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Abstract: Significant gaps exist in our knowledge of ultrafiltration (UF) membrane fouling, due to
mixtures of poly-saccharides and proteins, despite a fair amount of related research. To get new
insights into fouling layer characteristics, experiments were performed under constant-flux, within
the range of practical interest (15-90 L/m?h), with typical polysaccharides (sodium alginate, SA),
proteins (bovine serum albumin, BSA) as well as their mixtures in various proportions (1:3, 1:1,
3:1), and total organic matter concentration of 30 mg/L. The feed-water salinity and calcium ion
concentration were 2000 mg/L NaCl and 2 mM, respectively. The temporal evolution of such fouling
layers on flat-sheet membranes was monitored by recording the trans-membrane pressure variation.
The results show that the specific fouling resistance « is strongly affected by flux, and the fouling
propensity of polysaccharide-protein mixtures is significantly enhanced compared to single foulants,
i.e., when BSA and SA are alone. The fouling layers are compressible and their resistance « tends to
increase with the mass ratio of alginate in the mixture, particularly at high fluxes. To quantify these
effects, correlations are presented of the initial fouling resistance oy with permeate flux ] and of the
evolution of «. R&D priorities are suggested on this topic of mixed foulants.

Keywords: dead-end ultrafiltration; combined polysaccharide-protein fouling; specific fouling
resistance; correlation with permeate flux; compressibility effects

1. Introduction

Membrane fouling by dissolved organic matter is an inherent problem in the Ultrafiltration (UF)
treatment of various effluents, including the pre-treatment of feed-waters to RO/NF plants. Proteins
and polysaccharides are ever-present in effluents to be upgraded [1,2], particularly in those originating
from the food-processing industry and many other effluents/waters that are contaminated due to
biological activity or being biologically treated by MBR [3-7]. In the latter very common cases, the usual
contaminants are due to the Extracellular Polymeric Substances (EPS) that are mainly comprised of
polysaccharides, proteins, natural organic matter and lipids—the former two make up the greatest
proportion [3,4,6-10].

A significant amount of research has been performed on the fouling characteristics of UF
membranes by polysaccharides and proteins [1,2], mainly when they are present alone in the
solution/feed-water to be treated. However, the studies on UF membrane fouling by mixtures
of polysaccharides and proteins are much less common, with significant knowledge gaps, that have
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a negative impact on the design and operation of UF systems (e.g., reference [11]). In most studies,
Bovine Serum Albumin (BSA) and Sodium Alginate (SA) have been employed, which are typical of
proteins and polysaccharides encountered in practice. For this reason, these organic compounds have
also been used in the present study.

In the case of mixed foulants as the present ones (BSA and SA), one may recognize three main
issues regarding fouling of membranes: (a) The physico-chemical interaction in the fluid bulk of
the different (macro-) molecules, as a function of the ionic environment and other properties (pH,
temperature, etc.); (b) the interaction with the membrane surface of the particular organic molecules
and/or their complexes and agglomerates; (c) the evolution of the membrane fouling deposits
(commonly in the form of a layer comprising the organic species) in the dynamic environment shaped
mainly by the transmembrane pressure and the resulting flux. As suggested by the following brief
review, regarding UF membrane fouling, most of the published work deals with topics (a) and partly
(b), whereas rather limited work is available on combined SA-BSA fouling evolution.

SA and BSA, alone in solution, tend to interact with the ionic environment. For dilute aqueous
solutions (representative of waters to be treated), the most well known type is the complexation of SA
macromolecules with cations (mainly Ca and Mg) [12,13]. At higher concentrations (as in the case of
boundary/fouling layers at the membrane surface) SA-Ca gels develop with pronounced viscoelastic
properties [14]. BSA alone also tends to form gels, apparently comprising a continuous network that is
affected by the ionic environment.

A fair amount of work has been reported on the physico-chemical interactions of BSA with
SA in solution, in the presence of cations that tend to promote formation of complexes of those
macro-molecules, although knowledge gaps still exist. Rather strong non-covalent interactions have
been identified (e.g., reference [15]) that depend on the solution pH; in fact, at sufficiently low pH
below the protein iso-electric point, positively charged regions of protein molecules form fairly strong
bonds with the negatively charged carboxyl groups of alginate [16]. Under these conditions the highest
membrane fouling rates were measured. Neiser et al. [17], by measuring the Young modulus, observed
that the BSA /Ca-alginate gels were stronger that those of BSA /Na-alginate as well as those of pure
BSA gels. The effect of Ca was dominant in both pure Alginate and BSA/Alginate gels.

