Obtaining fixed charged groups in a nanofiltration membrane can
be achieved with different methods, such as interfacial polymerization, or the coating of an
ion-selective layer on a porous support. One prominent approach to form such layers uses
polyelectrolytes that are, for instance, assembled on a microfiltration membrane [3,4]. Here,
the complexation of opposingly charged polyelectrolytes is used to form solid layers for ion
removal. Various applications use different polyelectrolyte complex formation methods [5].
Examples are spraying, photolithography, electrochemical deposition, spin-coating, and mi-
crocontact printing [6–8]. Further, also convective layer by layer assembly [9], and direct
spinning [10] have been presented in the literature. Often, a layer by layer (LbL) assembly
via dip coating is used to fabricate a precisely tailored polyelectrolyte coating [2,11–14].

All coating methods presented in the literature show increasing membrane selectivity
and transport resistance across the membrane with increasing amounts of polyelectroyltes
adsorbed and complexated on the support. To achieve defect-free active layers, multiple
coating steps are mostly necessary because small defects in the first coating layers need
to be covered by further coating layers. In turn, this increases the transport resistance
for water or other liquids to pass the membrane. While membrane selectivity should
be as high as possible, low transport resistances are needed for an economical process.
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Therefore, reducing polyelectrolyte coating thickness while maintaining defect-free layers
is a crucial factor in improving the energy efficiency of nanofiltration membranes. Hence,
the deposition behavior of polyelectrolytes and polyelectrolyte complex formation often is
in focus in the literature [15–18]. In LbL polyelectrolyte assembly, this trade-off between
selectivity and transport resistance is a natural dilemma because of the inhomogeneous
microfiltration support pore size and local intrusion of the polyelectrolytes. Small pores of
the support membrane are easily coated within a few coating steps, whereas the bigger
pores need additional coating steps to be sealed with a selective layer [19]. With these
additional coating steps, the smaller pores’ coating unnecessarily thickens, which again
increases transport resistance. Since various polyelectrolyte layer compositions have been
studied and highly ion-selective combinations and coating parameters have been presented
in the literature [4,9,20,21], the study at hand focuses on the control of polyelectrolyte
complex thickness and position that can be applied to tailored polyelectrolyte combinations
in future work.

The production of thin freestanding, or reinforced polyelectrolyte layers is widely
studied in literature [6,13,22–26]. Reported manufacturing methods involve salt dilution
induced phase separation [27,28], sacrificial layers [22,29–35], deposition at liquid–liquid
interfaces [13,36], deposition at gas–liquid interfaces [23,37–39], and deposition by solvent
evaporation [40,41]. Mallwitz et al. [42] proposed a method to span PAA/PAH complexes
over electron microscopy grids with hole sizes of 100 µm. However, these freestanding
structures are not applicable for large scale production for water applications as they are
not mechanically stable, the production procedures are complex, or require sophisticated
process control.

In general, polyelectrolyte deposition in LbL technology is based on the adsorption
and complexation of a polyelectrolyte on the opposingly charged polyelectrolyte layer from
a previous coating step. Conventionally, the intrinsic charge of a porous substrate gives
rise to the adsorption of polyelectrolytes for the first coating steps. Conventional layer by
layer technology usually thoroughly wets the macroporous support with a coating solution
during the membrane fabrication process. Consequently, the polyelectrolyte adsorption
takes place both at the support surface and inside the porous support [43]. Depending on
the support geometry, different topography of selective layers arise, leading to different
membrane performances. Especially in general nanofiltration material characterization, this
is undesirable since the experimental results are dependent on uncontrolled parameters.

Further, polyelectrolytes tend to remain near fluid–fluid interfaces due to their often
amphiphilic nature. To create such a fluid–fluid interface for polyelectrolyte enrichment
in a first coating step, we induce a fluid–fluid interface inside the pores by controlling the
wetting state of the support structure. The wetting state can be controlled via back-pressure
control of air, or immersion of a pre-wetting agent. To obtain a stable interface, pore-filling
fluid must effectively prevent the coating solution from intruding the pore throat. In turn,
the applied pressure on the pore-filling fluid may not exceed the breakthrough pressure
pB of the pore-filling fluid. In this case, a constant flow of air or pre-wetting fluid would
prohibit the formation of any pore-spanning layer. Hence, no net flow of air or pre-wetting
fluid across the membrane may occur.

The breakthrough pressure can be calculated according to the Young-Laplace equation
as denoted in Equation (1), where γ denotes the surface tension of the fluid, θ is the respec-
tive contact angle, and d is the pore diameter. In a porous material with heterogeneous
pore sizes, a breakthrough will always occur first in the largest pores.

pb =
γ cos θ

d
(1)

By controlling the location of polyelectrolyte deposion at a pore scale, the study
at hand presents a straightforward approach to even out the number of coating steps
needed. The formation of pore-spanning polyelectrolyte complexes leads to a full coverage
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of the support structure at a drastically reduced number of coating steps compared to
pure adsorption at the pore walls. As the pre-wetting of the support structure is a well-
controllable process, it does not negatively affect the coating process itself, while enhancing
the obtained results regarding large pores.

The wetting control of the support induces the built-up of pore-spanning polyelec-
trolyte layers within few coating steps and uniform polyelectrolyte deposition over the
pores. Hence, this method might be a possible new way to decrease the transport resistance
and use less coating steps for membrane production. The controllable membrane thickness
throughout the support might be beneficial for future testing of novel membrane materials
or parameter studies on membrane performance, as the influence of the support can be
estimated and kept constant for different materials. Further, the method might be useful
in membrane production for diffusion-based processes, such as control of ionic strength
in biotechnological systems. However, the here presented proof of concept of a novel
polyelectrolyte multilayer membrane (PEMM) assembly method focuses on the general
feasibility of the production concept. We show that defect-free membranes consisting of
well-known materials can be manufactured with few coating steps. Highly controlled
PEMM can be generated with only little process control applied. To be suitable for a
scale-up to large membrane areas, further optimization regarding application-oriented
coating material and mechanical stability is necessary.

2. Materials and Methods
2.1. Support Structure

Flat isoporous silicon support structures with diameters of 10 mm to 25 mm pur-
chased from SmartMembranes GmbH, Germany, were used for all presented experiments.
The isoporous supports had a pore size of 1 µm, a lattice constant of 1.5 µm, and a pore
length of 200 µm. The standard deviation in pore diameter was below 5%. The pores were
in a trigonal order.

Additionally, coating experiments were repeated with a commercial membrane as
heteroporous support with comparable pore size to the used silicon support, presented in
Section 3.5. To visually assess the wetting control during polyelectrolyte complexation, we
applied the coating on the shell side of a hollow fiber membrane. A commercial Pentair
X-Flow ultrafiltration membrane with a nominal molecular weight cut-off of 150–200 kDa
was used. This membrane type had a selective microfiltration layer on the lumen side and a
wide-open porous topography on its shell. Therefore, we used the commercial membrane’s
support structure on the shell side as erratic support for PEMM assembly without any
influence from the ultrafiltration layer on the lumen side.