Regarding the interaction of BSA and SA foulants with membranes, most of the reported work has been
performed with RO membranes [18]. Wu et al. [19] have studied the effect of specific surface functional
groups on RO membrane fouling by alginate under conditions relevant to seawater desalination.
Ang and Elimelech [20] report that RO-membrane fouling by BSA is enhanced by increased calcium
concentration and solution pH at the BSA isoelectric point (pH 4.7). Similar results were obtained
by Mo et al. [21]. Moreover, BSA fouling of RO membranes is significantly enhanced in the presence
of alginate. Surface roughness, zeta potential, and hydrophilicity play a role [22]. In the presence of
Ca-ions, alginates foul RO membranes faster than BSA, whereas BSA /SA synergistic effects are also
observed. Ang et al. [23] have also measured strong intermolecular adhesion forces between alginate
and BSA molecules (in the bulk) in the presence of Ca* that result in a rather ‘compact’ conformation
of these aggregates/foulants, which tend to form a “tighter” /compact fouling layer on RO membrane,
compared to that resulting from a solution of Ca-alginate alone. The latter tends to form extended
gel networks that are favored by the macro-molecular structure of alginates [12,13]. Susanto et al. [2]
using PES UF membranes observed the interaction effects of polysaccharides with proteins that led to
mixed fouling layers with stronger reduction of flux than those from individual foulants under the
same conditions; the effect of pH and membrane surface properties on fouling was also examined in
that work.

Relevant studies on UF membrane fouling have been carried out in the authors’ laboratory,
mostly with alginates [24-29]. The specific fouling resistance « has been used for data interpretation and
correlation with the permeate flux J [30,31]. Under constant flux ] mode of UF filtration, the non-linear
increase of pressure drop across the fouling layer, AP, with time (and the concomitant increase of
resistance ) was indicative of strong compressibility effects on the evolving alginate fouling layer [31].
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In efforts to quantify such effects for dead-end UF filtration, a generalized correlation was suggested
of resistance o data, taken with SA in low salinity water. The approach taken in these studies is
considered appropriate for interpreting similar data for mixtures of foulants such as BSA and SA.

The above overview of the literature suggests that the research so far has improved our
understanding on UF membrane fouling by mixtures of BSA and SA. However, a systematic analysis of
fouling data from such studies, in terms of a representative fouling parameter (and correlation thereof
with key process parameters) seems to be missing. Therefore, this study aims to determine the effect of
main parameters (i.e., permeation flux J, pressure difference due to fouling) and foulants composition,
on the specific fouling resistance «, which is considered as the most representative parameter of
membrane fouling [26-28]. An additional objective is to obtain correlations of the fouling resistance «
data with the key process parameter (flux J) in an effort to maximize the usefulness of the work for
practical applications. In the ensuing sections, the theoretical background for data interpretation is
outlined first, the experimental conditions are presented next, followed by data analysis and correlation.
The closing comments outline challenges and recommendations for future R&D.

2. Theoretical Background

Membrane filtration under constant pressure or constant permeate flux J is described by a form of
the Darcy equation
_1dv _ [AP]

J=x& = H[R  +Rc]

)

where Ry, and R, are the clean membrane and fouling resistance, respectively. An initial
trans-membrane pressure (TMP), [AP] = uR,J, can be determined at time t = 0, i.e., before membrane
fouling starts. Considering that a layer formation is the dominant fouling mechanism and assuming
that R, remains constant, the pressure drop due to fouling, AP, is determined as follows by monitoring
the TMP:

[AP] — [AP], = AP, (2)

Combining Equations (1) and (2) one obtains
[AP] = WRm + WR. = [AP], + R, ®3)

Starting with a clean membrane, the resistance R, is related to specific fouling resistance «, i.e.,

x-C-V
Re=a-m= A 4
Considering that in practice the effective foulant concentration C (for fouling layer formation)
may be unknown, it is common to employ the quantity I = (x-C) designated as the fouling index.
For ultra-filtration of solutions of organic macro-molecules, the rejection of such species is generally
high but may not be 100%. Therefore, the effective concentration C, used in Equation (4), is obtained
by multiplying the known bulk concentration with an experimentally determined rejection factor.
In dealing with the initial phase of membrane fouling, a “clean-membrane” resistance Ry, is
considered. Thus, fouling resistance « can be determined by combining Equations (1)-(4),

AP,  o«-C V  oC I-]

AP, " R A Re T Ral R

In the initial phase of membrane filtration under constant flux J and for constant Ry,, by recording
AP, as a function of time, one can directly compute the temporal variation of I and (knowing the
concentration C) determine the temporal evolution of resistance «. Equation (5) is applicable to
dead-end ultra-filtration (of interest here) under constant flux ] and fluid properties. An alternative
form of Equation (5), substituting [AP,] from Equation (1), is as follows
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AP.=p-a-C-J?-t (6)
3. Materials and Methods

3.1. Organic Foulants-Feed Solutions

Sodium alginate (A-2158, Sigma-Aldrich, St. Louis, MO, USA) extracted from brown algae was
used in this study. This sodium alginate (SA) product is reported [32] to have molecular weight in
the range of 12-80 kDa, with a ratio of mannuronic (M) to guluronic (G) blocks (M/G) = 1.67. A fresh
concentrated sodium alginate solution was prepared a day prior to experiment by dissolving the
appropriate amount of SA in deionized water and stirring overnight. Bovine serum albumin (A7906,
Sigma-Aldrich, St. Louis, MO, USA) was used. Based on the manufacturer, BSA is a single polypeptide
chain consisting of about 583 amino acid residues and no carbohydrates. At pH 5-7 it contains 17
intra-chain disulfide bridges and 1 sulfhydryl group, with molecular weight 66,430 Da [33].

First, concentrated stock solutions of the polysaccharide (1 g/L), proteins (1 g/L), NaCl (75 g/L)
and CaCl,-2H,0 (29.4 g/L) were prepared by dissolving appropriate amounts of reagents in distilled
water. Tap water was used with salinity of approximately 500 mg/L (equivalent NaCl) and
a corresponding calcium concentration of ImM. By introducing concentrated solutions of NaCl and
CaCly-2H,0, final feedwater salinity and calcium concentration were adjusted at 2000 mg/L and
2 mM, respectively. Other chemicals used in the fouling experiments included HCI and NaOH to
adjust the feed stream pH to 7.0. All reagents employed were analytical grade. The composition of
the concentrated stock solutions employed in the tests are summarized in Table S1, Supplementary
Materials. The total concentration of organic species in the feed-water was 30 mg L~!, which is typical
of foulants concentration in feed-waters treated by UF membranes. To examine the effect of feed-fluid
SA:BSA mass ratio on membrane fouling, five different mass ratios of SA over BSA were examined;
i.e., 100% SA, 75% SA:25% BSA, 50% SA:50% BSA, 25% SA:75% BSA, 100% BSA.

According to protocol, concentrated solutions of SA and BSA were mixed in appropriate amounts,
to a total volume of 30 mL, and continuously agitated for 10 min. In parallel, 945 mL of tap water, 5 mL
of stock CaCl, solution and 20 mL of stock NaCl were mixed in a vessel (1 L) and agitated (250 rpm)
for 10 min. Next, the solution with the organic foulants was slowly poured into the salt solution under
high agitation (500 rpm), for final feedwater solution preparation. Another protocol was employed
for feed-water preparation to check whether the sequence of mixing the various compounds had
a significant impact on feed-solution characteristics and in turn on membrane fouling. In the second
protocol, the same type of feed stock solutions and the same volumes were used. However, the mixing
sequence of stock solutions was different; i.e., each organic fouling compound (SA and BSA) was
directly mixed with the solution containing ionic species (sodium chloride and calcium chloride).
Thus, a sodium alginate solution and a bovine serum albumin solution were separately prepared.
After stirring (for 10 min), the individual solutions were mixed for final feed-water preparation.

3.2. Analytical Methods

For determination of the carbohydrate concentration, the Phenol-Sulfuric Acid reaction method
described by DuBois et al. [34] was employed. Thus, alginate concentration was determined by
a UV-vis double beam spectrophotometer (Shimadzu, UV-1700, Kyoto, Japan) at a wavelength of
490 nm. BSA concentration was also determined spectrophotometrically by the Bradford method,
based on binding of Coomassie Blue G250 dye to proteins, by measuring solution absorbance at 595 nm.
Other monitored parameters included pH and conductivity, by using a WTW inoLab multi-parameter
analyzer (pH/ION/Cond 750) coupled with a WTW pH Electrode (SenTix81) and a WTW conductivity
electrode (TetraCon 325). These measurements were carried out according to standard methods for the
examination of water and wastewater [35].
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3.3. Membrane Type

A hydrophilic polyacrylonitrile (PAN) ultrafiltration flat-sheet membrane was employed with
a reported MWCO of 20 kDa (AMI™ Applied Membranes Inc. Vista, CA, USA). This UF membrane
was selected for its hydrophilicity and reduced sensitivity to compaction, as reported elsewhere [36].
Prior to filtration, UF membranes were thoroughly rinsed with water to remove the conservation
chemicals (sodium meta-bisulphite, food grade). Membrane specimens used in the experiments had
a clean water resistance varying within a relatively narrow range; i.e., Ry = 1.13 x 1012 (£1.50 x
10'') m~!. Figure S1 in Supplementary Materials depicts the distribution of the Ry, values. A new
membrane coupon was employed in each fouling test and its Ry, value was determined by conducting
a test with distilled water.

3.4. Experimental Set-Up and Procedures

The experimental set-up employed in the experiments under constant flux is presented in detail
elsewhere [27]. It includes a SEPA-ST model cylindrical test cell (Osmonics Inc., Minnetonka, MN,
USA) accommodating a membrane disk of diameter 4.0 cm (resting on a porous support), and active
filtration area of 12.7 cm?. All tests in this study were performed with no fluid agitation. To maintain
nearly constant feed-fluid conditions, the filtration cell was kept completely filled with test liquid (V ~
330 mL); constant flux filtration was controlled through a piston pump (Fluid Metering Inc., Syosset,
NY, USA), connected with a feed-fluid vessel (under agitation). The prevailing trans-membrane
pressure (TMP) was monitored by a pressure transducer (Cole-Palmer Instr. Co., Vernon Hills, IL,
USA) connected at the cell inlet. The permeate flux was determined by measuring the permeate
volume with an electronic balance (Mettler Toledo PB3001), interfaced with a computer for continuous
data acquisition.