To compare the produced PEMM layer growth to conventionally dip-coated PEMM,
we additionally coated silicon wafers with a native oxide surface without chemical pre-
treatment. We used the same coating conditions as for the isoporous silicon support
structures. The results in PEMM thicknesses are presented in Section 3.2.

2.2. Polyelectrolyte Complexation

Poly-diallyl dimethylammonium chloride (PDADMAC, 100 kDa, Sigma-Aldrich
Chemie GmbH, Schnelldorf, Germany) was used as polycation, and polystyrene sulfonate
(PSS, 70 kDa, Sigma-Aldrich Chemie GmbH, Schnelldorf, Germany) was used as polyanion
for active layer fabrication. For the coating solutions, 1 g/L polyelectrolyte and 0.5 M NaCl
were used. This combination of polyelectrolytes with the respective counter ion concen-
tration for LbL applications is known to show high adsorption rates of polyelectrolytes,
but low salt retentions [44,45].

Polyelectrolyte complexation was conducted via an LbL dip-coating procedure with
alternatingly contacting the support with polyanion and polycation coating baths, as can
be seen in Figure 1. We chose the first polyelectrolyte layer to be cationic since the support
naturally has a slightly negative surface charge. The sample dwell time in the coating baths
was 15 min. A 20 min washing step in distilled water to remove excess polyelectrolytes was
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conducted after each coating step. For this washing step, the isoporous silicon supports
were inserted in a rinsing bath, whereas the hollow fibers were rinsed with a cross-flow of
15 mL/min over 20 min. For the hollow fiber modules, this corresponds to a turnover of
five times the module volume. After PEMM fabrication, samples were stored in water.

Figure 1. Schematic setup used for polyelectrolyte deposition. (a) Static coating of flat isoporous sup-
ports. Alternating dip-coating of samples leads to successive polyelectrolyte deposition. Isoporous
supports without any periphery, supports sealed to an air-filled compartment with 10 mbar excess
pressure, and supports sealed to a compartment filled with PEG400 were dip-coated. (b) Dynamic
coating of a heterogeneous hollow fiber support. Air flows through the lumen at a pressure level
p > pB, while the module is filled with water. The gas pressure is reduced until p < pB. Polyelec-
trolyte coating solutions and rinsing solutions are alternatingly pumped through the shell side of
the module.

2.3. Wetting Agents and Wetting Control

Flat isoporous supports are coated in three different wetting configurations, as de-
picted schematically in Figure 1a. For reference, first, a fully water-wetted support structure
was dip-coated without any periphery. Second, isoporous supports were sealed to a sample
holder, providing an air-filled compartment at the backside of the support. In this compart-
ment, the gas pressure can be controlled. The support was dip-coated while intrusion of
the coating solution into the pores was prevented by the applied air pressure. This way,
a gas–liquid interface was generated near the pore throat. Third, the compartment at the
support backside was filled with polyethylene glycol with an average molecular weight of
400 Da (PEG400), purchased from Sigma-Aldrich, Germany. The PEG400 was filled in the
compartment until it reached the support pore throats at the coating side. Subsequently,
the PEG400-filled support was dip-coated with no further pressure control applied. All flat
samples were coated horizontally to avoid pressure gradients due to different immersion
depths. No chemical pre-treatment was applied to the silicon supports in any other way.

Additionally, isoporous supports with air-filled pores were coated with one bilayer
of polyelectrolytes. To test the stability of the initial polyelectrolyte bilayer spanning the
pores, the samples were excerpted from the sample holder and coated with another two
bilayers without any further wetting control.

Hollow fiber samples were prepared using commercial hollow fiber membranes as
support structures. The fibers were assembled in transparent single-membrane modules
with 15 cm free membrane length. Modules were designed for cross-flow filtration, com-
prising inlets and outlets both for lumen and shell side. For the hollow fiber coating,
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a dead-end configuration was used by closing the lumen outlet. A schematic depiction
of the applied coating procedure can be found in Figure 1b. In a first step, a constant air
flow was applied through the membrane directed inside out with an excess pressure of
400 mbar. Subsequently, the membrane module was filled with water. Once a steady flow
of 15 mL/min was established, the gas pressure was reduced until the gas flow was fully
stopped. The residual gas pressure was kept constant for the rest of the coating procedure.
To form polyelectrolyte layers, the module’s shell side was repeatedly filled with coating-
and rinsing solutions.

2.4. Analytical Methods

The formed polyelectrolyte complex structures were prepared in liquid nitrogen and
optically analyzed by field-emission scanning electron microscopy (FESEM) with either
a Hitachi S4800 (Figures 2–5), or a Hitachi SU9000 with an Oxford Instruments EDX
module (Figures 6–8). All samples for scanning electron microscopy were lyophilized for
sample preparation.

Figure 2. FESEM imaging of isoporous silicon support structures. (a) top view and (d) cross sectional view of silicon support
structure withouth coating; (b) top view and (e) cross sectional view of three bilayers PDADMAC/PSS on isoporous silicon
support with fully water-wetted suppport during polyelectrolyte complexation; (c) top view and (f) cross sectional view of
three bilayers PDADMAC/PSS on silicon support with air-filled support during polyelectrolyte complexation.

Figure 3. FESEM imaging of porous silicon support cross-section with three bilayers PDADMAC/PSS
with air-filled support during polyelectrolyte complexation. Left pore: prominent axial shrinking of
polyelectrolytes, right pore: prominent radial shrinking of polyelectrolytes due to wall-detachment.

Layer growth was measured for reference on solid silicon wafers coated with PEMM
with the same procedure as the isoporous silicon support structures. Polyelectrolyte
multilayer (PEM) thickness was investigated with an RC2 dual rotating compensator
variable angle spectroscopic ellipsometer (J.A. Woollam, Co., Lincoln, NE, USA). Two sets
of experiments were performed: air-dried samples and samples stored in water.
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Figure 4. FESEM imaging of porous silicon support cross-sections with three bilayers PDAD-
MAC/PSS with (a) fully water-wetted support; (b) fully air-filled support; (c) air-filled support
during the first two coating steps and subsequently no wetting control, and (d) PEG400-wetted
support during polyelectrolyte complexation.

Figure 5. FESEM imaging of a polyethersulphone commercial membrane support structure. (a) with-
out polyelectrolyte coating, and (b) with three bilayers PDADMAC/PSS with air-filled support
during polyelectrolyte complexation. (c) Retention of MgCl2 and MgSO4 at 1 bar TMP of a non-
coated membrane (circles) and a hollow fiber coated with five bilayers of PDADMAC/PSS with
simultaneous wetting control by air back-pressure (rectangles). Experiments were performed on
three membrane modules each.