The experimental procedure for constant flux UF fouling experiments comprises the following
steps. First, the membrane coupon (stored in 0.75% sodium bisulfite solution) is rinsed with distilled
water so that preservation agents are removed and then placed in the filtration test section. Next,
the test cell is filled with distilled water and the pump volumetric flow rate is adjusted to maintain
a permeate flux of 60 L/m?h until 100 mL of permeate is collected. In general, the membrane
conditioning procedure ensures efficient removal of UF membrane preservatives and stable membrane
performance (by effecting some compaction), thus allowing accurate determination of intrinsic clean
membrane resistance at the desired permeate flux value. After the conditioning phase, the filtration
test took place with a particular test solution at constant permeate flux until a permeate volume of
~60 mL was obtained. Under such conditions, the duration of each fouling test depended on the flux
but the deposited organic mass on the membrane surface was approx. 1 g/m?.

Foulants rejection by the UF membrane was calculated as follows, based on the organic matter
concentration of feed-water C¢ and permeate Cp. It is noted that only the composite concentration of
permeate stream Cp, was determined; however, it is expected that the instantaneous C, would not
substantially change during filtration.

. Cp
% Rejection = (1 — C. x 100 )
f

4. Results and Discussion

4.1. Temporal Variation of Pressure Drop Due to Fouling AP,

At the beginning of an organic fouling experiment under constant permeate flux, a short transient
period (1-2 min) was observed, which is required to overcome the specific pressure drop due to
membrane resistance, AP, at the specific flow conditions. AP, was determined after the conditioning
test, performed prior to each fouling test. In such tests distilled water was employed and the system
was operated for sufficient time until the applied pressure attained a steady state value, representing
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the pressure drop across the membrane for a specific permeate flux. Pressure drop values due to
clean membrane resistance AP, for each test are listed in Tables 52 and S3 (Supplementary Materials).
For each test, the variation of pressure drop across the fouling layer developing on the membrane
surface, AP, is accurately determined by subtracting the initial value AP, from the recorded applied
pressure variation. More details on the AP, determination can be found in previous publications [29,31].

In Figure 1, the temporal variation is depicted of the pressure drop due to fouling AP, for the
five sets of organic fouling experiments, that correspond to foulants: 100% Sodium Alginate (SA),
100% Bovine Serum Albumin (BSA) (Figure 1a,b) and three SA-BSA mixtures in varying proportions
1:3, 1:1, 3:1 (Figure 1c,d,e). In all cases total organic matter concentration was 30 mg/L, while permeate
flux was maintained constant throughout the fouling tests. It is noted that tests were carried out
while pursuing similar deposited foulant-mass (approx. 1 g/m?) on the membrane surface to facilitate
comparison of the fouling layer resistance behavior. The range of constant fluxes investigated was
15-90 L/m?h. Therefore, the duration of the fouling tests (listed in Table S2 Supplementary Materials)
was different depending on flux; i.e., experiments conducted at high permeate flux level were run for
a shorter time period compared to those at lower flux.
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Figure 1. Temporal variation of pressure drop due to fouling, AP, for various constant fluxes J and
five feed-fluid foulants composition. Fouling species: (a) 100% SA, (b) 100% BSA, (c) 25% SA-75% BSA,
(d) 50% SA-50% BSA, (e) 75% SA-25% BSA.
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(@)

(b)

(c)

Upon inspection of the graphs in Figure 1, the following observations are made:

In all cases of different foulants composition, at low fluxes (J < 40 L/m?h), there is almost linear
temporal variation of AP, which is indicative of nearly constant specific fouling resistance «.
At greater fluxes, the concave shape is typical of fouling layer compressibility effects, already
observed in previous studies [29].

The resistance to liquid permeation due to fouling R, is high even at relatively low fluxes; this is
also shown in Table S2, where values of intrinsic membrane resistance Ry, are included for
comparison. At the higher fluxes (J > ~40 L/ m2h), fouling resistance R. reaches high values, i.e.,
an order of magnitude greater than Ry, within the time period of present tests.

Pure BSA, and rich in BSA, foulants (Figure 1b-d) particularly at low fluxes, exhibit initially (for
a few minutes) a non-linear (convex) AP increase. Figure 2, at greater resolution, better shows
this trend, which is due to the unclear mechanism of incipient membrane fouling. One might
hypothesize that there is a partial pore blocking and gradual membrane-surface coverage by the
relatively compact BSA molecules and agglomerates. Beyond this initial period, a linear AP,
variation (at the smaller fluxes) is a likely manifestation of a coherent fouling layer formation and
further growth due to organic mass deposition. As the proportion of SA in the foulant mixture
is increased, this trend disappears, the alginate gel matrix apparently dominates, and the AP,
profiles exhibit linearity throughout the test period.

Time (min)

Figure 2. Pressure drop AP. across 100% BSA fouling layer. Permeate flux J =34 L/ mZ2h.

The strong effect of permeate flux ] on the fouling layer characteristics is clearly evident in

Figure 3a,b where AP, is plotted versus the respective permeate volume for two cases, i.e., 100% BSA,
75% SA-25% BSA. In these graphs, a certain nearly constant mass of foulant deposit corresponds to
a specific value of permeate volume, regardless of the flux prevailing in the tests. The validity of
this statement is supported by the nearly constant high rejection of organic matter, irrespective of
foulant composition, as will be subsequently shown. The graphs clearly suggest that the increased
permeate flux ] and the concomitant higher permeate-fluid drag forces tend to affect the structure of
the fouling layer and reduce its permeability. These trends, already observed in a previous study with
100% alginate foulants at smaller concentration [29], will be subsequently examined and quantified.
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Figure 3. Variation of pressure drop due to fouling layer AP, versus permeate volume. Fouling species:
(a) 100% BSA, (b) 75% SA-25% BSA.

Figure 4a—e depict the variation of specific fouling resistance « with AP, for all cases investigated.

These results are illuminating, showing the effects of foulant composition and of flux J on the

evolution of fouling resistance «. Almost all the a-profiles show a nearly constant initial resistance «;

corresponding to rather small AP, values. For relatively small fluxes, regardless of foulants composition,
« tends to remain constant which is indicative of an invariable fouling layer structure, despite its

increasing thickness by mass addition/deposition. However, at the higher fluxes, (J > 30 L/m?h),
the non-linear « evolution suggests fouling layer structural changes caused by the increased fluid
drag and the concomitant compressive stresses. The rheological characteristics of similar fouling
layers developing on RO desalination membranes [32] and on MBR-UF membranes [37], which were
experimentally determined in the authors laboratory, facilitate explanation of these treads. Indeed,
these and other studies have shown that poly-saccharide-based fouling layers are viscoelastic

“materials” that are deformable and strongly affected by permeation drag.
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Figure 4. Specific cake resistance o versus pressure drop due to fouling AP.. Fouling species: (a) 100%
SA, (b) 100% BSA, (c) 25% SA-75% BSA, (d) 50% SA-50% BSA, (e) 75% SA-25% BSA.

The effect of foulant composition on initial fouling resistance o is also quite pronounced, as already
reported in previous literature studies [2,23]. As shown in Figure 5, the fouling resistance of 100% BSA
solution is significantly smaller than that of 100% SA, for all fluxes examined. However, by increasing
the percentage of SA (in mixtures with BSA), the fouling layer resistance tends to systematically and
significantly increase above that of either BSA or SA alone in solution. In fact, the greatest o values
were obtained with the 25% BSA-75% SA mixture for all constant flux tests (Figure 5). These data
are in qualitative accord with test-results reported in the literature where similar mixtures were
employed [2,23]. It is noted that missing data in Figure 5 were excluded after the experimental
campaign, due to inconsistencies attributed to equipment malfunctioning. The percentage error in
determining the resistance «; is estimated to be within +5%.
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H 50% SA
7X10% I g 750 sA
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5x1015
4x1015
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0
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Permeate flux (L/m2h)

Figure 5. Initial fouling resistance «; values, for various foulant compositions and fluxes.
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4.3. Correlation of Fouling Resistance o Data-Comparison with Previous Studies

As in a previous study [29], an empirical expression, of the following form, will be used for

correlating specific resistance « data:
APc

P,

Here P, and n are two parameters, representing a “reference pressure” and a “compressibility
index”, respectively. In the case of incompressible fouling layers, usually encountered at relatively low
fluxes, the initial fouling resistance «; (for certain feed-fluid composition) can be correlated with flux J

o= o[l + " (8)

as in previous studies; i.e.,
o =P ©)

Figure 6 depicts the initial resistance «; data from this study, for the various feed fluid
compositions. It is interesting that, with the exception of data at low fluxes for 100% BSA, all the
other data appear to be correlated well with an exponent 3 = 0.4. This value is relatively close to 3
values obtained in a previous study for polysaccharides [29]. The relatively small fouling resistance
values obtained at low fluxes with 100% BSA foulants are difficult to explain and require additional
work for clarification. The strong effect of flux on the initial fouling resistance «; is attributed to
the significant increase of concentration polarization (CP) with increasing flux and the increased
drag forces on macro-molecular complexes; CP facilitates organic matter complexation and gel layer
formation, whereas drag forces are expected to contribute to attachment of such complexes on the
membrane and to enhance fouling layer coherence. As is evident in Figure 6, the value of factor vy
(determining the level of «;) depends on the composition of the foulants.
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Figure 6. Initial fouling resistance «; values with respect to permeate fluxJ.

In Figure 7a the parameter P, data are plotted versus flux J, showing systemically increasing
P, values with increasing J. The two trend-lines drawn therein correspond to the cases 100% SA and
75% SA-25% BSA, that exhibit fairly strong compressibility effects. Correlation of P, with flux J is
considered useful, enhancing the archival value of these data and facilitating future modeling studies.
Figure 7b shows very good agreement of P, data for the case 100% SA with similar data from previous
work [31].

The trend of compressibility index n values versus flux J for the various cases, is similar to that
of the preceding graphs. As shown by the trend lines, drawn in Figure 8a, for the cases 75% SA-25%
BSA and 100% SA, the n values of foulant-mixtures exhibiting significant compressibility are well
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correlated with flux J. For other cases, very small or missing (zero) n-values indicate very small or no
compressibility of the fouling layer; i.e., « = o = const. Figure 8b also shows rough agreement of the n
values for 100% SA with respective values from a previous study [31]. Table A1 in Appendix A includes
all the parameter values as well as the aforementioned correlations (with flux J) of «;, P, and n.