The brittle nature of the isoporous silicon support structures prevented conventional
retention measurements of the formed polyelectrolyte complex structures. The supports
did not withstand the normal filtration conditions of several bars transmembrane pres-
sure. Therefore, we designed a test cell for diffusion dialysis characterization based on
Xu et al. [46]. The produced PEMM with the isoporous support structures were conditioned
in a 0.05 M electrolyte solution overnight. The structures were then assembled between
two sealed compartments, each with approximately 40 mL volume. These compartments
were each equipped with a pH and a conductivity sensor. As the PEMM was located closer
to one pore end than to the other, the compartment closer to the PEMM structure was
filled with 0.1 M electrolyte solution with NaCl, Na2SO4, MgCl2, and MgSO4, respectively.
The other compartment was filled with distilled water. Constant stirring of the liquids in
both compartments avoided concentration polarization. This diffusion dialysis endured
for 3 h. Liquid volumes in the compartments were monitored over time. Additionally,
conductivity and pH before and after the diffusion dialysis were logged. The ionic flux was
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calculated according to Equation (2) with n being the amount of ions transferred in total, t
being the time of diffusion dialysis, and AMembrane being the available membrane area.

Isalt =
n

AMembrane · t · ∆c
(2)

Figure 6. Cross sectional view of three bilayers PDADMAC/PSS on isoporous silicon support with
fully air-filled support during polyelectrolyte complexation. Dashed rectangle in (a) marks area of
magnification for (b). Arrows in (b) indicate immersion depth of polyelectrolytes into the pore.

Figure 7. SEM image and EDX analysis of a cross sectional view of seven bilayers PDADMAC/PSS
on isoporous silicon support with fully air-filled support during polyelectrolyte complexation.
(a) SEM image, (b) EDX silicon signal, (c) EDX carbon signal, (d) EDX oxygen signal, and (e) EDX
sulphur signal.

To account for the driving forces changing non-linearily during the diffusion analysis,
the mean logarithmic concentration difference ∆c is used for the determination of the
ionic flux according to Equation (3). For reference, a commercial nanofiltration membrane
(NF270, FilmTec) was characterized in diffusion dialysis behavior.

∆c =
(c f

0 − cp
0 )− (c f

t − cp
t )

ln c f
0−cp

0

c f
t −cp

t

(3)
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Figure 8. FESEM imaging of porous silicon support cross-sections. (a) no coating; (b) three bilayers PDADMAC/PSS with
air-filled support during polyelectrolyte complexation (EDX can be found in Supplementary Materials Figure S1); (c) seven
bilayers PDADMAC/PSS with air-filled support during polyelectrolyte complexation.

For the manufactured hollow fiber modules, the pure water permeance in L/(m2 h bar)
was measured in dead-end module configuration. 1 bar transmembrane pressure (TMP)
was applied using a pressure vessel. Permeance was determined for three different modules.
Salt retention was measured in cross-flow filtration experiments for each salt individually.
Salt concentrations of 0.1 M were used in the feed stream. The conductivity of retentate (σR)
and permeate (σP) were measured using a conductivity meter (SevenCompact pH/Cond
S213, Mettler Toledo, Columbus, OH, USA). Salt retention was calculated according to
Equation (4).

Rsalt = 100% ·
(

1 − σP
σR

)
(4)

3. Results and Discussion
3.1. Polyelectrolyte Pore Bridging

In a first step, the effect of non-water-wetted pores during dip-coating was investigated
by controlling the wetting state in the support via air back-pressure. In Figure 2, the results
for polyelectrolyte complex formation depending on the pre-wetting agent are displayed.
Figure 2a,c show the isoporous silicon support structure without any coating in top view (a)
and cross-section (c). In Figure 2b,e, results are displayed for a water-pre-wetted support
structure and coated with three bilayers of polyelectrolytes, meaning six coating steps.
Polyelectrolytes fully covered the support structure. The polyelectrolytes entirely intruded
the pores and covered the pore walls.

In contrast, a pore bridging layer can be seen in Figure 2c,f. Here, the support was
filled with air during the dip-coating procedure of three bilayers and intrusion of the
coating solutions was prevented by applying a minimum of excess pressure. This wetting
control caused a polyelectrolyte complexation at the gas–liquid interface instead of a pore
wall coverage. We presume that a thin film of polyelectrolyte-rich solution remained after
the first coating and rinsing procedure, which allowed a complexation with the respective
counter-polyion when dipped in the next coating bath. The obtained results were in good
agreement with Mallwitz et al. [42]. Some polyelectrolyte pore bridges were ruptured.
These ruptures can be reasoned with a too fast drying procedure during sample preparation
for FESEM [42].

In contrast to other studies where a polyelectrolyte complex film is produced on top of
the support [30], the evolved polyelectrolyte bridge was located some hundred nanometers
away from the pore mouth. This indentation was caused by capillary forces pulling the
liquid inside the pores during the coating process. The indented positioning of the active
separation layer might be advantageous regarding industrial nanofiltration applications
since a ceramic structure might reduce erosion of the more delicate polyelectrolyte structure
underneath. However, this hypothesis needs further investigation in future studies.

A more detailed view of a cross-section with three bilayers PDADMAC/PSS is shown
in Figure 6. All pores contained the polyelectrolyte pore bridges at the same position inside
the pores. This uniformity indicates a successfully controlled polyelectrolyte complexation
via interface design. The magnification in Figure 6b reveals that the wetting control
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successfully prevented polyelectrolyte intrusion inside the support. The arrows indicate
the depth in the pore up to which polyelectrolytes covered the silicon surface.

Further evaluation of the polyelectrolyte bridge structure was conducted using energy-
dispersive X-ray spectroscopy (EDX) measurements. For samples with three bilayers
of PDADMAC/PSS, signals for silicon, carbon, and oxygen were found (see Figure S2).
For seven bilayers of PDADMAC/PSS, results are displayed in Figure 7. Here, an additional
sulfur signal strong enough for automatic detection was found that can be accounted to
the contained PSS. The detected silicon signal can be attributed to the support structure,
whereas the carbon signal can clearly be attributed to both of the polyelectrolytes. Oxygen
can in general be found in both, the native oxide layer of the support structure, and the
polyanion PSS. The native oxide layer on the support, however, was very thin and only
causes some background signal, while the oxygen signal is much more prominent in the
area of the polyelectrolyte complex. Hence, we concluded that this signal could be used for
a localisation of PSS. Additionally, the sulphur signal was attributed to the contained PSS
in the polyelectrolyte structure due to its chemical composition.

No layering structure could be observed within the polyelectroylte complexes. How-
ever, the carbon and the sulphur signal tended to show increased signal strength at the
upper and lower edges of the complex structures. This can be reasoned with local de-
swelling effects and local porous matrix collapse that increased the polyelectrolyte density
in those areas. Overall, all signals showed an even distribution within the polyelectrolyte
pore bridging structure that might indicate intermixing and co-adsorption effects during
the manufacturing process. However, no definite conclusion about the mechanisms during
the wetting-controlled complexation could be drawn from the results obtained in EDX.