1,000 ! ! ] 1,000 ¢
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W 100% BSA i [ ® Previous study
A 25% SA-T5%BSA o a0 L
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- L
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Permeate flux (lezh) Permeate flux (lezh)

Figure 7. Values of parameter P, (Equation (8)) versus permeate flux J. (a) Data from this study;
(b) comparison of P, data, for 100% SA, from this study with data from previous work [31].
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Figure 8. Compressibility index n values versus permeate flux. (a) Data from all tests with various
foulant compositions; (b) comparison of data taken, with 100% SA foulants, in this and a previous
study [31].

4.4. Organic Matter Rejection

Figure 9a,b show alginate and BSA rejection by the UF membrane, which is at the level of ~85%
and ~80%, respectively. It is noted that these rejection values were obtained from measurements of
the composite concentration of the respective species in permeate samples, collected over the entire
time-period of testing, thus providing an average rejection over this sampling period. However, it is
not expected that the instantaneous values would differ significantly from the mean values of Figure 9.
The constant foulants rejection, over a relatively broad range of fluxes, suggests that the increasing
fouling resistance with permeate flux is due to fouling layer compressibility effects and not due to pore
constriction, as one might have assumed.

Interesting and useful information on the evolution of fouling resistance « can be also obtained
by plotting « data versus the deposited foulant-mass density m (g/m?) on the membrane, as shown
in Figure 10. Foulant density m is determined by considering total deposition of the rejected organic
mass that corresponds to the permeate volume; the rejected mass is estimated by employing the data of
Figure 9. The graphs in Figure 10 also show the increasing resistance « with deposited foulant mass,
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which is non-linear at the high fluxes; this trend apparently reflects structural changes of the fouling
layer with increasing permeate drag, as also shown in other preceding graphs (Figure 6).

It should be added that in both Figures 9 and 10, the mean fluxes at each level (i.e., 17 L/ m2h,
23 L/m?h, 34 L/m?h, etc.) were marked; details on fluxes in each test are provided in the Appendix A
Table Al.

The quantity (AP./m) plotted versus deposited mass density m, is also of interest in analyzing
the data [29] as well as in future modeling studies; again, nonlinear variation is indicative of structural
changes of an evolving fouling layer. In Figure 11, a comparison is shown of such data from the present
and another study [31], for 100% SA foulants. Agreement of these data is very good for relatively
high fluxes (Figure 11b), even though the foulants concentration was different in these experimental
campaigns. The quantitative difference for flux 40 L/m?h (Figure 11a), between data corresponding to
30 mg/L (this study) and 10 mg/L [31] may be explained on the basis of the smaller concentration
(and smaller mass rate of deposition) in the previous study that may have led to a different fouling
layer structure, compared to filtration of higher concentration solution.

100 ¢ (a)
80
=17 LMH
e‘é 60 ® 23 LMH
S ¥ 34 LMH
k3]
o 40 55 LMH
(-4
=75 LMH
20 m 88 LMH
0
25%BSA  50%BSA  75%BSA 100 % BSA
100
(b)
=17 LMH
g ® 23 LVH
[
S =34 LMH
k3]
(]
= 55LMH
o
® 75 LMH
m 88 LMH

25 % SA 50 % SA 75 % SA 100 % SA

Figure 9. Rejection of organic matter by the UF membrane during filtration, for all cases. (a) Rejection
of proteins; (b) rejection of polysaccharides.
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Figure 10. Specific fouling resistance « versus deposited foulant-mass density m. Fouling species:
(a) 100% SA and (b) 100% BSA.
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Figure 11. Variation of the quantity [AP./m] with increasing deposit-mass density, for various permeate
flux values; fouling species 100% SA. Foulants concentration: 30 mg/L, this study; 10 mg/L, previous
study [31]. (a) Flux J = 40 L/m?h; (b) J = 60-100 L/mh.
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4.5. Effect of Feed-Solution Origin/Preparation on Fouling Resistance a

A limited number of tests was carried out with feed waters prepared under an alternative
protocol, as described in preceding Section 3.2, in order to examine whether the protocol of the
synthetic feed-water influenced the fouling behavior/propensity of the respective solution. Typical
data from such experiments are included in Figures 12 and 13. In the former, the protein rejection
characteristics are shown for three fluxes and various compositions of feed-solution, prepared by the
alternative (2nd) protocol. One observes that the protein rejection is almost identical to that obtained
in filtration of solutions of the same composition, but prepared with a different protocol, depicted in
Figure 9a. This agreement indicates some similarity of the two feed solutions, particularly in regard to
small organic molecules that might penetrate the UF membrane.

100

m 34 LMH m 55 LMH m75LMH

Rejection (%)

25% SA 75% SA 100% SA

Figure 12. Protein rejection during filtration of feed-solutions, prepared by an alternative protocol,
for various foulants composition and permeate fluxes.
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W 1.4x10%6+ M 2nd
S E £ 1st
E 1 ox10m) 55 LMH
8 . H2nd
s 1x1016F
© F ] 1st
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Figure 13. Initial fouling resistance o; values for various foulant compositions and fluxes,
with feed-fluid prepared by different protocols: “1%t” and “2"” means main and alternate

protocol, respectively.

Figure 13 shows data on initial fouling resistance ; for various foulant compositions and fluxes,
employing feed-fluid prepared by an alternative protocol. The same trends observed in tests with
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feed-fluid prepared by a different protocol (Figure 5) are exhibited here. Indeed, by increasing the
percentage of SA (in mixtures with BSA), the initial fouling layer resistance «; tends to significantly
increase above that of either BSA or SA alone in solution. Again, the greatest o values were obtained
with the 25% BSA-75% SA mixture for the three constant flux tests, as also observed in Figure 5.
However, the magnitude of resistance o appears to be greater in the data of Figure 13, compared to
those plotted in Figure 5 (except for the 25% SA mixture at a flux 75 L/m?h), which were taken with
feed-fluid prepared by a different protocol. This difference may be attributed to a different mode of
complexation of protein and polysaccharide molecules, due to the different sequence of mixing the
various components, for final solution preparation.

5. Conclusions

The mechanism of fouling layer formation on the UF membrane appears to dominate in cases
of feed-fluid comprising 100% SA and SA-BSA foulant-mixtures. In cases of foulants comprising
100% BSA, or mixtures rich in BSA, other mechanisms may be operative in the initial phase of fouling;
i.e., pore blocking, and possibly constriction to a limited extent, for the particular PAN membrane
employed. Beyond that period, the mechanism of fouling layer covering the membrane also prevails.

The effect of permeate flux is strong, particularly above ~30 L/m?h. For the BSA-SA mixtures
studied, gel-type fouling layers appear to develop that exhibit significant compressibility at the higher
permeate fluxes J. The strong compressibility effects are manifested in the nonlinear temporal increase
of the pressure drop across the fouling layer, AP, with increasing deposited organic mass. A suggestion
of practical interest emerges from the new data with mixed BSA-SA organic foulants of UF membranes;
i.e., one should restrict the range of operability of related UF operations to low fluxes.

The specific fouling-layer resistance a strongly depends on permeate flux ] and on the composition
of SA-BSA mixture in the feed-water. For the used brackish feed-water (with Ca®*), a strong SA-BSA
interaction apparently occurs in the depositing layer, possibly mediated by Ca?* ions; this leads to
significantly greater fouling-layer resistance « in the case of SA-BSA mixtures, compared to either
SA or BSA alone in the filtered feed-water. Feed-waters rich in SA, in proportion to BSA, exhibit the
greatest membrane fouling resistance.

The initial fouling-layer resistance «; is well-correlated with permeation flux ] by an expression
of the form «; = yJ®, where the exponent for almost all cases studied is  ~ 0.4 and the factor vy
depends on the foulants composition. Furthermore, the evolution of fouling-layer resistance « can be
correlated by a three-parameter expression that include «;, P, and n. The latter two parameters are
a reference pressure and an index accounting for compressibility effects, that tend to increase with
flux J. These correlations are considered significant in that they enhance the archival value of data,
and provide necessary basic relations for future modeling and development of useful simulation tools.

In the present study, useful results were obtained with flat-sheet UF membranes. However,
it would be of practical interest to further investigate the case of mixed foulants in hollow fiber UF
membranes, employed in numerous applications. Such studies should also include the commonly
practiced phase of membrane backwashing.

Supplementary Materials: The following are available online at http://www.mdpi.com/2077-0375/9/2/21/s1.
Table S1: Reagents and concentrated solutions employed for test solution preparation; Figure S1: Distribution of
intrinsic (clean water) UF membrane resistance, Rm; Table S2: Key parameters of fouling tests; main protocol for
solution preparation; Table S3: Key parameters of fouling tests; alternative protocol for solution preparation.
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Appendix A
Table A1. Correlation of UF fouling resistance « data; fitting parameters.
Fouling Species Flux (L/m2h) a; (m/kg) P, (kPa) n (-) Correlations
18 2.23 x 1015 1.9 0.30 o; =v-JP where
22 3.44 x 10 5.4 0.14 v =694 x 1014, B = 0.46
15 =~.]B
SA 100% 36 3.76 x 1015 8.6 0.19 Po=v"] j;Vhere
55 4.81 x 10 244 0.37 y=198 x 107, 3 =1.26
73 4.64 x 1010 75.3 0.61 n =v-J® where
87 5.50 x 1015 110.2 0.70 v=248x1073,$=126
18 5.60 x 101 10.0 0.23 o =y B
23 5.74 x 1010 25.7 0.29 vy =2.13 x 1015, = 0.33
34 6.80 x 101> 51.6 0.34 Po=7vJP
o/ _ o, o 7
SA 75%-BSA 25% 55 7.48 x 101° 110.0 0.63 v =3.95x 1072, 8 = 2.00
71 9.07 x 1015 188.9 0.87 n=vyJ#
87 2.56 x 1016 327.2 1.26 v=837x10"3, B =1.09
17 4.93 x 101 0 0 o =y JP
24 5.01 x 1015 0 0 v=175x% 10!, B =036
N o 37 6.60 x 1015 345 0.08 P, =v-JP,
SA 50%-BSA 50% 54 7.15 x 101° 235.6 0.92 v=1.04 x 1072, 3 =237
88 8.55 x 1015 327.3 1.19 n=vyJP
v = 84.96E-06, 3 = 2.85
18 3.31 x 101 0 0 o =vyJP
23 4.34 x 1015 0 0 v=9.89 x 104, =0.44
o o 35 443 x 1015 0 0 P, =vJB,
SA 25%-BSA 75% 56 5.51 x 1015 117.3 0.56 v =1.04 E-4, B =347
73 1.21 x 1016 287.0 1.11 n=vyJB
89 7.23 x 1015 624.7 1.84 v =257 x 1075, 8 =2.47
17 1.13 x 1012 0 0 o =vJP
25 1.33 x 101° 0 0 v =487 x 1014, B =0.48
38 2.80 x 1015 0 0 P, =v-JP
BSA 100% ’
SA 100% 57 3.46 x 10% 53.9 0.23 Y=632x107° 3 =337
74 3.62 x 1010 845 0.48 n=vyJk
93 4.86 x 1015 302.8 1.11 v=544 %1077, =321