3.2. Polyelectrolyte Multilayer Growth

Layer growth of the polyelectrolyte multilayer has been intensively studied in the lit-
erature [47–50]. For dip-coating processes, different mechanisms causing subsequent linear,
exponential, and again linear layer growth are known from literature [47]. Further, nanocon-
finement on one side of the PEMM affects the polyelectrolyte structure significantly [51].
Hence, nanoconfinement at the pore walls and the lack of influence of support beneath the
polyelectrolyte structure might affect the layer growth of pore bridging structures.

Figure 8 shows cross-sections of single pores with no coating (a), three bilayers (b),
and seven bilayers (c), respectively. In the coated samples, air was used to prevent intrusion
of the coating solution. The thickness of the three bilayer structure is determined to
approximately 480 nm at the center of the spanned support pore. With more than twice
the number of coating steps, a thickness increase to only 550 nm could be observed for the
seven bilayer structure. This indicated a decrease of layer thickness growth after the first
coating steps.

Additionally, the internal structure of the two polyelectrolyte complex structures
distinctly differed from each other. While the three bilayer structure showed a open porous
matrix, the seven bilayer structure appeared rather dense. The latter might be reasoned with
a collapse of the polyelectrolyte complex formation, as the confinement of the pore walls
was no longer symmetrically present due to the rupture in the polyelectrolyte structure at
the right side of the pore. This is further discussed below after comparing the observed
polyelectrolyte complex thicknesses to conventionally dip-coated structures.

For reference to the PEMM thickness evaluation, we dip-coated a silicon wafer with a
native oxide surface with identical coating procedures as the isoporous silicon structures.
Afterward, polyelectrolyte layer thicknesses were analyzed by ellipsometry, both in a wet
and in a dry state. Three different positions at each sample were measured in thickness.
Results are displayed in Figure 9. Thicknesses of the polyelectrolyte pore bridge structures
taken from Figure 8 are indicated for reference.
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Figure 9. PDADMAC/PSS layer thickness on silicon wafers in function of number of coating steps
measured by ellipsometry (triangles) in aqueous environment and air-dried as well as pore-bridging
layer thicknesses taken from Figure 8.

The effect of swelling in water can be seen in the data obtained by ellipsometry.
The pore bridging structures showed a thickness of almost one order of magnitude higher
than the PEMM on a plain silicon wafer. The increase from three bilayers (saying six coated
layers) to seven bilayers (saying 14 coated layers) was in the same range as the increase
in the thickness of the reference samples obtained with a flat silicon wafer. The fact that
there was no solid support but a second fluid phase underneath the formed polyelectrolyte
complex structure might have effected the dominating mechanisms in several ways.

First, we expected a significant amount of residual polycations close to the fluid–fluid
interface even after the first rinsing step due to the surfactant nature of polyelectrolytes a
possible diffusion limitation during rinsing. These residual polycations then co-adsorbed
during the coating with polyanions. This could lead to significantly thicker polyelectrolyte
complex layers than conventional dip-coating.

Second, the missing nanoconfinement at the fluid–fluid interface can alter the diffusion
limitation causing linear growth in the first bilayers of conventional dip-coating [47]. Hence,
further layer growth is less hindered. This, in turn, can lead to faster exponential or linear
growth even at a low number of applied layers.

Third, the support might have an additional influence on the prevalent driving forces.
With the support pore walls in orthogonal orientation to the formed polyelectrolyte struc-
ture, the support delivers additional surface area for nanoconfinement (see Figure 6).
Combined with the fluid–fluid interface, this leads to a large adsorption surface to volume
ratio in the support capillaries. This, in turn, leads to higher electrostatic interactions and,
hence, to more adsorbed polyelectrolytes. Additionally, if not a fully bridging structure
is formed during the first bilayer of polyelectrolyte adsorption, a radial growth of the
polyelectrolyte structure is to be expected from the support pore walls towards the pore
center. In this case, the support stabilizes the formed polyelectrolyte complex and prevents
the complexes from being flushed away from the support.

An additional factor biasing the layer thickness results displayed in Figure 9 is the
different shrinking behavior by polyelectrolyte deswelling inside the pores due to the
nanoconfinement of the pore walls. In Figure 8b,c, the textures of the polyelectrolyte
complex structures appear different. Furthermore, the structure in Figure 8c is ruptured,
whereas the structure consisting of three bilayers appears to be intact. This difference in
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shrinking behavior might have a significant influence on the visible layer thickness in FE-
SEM imaging. An exemplary visualization is given in Figure 3 on two neighbouring pores.

Figure 3 shows a cross-section of an isoporous silicon support structure with three bi-
layers of PDADMAC/PSS coating using air-liquid interface control during polyelectrolyte
complexation. Here, directly neighboured pores show distinctly different polyelectrolyte
pore bridging structures. First, the layer thickness increases three-fold. Second, the texture
appears dense for the flat structure, whereas it appears as an open porous complex for
the thicker structure. It can be noted that the thicker complex is partially detached from
the pore wall. This can be reasoned with stresses on the polyelectrolyte complexes by
nanoconfinement at the pore walls.

During the drying procedure, mechanical stresses due to polymer shrinking arise. The dif-
ferent appearance of polyelectrolyte structures in Figure 3 indicate that these stresses lead to
shrinking along the pore axis if the nanoconfinement at the walls remains intact. In contrast,
these stresses lead to a predominantly radial shrinking of the polyelectrolyte structure when
the polymer partially detaches from the pore wall. In turn, this means that the thicknesses
that are taken from Figure 8, especially Figure 8c can only be taken as rough values, as their
shrinking behavior during drying needs further investigation in future studies.

3.3. Separation Behavior

Nanofiltration membranes are conventionally characterized by molecular weight cut-
off, free water flux, and ion rejection. The material system of PDADMAC/PSS PEMM is
well known, and characteristics are reported in the literature [52–54]. For the high amount
of counter ions used for polyelectrolyte layer fabrication, however, high polyelectrolyte
adsorption rates but low ion retention are reported [44,45].

For all three typically characteristic parameters, the membrane must be pressurized.
Since the isoporous support presents its brittle nature by tending to break even at low
shear stresses, a classical characterization of the formed polyelectrolyte complex structures
was not feasible. Instead, a diffusion dialysis module was built to investigate the formed
polyelectrolyte complex structures as diffusion barriers [35,46]. However, measuring
these properties requires pressurizing the membrane. As the isoporous silicon support
structures are very brittle and tend to break even at low shear stresses, it was not possible
to measure the properties mentioned above. Instead, a diffusion dialysis module was built
to investigate the formed polyelectrolyte structures as diffusion barriers.

This way, the polyelectrolyte pore bridging structures were investigated regarding their
diffusive behavior of NaCl, Na2SO4, MgCl2, and MgSO4 in single salt experiments. For each
salt, a non-coated, fully water-wetted isoporous support structure and support containing pore
bridging polyelectrolyte complexes of three bilayers PDADMAC/PSS was investigated.

The ion flux resulting across the membrane is displayed in Figure 10 for the porous
support with three bilayers of PDADMAC/PSS with a fully water-wetted support (conven-
tional dip-coating), the porous support containing pore-bridging polyelectrolyte complexes
after three bilayers of PDADMAC/PSS-coating, and a commercial NF270 nanofiltration
membrane for reference.

For the conventionally dip-coated support, highest ion flux is observed. Considering
the residual pore sizes observed displayed in Figure 8, no ion retention was anticipated
for this wetting configuration. Due to the intrinsic low ion rejection of the polyelectrolyte
system at the chosen counter ion strength in the coating solution, the formed polyelectrolyte
layers could not compete with commercial nanofiltration membranes. However, a salt-
dependent change in ion flux can be observed when comparing the ion fluxes through the
non-coated supports to the polyelectrolyte-coated ones. As the order of ion deflections is
shifted due to the coating as expected from literature [55,56], this is a strong indication
for a polyelectrolyte-dominated diffusion dialysis behaviour and, hence, a successful
formation of a pore-covering polyelectrolyte coating. Yet, different coating compositions
are necessary to obtain ion-selective polyelecrolyte layers that show ion rejections desirable
for nanofiltration applications.
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Figure 10. Ion Flux of NaCl, Na2SO4, MgCl2, and MgSO4 across a porous support structure with
three bilayers of PDADMAC/PSS coated with a fully water-wetted support, a porous support
structure coated with three bilayers of PDADMAC/PSS with air-filled pores during coating, and a
commercial NF270 nanofiltration membrane for reference. Experiments were performed with three
membranes each.

3.4. Miscible and Immiscible Wetting Agents

In the results presented above, conventional dip-coating with fully water-wetted
supports was compared to air-filled pores of the isoporous silicon support structure during
dip-coating. The results for three bilayers of PDADMAC/PSS with these two wetting
agents are displayed in Figure 4a,b for reference. In Figure 4c, also a cross-section of
air-filled support during dip-coating is displayed. However, wetting control was disabled
after the first two coating steps in this case to test the stability of the so far complexes.
Afterward, two more bilayers were dip-coated on the sample. Still, most pores contained
pore-bridging polyelectrolyte structures. The formed structures, however, are significantly
thinner than the samples with constant wetting control. In Figure S2, a top view of this
sample is given. It can be seen that pore bridging structures formed in nearly all pores.
However, none of these structures fully spanned over the support pores. The structures
formed showed round defects in most cases. This is a further indication for a radial growth
of the formed polyelectrolyte complexes, as hypothesized above.

As a water-miscible wetting agent, PEG400 was inserted into the pores before dip-
coating. Three bilayers of PDADMAC/PSS were coated on the PEG400-filled support.
The result is shown in Figure 4d. As with air-filled pores, pore-bridging polyelectrolyte
structures are formed some hundred nanometers along the pore throat. After coating,
residual PEG400 could easily be removed by storing the sample in water over 48 h.

We concluded that two factors presumably influenced the nature of the polyelectrolyte
architectures after few coating steps. First, mainly capillary effects determined the location
of the pre-wetting/coating solution phase boundary. This location definesd the position
of the formed polyelectrolyte complexes. Second, the extent of diffusion limitation of
the remaining polyelectrolytes close to the phase boundary was decisive on how much
polyelectrolyte material was co-adsorbed during the subsequent coating step.

3.5. Heteroporous Support Structures

For a general proof of concept of pore-spanning polyelectrolyte complex structures
on heterogeneous supports, we adapted the wetting control to a commercial hollow fiber
membrane. For visual evaluation of both the wetting control and the polyelectrolyte
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structure localization, a pore size of approximately 1 µm was desired. This pore size was
more than one order of magnitude higher than conventional supports for nanofiltration
membranes. A Pentair X-Flow membrane, which is a polymeric PES/PVP ultrafiltration
membrane with the selective layer on the lumen side, was chosen as model support.
The shell side of these membranes had a wide-open porous structure, as shown in Figure 5a.
This shell-side of the support membrane was coated with polyelectrolytes to form a selective
layer. A constant back-pressure of air applied to the lumen channel was used to prevent
coating solution from intruding the pores of the support during dip-coating. Five bilayers of
PDADMAC/PSS were applied. A cross-section of a coated heteroporous support structure
is given in Figure 5b.

After five bilayers of polyelectrolyte coating, no pore intrusion by polyelectrolytes
could be observed, as shown in Figure 5b. In contrast to the coated flat isoporous structures,
the polyelectrolyte complexes were located at the support structure’s outer surface. This
positioning can be explained with the adapted wetting control that caused a minimal
constant over-pressure of the gas phase.

The pure water flux of the non-coated membrane was determined to be approximately
250 LMHbar. The available membrane was calculated on the membrane shell, whereas
the ultrafiltration layer was located at the lumen of the support fiber. After applying
five bilayers of polyelectrolyte coating on the shell side of the support fiber, the flux was
reduced to 60 ± 15 LMH. The significant reduction in flux after polyelectrolyte coating
suggested an at least partially successful coating of the porous support. However, the still
high pure water permeabilities also indicated remaining defects in the polyelectrolyte
coating. Applying TMPs of 1.5 bar or higher led to a drastic increase in permeability,
implying the rupture of applied polyelectrolyte coating.

The separation behavior of manufactured hollow fiber membranes was tested for
MgCl2 and MgSO4 at 1 bar TMP with 0.1 M feed solution concentrations in outside-in
permeation. The observed retentions are displayed in Figure 5c. As previously discussed,
the maximum achievable ion rejection with the chosen coating solution composition was
fairly low [44,45]. Hence, even the small retentions observed are an indication for a partially
successful pore coverage with polyelectrolytes. Yet, the retentions remained below the
ones reported in the literature for the used material system, indicating defects in the
manufactured polyelectrolyte layer.

We conclude that more coating steps are necessary to obtain a full support coverage
with the used material system. However, the partial pore coverage even at a number of five
bilayers on a porous support with pores in the micrometer range is a promising result, since
even on an isoporous support pores of this size could not be covered with conventional
dip-coating. Future work will be necessary to find an optimum between ion selectivity,
mechanical stability, and tolerable support pore size.

4. Conclusions

A novel manufacturing method for ion-selective polyelectrolyte multilayer mem-
branes on or inside porous support structures is presented. This method uses support
wetting control during dip-coating, which allows interfacial polyelectrolyte deposition at
a gas–liquid or liquid–liquid phase boundary inside the porous support structure. This
way, pores as large as 1 µm can be spanned with polyelectrolytes with few coating steps.
Polyelectrolyte depositions are located via FESEM analysis and evaluated in their compo-
sition using EDX. Polyelectrolyte coating thickness can be tuned by varying the number
of coating steps. Additionally, using PEG400 as a miscible pre-wetting agent leads to a
decrease in polyelectrolyte deposition thickness. Further, layer positions can be adjusted
by tailoring the fluid–fluid interface location during dip-coating.

The polyelectrolyte complex structures produced in this study as a proof of concept
are shown to be an ion-selective diffusion barrier. Adapting the method to hollow fiber
heteroporous systems with pore sizes in the micrometer range a partial coverage of the
support can be achieved by applying only five bilayers of polyelectrolyte coating. Both
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the resulting pure water flux and the low retention of salts indicate remaining defects. Yet,
the formation of a ion-retaining polyelectrolyte layer within few coating steps is promising
for further optimization of this method. To make this method applicable for larger-scale
membranes, different coating compositions need to be tested to enhance the achievable ion
selectivity of the formed polyelectrolyte complexes. Further, the trade of between needed
mechanical stability for nanofiltration applications and tolerable maximum pores size will
be evaluated in future studies.

Supplementary Materials: The following are available online at https://www.mdpi.com/article/
10.3390/membranes11090671/s1, Figure S1: Three bilayer SEM and EDX analysis. Figure S2: Frac-
tured polyelectrolyte bridges from intermittent wetting control.
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∆c logarithmic mean concentration difference
EDX Energy Dispersive X-ray spectroscopy
FESEM Field Emission Scanning Electron Microscopy
I ionic flux
LbL Layer by Layer
LMH L/(m2 h)
MDPI Multidisciplinary Digital Publishing Institute
n number of ions transported
PAA Polyacrylic Acid
PAH Poly(allylamine hydrochloride)
pb breakthrough pressure
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PEM Polyelectrolyte Multilayer
PEMM Polyelectrolyte Multilayer Membrane
PES Polyethersulphone
PSS Poly(styrenesulfonate)
PVP Polyvinylpyrrolidone
R Retention
t Time of Diffusion Dialysis
TMP transmembrane pressure

References
1. Stocker, T. (Ed.) Climate Change 2013: The Physical Science Basis: Working Group I Contribution to the Fifth Assessment Report of the

Intergovernmental Panel on Climate Change; Cambridge University Press: Cambridge, UK, 2014. [CrossRef]
2. Zhang, X.; Xu, Y.; Zhang, X.; Wu, H.; Shen, J.; Chen, R.; Xiong, Y.; Li, J.; Guo, S. Progress on the layer-by-layer assembly of

multilayered polymer composites: Strategy, structural control and applications. Prog. Polym. Sci. 2019, 89, 76–107. [CrossRef]
3. Bertrand, P.; Jonas, A.; Laschewsky, A.; Legras, R. Ultrathin polymer coatings by complexation of polyelectrolytes at interfaces:

Suitable materials, structure and properties. Macromol. Rapid Commun. 2000, 21, 319–348.:7<319::AID-MARC319>3.0.CO;2-7.
[CrossRef]

4. Ng, L.Y.; Mohammad, A.W.; Ng, C.Y. A review on nanofiltration membrane fabrication and modification using polyelectrolytes:
Effective ways to develop membrane selective barriers and rejection capability. Adv. Colloid Interface Sci. 2013, 197, 85–107.
[CrossRef] [PubMed]

5. Li, X.; Liu, C.; Van der Bruggen, B. Polyelectrolytes self-assembly: Versatile membrane fabrication strategy. J. Mater. Chem. A
2020, 8, 20870–20896. [CrossRef]

6. Cheng, W.; Campolongo, M.J.; Tan, S.J.; Luo, D. Freestanding ultrathin nano-membranes via self-assembly. Nano Today 2009,
4, 482–493. [CrossRef]

7. Zhang, W.; Zhao, Q.; Yuan, J. Porous Polyelectrolytes: The Interplay of Charge and Pores for New Functionalities. Angew. Chem.
(Int. Ed. Eng.) 2018, 57, 6754–6773. [CrossRef]

8. Nabeel, F.; Rasheed, T.; Bilal, M.; Iqbal, H.M. Supramolecular membranes: A robust platform to develop separation strategies
towards water-based applications. Sep. Purif. Technol. 2019, 215, 441–453. [CrossRef]

9. Menne, D.; Kamp, J.; Erik Wong, J.; Wessling, M. Precise tuning of salt retention of backwashable polyelectrolyte multilayer
hollow fiber nanofiltration membranes. J. Membr. Sci. 2016, 499, 396–405. [CrossRef]

10. Emonds, S.; Roth, H.; Wessling, M. Chemistry in a spinneret—Formation of hollow fiber membranes with a cross-linked
polyelectrolyte separation layer. J. Membr. Sci. 2020, 612, 118325. [CrossRef]

11. Decher, G. Fuzzy Nanoassemblies: Toward Layered Polymeric Multicomposites. Science 1997, 277, 1232–1237. [CrossRef]
12. Decher, G.; Schlenoff, J. (Eds.) Multilayer Thin Films; Wiley VCH: Weinheim, Germany, 2012. [CrossRef]
13. Jiang, C.; Tsukruk, V.V. Freestanding Nanostructures via Layer-by-Layer Assembly. Adv. Mater. 2006, 18, 829–840. [CrossRef]
14. Richardson, J.J.; Cui, J.; Björnmalm, M.; Braunger, J.A.; Ejima, H.; Caruso, F. Innovation in Layer-by-Layer Assembly. Chem. Rev.

2016, 116, 14828–14867. [CrossRef] [PubMed]
15. Szilagyi, I.; Trefalt, G.; Tiraferri, A.; Maroni, P.; Borkovec, M. Polyelectrolyte adsorption, interparticle forces, and colloidal

aggregation. Soft Matter 2014, 10, 2479–2502. [CrossRef] [PubMed]
16. Quinn, J.F.; Johnston, A.P.R.; Such, G.K.; Zelikin, A.N.; Caruso, F. Next generation, sequentially assembled ultrathin films: Beyond

electrostatics. Chem. Soc. Rev. 2007, 36, 707–718. [CrossRef] [PubMed]
17. Shimazaki, Y.; Nakamura, R.; Ito, S.; Yamamoto, M. Molecular Weight Dependence of Alternate Adsorption through Charge-

Transfer Interaction. Langmuir 2001, 17, 953–956. [CrossRef]
18. Elizarova, I.S.; Luckham, P.F. Layer-by-layer adsorption: Factors affecting the choice of substrates and polymers. Adv. Colloid

Interface Sci. 2018, 262, 1–20. [CrossRef]
19. Malaisamy, R.; Bruening, M.L. High-flux nanofiltration membranes prepared by adsorption of multilayer polyelectrolyte

membranes on polymeric supports. Langmuir 2005, 21, 10587–10592. [CrossRef]
20. Kamp, J.; Emonds, S.; Wessling, M. Designing tubular composite membranes of polyelectrolyte multilayer on ceramic supports

with nanofiltration and reverse osmosis transport properties. J. Membr. Sci. 2021, 620, 118851. [CrossRef]
21. Kamp, J.; Emonds, S.; Seidenfaden, M.; Papenheim, P.; Kryschewski, M.; Rubner, J.; Wessling, M. Tuning the excess charge and

inverting the salt rejection hierarchy of polyelectrolyte multilayer membranes. J. Membr. Sci. 2021, 277, 119636. [CrossRef]
22. Mamedov, A.A.; Kotov, N.A. Free-Standing Layer-by-Layer Assembled Films of Magnetite Nanoparticles. Langmuir 2000,

16, 5530–5533. [CrossRef]
23. Penfold, J.; Thomas, R.K.; Taylor, D. Polyelectrolyte/surfactant mixtures at the air–solution interface. Curr. Opin. Colloid Interface

Sci. 2006, 11, 337–344. [CrossRef]
24. Ariga, K.; Yamauchi, Y.; Rydzek, G.; Ji, Q.; Yonamine, Y.; Wu, K.C.W.; Hill, J.P. Layer-by-layer Nanoarchitectonics: Invention,

Innovation, and Evolution. Chem. Lett. 2014, 43, 36–68. [CrossRef]
25. Ariga, K. Nano-architectonics for coordination assemblies at interfacial media. In Nanoscale Coordination Chemistry; Advances in

Inorganic Chemistry; Elsevier: Amsterdam, The Netherlands, 2020; Volume 76, pp. 239–268. [CrossRef]

http://doi.org/10.1017/CBO9781107415324
http://dx.doi.org/10.1016/j.progpolymsci.2018.10.002
http://dx.doi.org/10.1002/(SICI)1521-3927(20000401)21:7<319::AID-MARC319>3.0.CO;2-7
http://dx.doi.org/10.1016/j.cis.2013.04.004
http://www.ncbi.nlm.nih.gov/pubmed/23706348
http://dx.doi.org/10.1039/D0TA07154D
http://dx.doi.org/10.1016/j.nantod.2009.10.005
http://dx.doi.org/10.1002/anie.201710272
http://dx.doi.org/10.1016/j.seppur.2019.01.035
http://dx.doi.org/10.1016/j.memsci.2015.10.058
http://dx.doi.org/10.1016/j.memsci.2020.118325
http://dx.doi.org/10.1126/science.277.5330.1232
http://dx.doi.org/10.1002/9783527646746
http://dx.doi.org/10.1002/adma.200502444
http://dx.doi.org/10.1021/acs.chemrev.6b00627
http://www.ncbi.nlm.nih.gov/pubmed/27960272
http://dx.doi.org/10.1039/c3sm52132j
http://www.ncbi.nlm.nih.gov/pubmed/24647366
http://dx.doi.org/10.1039/b610778h
http://www.ncbi.nlm.nih.gov/pubmed/17471396
http://dx.doi.org/10.1021/la001230u
http://dx.doi.org/10.1016/j.cis.2018.11.003
http://dx.doi.org/10.1021/la051669s
http://dx.doi.org/10.1016/j.memsci.2020.118851
http://dx.doi.org/10.1016/j.memsci.2021.119636
http://dx.doi.org/10.1021/la000560b
http://dx.doi.org/10.1016/j.cocis.2006.08.003
http://dx.doi.org/10.1246/cl.130987
http://dx.doi.org/10.1016/bs.adioch.2020.03.005


Membranes 2021, 11, 671 16 of 17

26. Guo, S.; Zhang, H.; Chen, X.; Feng, S.; Wan, Y.; Luo, J. Fabrication of Antiswelling Loose Nanofiltration Membranes via a
“Selective-Etching-Induced Reinforcing” Strategy for Bioseparation. Acs Appl. Mater. Interfaces 2021, 13, 19312–19323. [CrossRef]

27. Kamp, J.; Emonds, S.; Borowec, J.; Restrepo Toro, M.A.; Wessling, M. On the organic solvent free preparation of ultrafiltration
and nanofiltration membranes using polyelectrolyte complexation in an all aqueous phase inversion process. J. Membr. Sci. 2021,
618, 118632. [CrossRef]

28. Emonds, S.; Kamp, J.; Borowec, J.; Roth, H.; Wessling, M. Polyelectrolyte Complex Tubular Membranes via a Salt Dilution
Induced Phase Inversion Process. Adv. Eng. Mater. 2021, 23, 2001401. [CrossRef]

29. Fujie, T. Development of free-standing polymer nanosheets for advanced medical and health-care applications. Polym. J. 2016,
48, 773–780. [CrossRef]

30. Buck, M.E.; Lynn, D.M. Free-Standing and Reactive Thin Films Fabricated by Covalent Layer-by-Layer Assembly and Subsequent
Lift-Off of Azlactone-Containing Polymer Multilayers. Langmuir ACS J. Surfaces Colloids 2010, 26, 16134–16140. [CrossRef]

31. Magerl, A.; Goedel, W.A. Porous polymer membranes via selectively wetted surfaces. Langmuir ACS J. Surfaces Colloids 2012,
28, 5622–5632. [CrossRef]

32. Yan, F.; Ding, A.; Gironès, M.; Lammertink, R.G.H.; Wessling, M.; Börger, L.; Vilsmeier, K.; Goedel, W.A. Hierarchically structured
assembly of polymer microsieves, made by a combination of phase separation micromolding and float-casting. Adv. Mater. 2012,
24, 1551–1557. [CrossRef]

33. Xie, J.; Han, X.; Ji, H.; Wang, J.; Zhao, J.; Lu, C. Self-Supported Crack-Free Conducting Polymer Films with Stabilized Wrinkling
Patterns and Their Applications. Sci. Rep. 2016, 6, 36686. [CrossRef]

34. Zhang, J.; Yuan, B.; Wang, Z.; Chen, T. Fabrication of free-standing multilayer films by using pH-responsive microgels as
sacrificial layers. Colloid Polym. Sci. 2014, 292, 1235–1240. [CrossRef]

35. Nolte, M.; Schoeler, B.; Peyratout, C.S.; Kurth, D.G.; Fery, A. Filled Microcavity Arrays Produced by Polyelectrolyte Multilayer
Membrane Transfer. Adv. Mater. 2005, 17, 1665–1669. [CrossRef]

36. Buck, M.E.; Lynn, D.M. Reactive Layer-by-Layer Assembly of Suspended Thin Films and Semipermeable Membranes at Interfaces
Created Between Aqueous and Organic Phases. Adv. Mater. 2010, 22, 994–998. [CrossRef]

37. Shchukin, D.G.; Köhler, K.; Möhwald, H.; Sukhorukov, G.B. Gas-Filled Polyelectrolyte Capsules. Angew. Chem. (Int. Ed. Eng.)
2005, 44, 3310–3314. [CrossRef]

38. Lehmann, P.; Kurth, D.G.; Brezesinski, G.; Symietz, C. Structural Analysis of a Metallosupramolecular Polyelectrolyte-Amphiphile
Complex at the Air/Water Interface. Chemistry 2001, 7, 1646–1651. [CrossRef]

39. Hu, D.; Yang, Z.; Chou, K.C. Interactions of Polyelectrolytes with Water and Ions at Air/Water Interfaces Studied by Phase-
Sensitive Sum Frequency Generation Vibrational Spectroscopy. J. Phys. Chem. C 2013, 117, 15698–15703. [CrossRef]

40. He, J.; Kanjanaboos, P.; Frazer, N.L.; Weis, A.; Lin, X.M.; Jaeger, H.M. Fabrication and Mechanical Properties of Large-Scale
Freestanding Nanoparticle Membranes. Small 2010, 6, 1449–1456. [CrossRef] [PubMed]

41. Piotrowski, M.; Borme, J.; Carbó-Argibay, E.; Sharma, D.; Nicoara, N.; Sadewasser, S.; Petrovykh, D.Y.; Rodríguez-Abreu, C.;
Kolen’ko, Y.V. Template-directed self-organization of colloidal PbTe nanocrystals into pillars, conformal coatings, and self-
supported membranes. Nanoscale Adv. 2019, 1, 3049–3055. [CrossRef]

42. Mallwitz, F.; Laschewsky, A. Direct Access to Stable, Freestanding Polymer Membranes by Layer-by-Layer Assembly of
Polyelectrolytes. Adv. Mater. 2005, 17, 1296–1299. [CrossRef]

43. Armstrong, J.A.; Bernal, E.E.L.; Yaroshchuk, A.; Bruening, M.L. Separation of ions using polyelectrolyte-modified nanoporous
track-etched membranes. Langmuir 2013, 29, 10287–10296. [CrossRef] [PubMed]

44. de Grooth, J.; Oborný, R.; Potreck, J.; Nijmeijer, K.; de Vos, W.M. The role of ionic strength and odd–even effects on the properties
of polyelectrolyte multilayer nanofiltration membranes. J. Membr. Sci. 2015, 475, 311–319. [CrossRef]

45. te Brinke, E.; Achterhuis, I.; Reurink, D.M.; de Grooth, J.; de Vos, W.M. Multiple Approaches to the Buildup of Asymmetric
Polyelectrolyte Multilayer Membranes for Efficient Water Purification. ACS Appl. Polym. Mater. 2020, 2, 715–724. [CrossRef]

46. Xu, C.; Xue, S.; Wang, P.; Wu, C.; Wu, Y. Diffusion dialysis for NaCl and NaAc recovery using polyelectrolyte complexes/PVA
membranes. Sep. Purif. Technol. 2017, 172, 140–146. [CrossRef]

47. Porcel, C.; Lavalle, P.; Ball, V.; Decher, G.; Senger, B.; Voegel, J.C.; Schaaf, P. From exponential to linear growth in polyelectrolyte
multilayers. Langmuir ACS J. Surfaces Colloids 2006, 22, 4376–4383. [CrossRef]

48. Zhao, Q.; Qian, J.; An, Q.; Du, B. Speedy fabrication of free-standing layer-by-layer multilayer films by using polyelectrolyte
complex particles as building blocks. J. Mater. Chem. 2009, 19, 8448. [CrossRef]

49. Madaboosi, N.; Uhlig, K.; Jäger, M.S.; Möhwald, H.; Duschl, C.; Volodkin, D.V. Microfluidics as A Tool to Understand the
Build-Up Mechanism of Exponential-Like Growing Films. Macromol. Rapid Commun. 2012, 33, 1775–1779. [CrossRef]

50. Guzmán, E.; Rubio, R.G.; Ortega, F. A closer physico-chemical look to the Layer-by-Layer electrostatic self-assembly of
polyelectrolyte multilayers. Adv. Colloid Interface Sci. 2020, 282, 102197. [CrossRef]

51. Yu, L.; Yuan, W.; Liu, X.; Xu, X.; Ruan, S. Asymmetry of the free-standing polyelectrolyte multilayers. Appl. Surf. Sci. 2017,
422, 46–55. [CrossRef]

52. Krasemann, L.; Tieke, B. Selective Ion Transport across Self-Assembled Alternating Multilayers of Cationic and Anionic
Polyelectrolytes. Langmuir 2000, 16, 287–290. [CrossRef]

53. Jin, W.; Toutianoush, A.; Tieke, B. Size- and charge-selective transport of aromatic compounds across polyelectrolyte multilayer
membranes. Appl. Surf. Sci. 2005, 246, 444–450. [CrossRef]

http://dx.doi.org/10.1021/acsami.1c02611
http://dx.doi.org/10.1016/j.memsci.2020.118632
http://dx.doi.org/10.1002/adem.202001401
http://dx.doi.org/10.1038/pj.2016.38
http://dx.doi.org/10.1021/la103009a
http://dx.doi.org/10.1021/la2044703
http://dx.doi.org/10.1002/adma.201104642
http://dx.doi.org/10.1038/srep36686
http://dx.doi.org/10.1007/s00396-014-3188-x
http://dx.doi.org/10.1002/adma.200402019
http://dx.doi.org/10.1002/adma.200903054
http://dx.doi.org/10.1002/anie.200462889
http://dx.doi.org/10.1002/1521-3765(20010417)7:8<1646::AID-CHEM16460>3.0.CO;2-T
http://dx.doi.org/10.1021/jp404308g
http://dx.doi.org/10.1002/smll.201000114
http://www.ncbi.nlm.nih.gov/pubmed/20521265
http://dx.doi.org/10.1039/C9NA00370C
http://dx.doi.org/10.1002/adma.200401123
http://dx.doi.org/10.1021/la401934v
http://www.ncbi.nlm.nih.gov/pubmed/23902372
http://dx.doi.org/10.1016/j.memsci.2014.10.044
http://dx.doi.org/10.1021/acsapm.9b01038
http://dx.doi.org/10.1016/j.seppur.2016.08.012
http://dx.doi.org/10.1021/la053218d
http://dx.doi.org/10.1039/b911386j
http://dx.doi.org/10.1002/marc.201200353
http://dx.doi.org/10.1016/j.cis.2020.102197
http://dx.doi.org/10.1016/j.apsusc.2017.05.085
http://dx.doi.org/10.1021/la991240z
http://dx.doi.org/10.1016/j.apsusc.2004.11.067


Membranes 2021, 11, 671 17 of 17

54. Hong, S.U.; Ouyang, L.; Bruening, M.L. Recovery of phosphate using multilayer polyelectrolyte nanofiltration membranes.
J. Membr. Sci. 2009, 327, 2–5. [CrossRef]

55. Yaroshchuk, A.E. Non-steric mechanisms of nanofiltration: Superposition of Donnan and dielectric exclusion. Sep. Purif. Technol.
2001, 22, 143–158. [CrossRef]

56. Evdochenko, E.; Kamp, J.; Femmer, R.; Xu, Y.; Nikonenko, V.; Wessling, M. Unraveling the effect of charge distribution in a
polyelectrolyte multilayer nanofiltration membrane on its ion transport properties. J. Membr. Sci. 2020, 611, 118045. [CrossRef]

http://dx.doi.org/10.1016/j.memsci.2008.11.035
http://dx.doi.org/10.1016/S1383-5866(00)00159-3
http://dx.doi.org/10.1016/j.memsci.2020.118045

	Introduction
	Materials and Methods
	Support Structure
	Polyelectrolyte Complexation
	Wetting Agents and Wetting Control
	Analytical Methods

	Results and Discussion
	Polyelectrolyte Pore Bridging
	Polyelectrolyte Multilayer Growth
	Separation Behavior
	Miscible and Immiscible Wetting Agents
	Heteroporous Support Structures

	Conclusions
	References