References

1.  Amy, G. Fundamental understanding of organic matter fouling of membranes. Desalination 2008, 231, 44-51.
[CrossRef]

2. Susanto, H.; Arafat, H.; Janssen, EEM.L.; Ulbricht, M. Ultrafiltration of polysaccharide-protein mixtures:
Elucidation of fouling mechanisms and fouling control by membrane surface modification. Sep. Purif.
Technol. 2008, 63, 558-565. [CrossRef]

3.  Nagaoka, H.; Yamanishi, S.; Miya, A. Modeling of biofouling by extracellular polymers in a membrane
separation activated sludge system. Water Sci. Technol. 1998, 38, 497-504. [CrossRef]

4. Rosenberger, S.; Evenblij, H.; Poele, S.T.; Wintgens, T.; Laabs, C. The importance of liquid phase analyses to
understand fouling in membrane assisted activated sludge processes—Six case studies of different European
research groups. J. Membr. Sci. 2005, 263, 113-126. [CrossRef]

5. Le-Clech, P; Chen, V.; Fane, T.A.G. Fouling in membrane bioreactors used in wastewater treatment. J. Membr.
Sci. 2006, 284, 17-53. [CrossRef]

6. Nataraj, S.; Schomaicker, R.; Kraume, M.; Mishra, I.M.; Drews, A. Analyses of polysaccharide fouling
mechanisms during crossflow membrane filtration. J. Membr. Sci. 2008, 308, 152-161. [CrossRef]

7.  Zheng, X.; Zietzschmann, F; Plume, S.; Paar, H.; Ernst, M.; Wang, Z.; Jekel, M. Understanding and Control of

Biopolymer Fouling in Ultrafiltration of Different Water Types. Water 2017, 9, 298. [CrossRef]


http://dx.doi.org/10.1016/j.desal.2007.11.037
http://dx.doi.org/10.1016/j.seppur.2008.06.017
http://dx.doi.org/10.2166/wst.1998.0705
http://dx.doi.org/10.1016/j.memsci.2005.04.010
http://dx.doi.org/10.1016/j.memsci.2006.08.019
http://dx.doi.org/10.1016/j.memsci.2007.09.060
http://dx.doi.org/10.3390/w9040298

Membranes 2019, 9, 21 18 of 19

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

Jarusutthirak, C.; Amy, G.; Croué, J.-P. Fouling characteristics of wastewater effluent organic matter (EfOM)
isolates on NF and UF membranes. Desalination 2002, 145, 247-255. [CrossRef]

Sutherland, I.W. Biofilm exopolysaccharides: A strong and sticky framework. Microbiology 2001, 147, 3-9.
[CrossRef]

Zheng, X.; Khan, M.T.; Croué, ]J.-P. Contribution of effluent organic matter (EfOM) to ultrafiltration (UF)
membrane fouling: Isolation, characterization, and fouling effect of EfOM fractions. Water Res. 2014, 65,
414-424. [CrossRef]

Shi, X.; Tal, G.; Hankins, N.P; Gitis, V. Fouling and cleaning of ultrafiltration membranes: A review. ]. Water
Process. Eng. 2014, 1, 121-138. [CrossRef]

Grant, G.T.; Morris, E.R.; Rees, D.A.; Smith, PJ.C.; Thom, D. Biological interactions between polysaccharides
and divalent cations: The egg-box model. FEBS Lett. 1973, 32, 195-198. [CrossRef]

Braccini, 1; Pérez, S. Molecular Basis of Ca%*-Induced Gelation in Alginates and Pectins: The Egg-Box Model
Revisited. Biomacromolecules 2001, 2, 1089-1096. [CrossRef]

Wiloka, M.; Rehage, H.; Flemming, H.C.; Wingender, J. Rheological properties of viscoelastic biofilm
extracellular polymeric substances and comparison to the behavior of calcium alginate gels. Colloid Polym.
Sci. 2004, 282, 1067-1076. [CrossRef]

McClements, D.J. Non-covalent interactions between proteins and polysaccharides. Biotechnol. Adv. 2006, 24,
621-625. [CrossRef]

Neemann, F; Rosenberger, S.; Jefferson, B.; McAdam, E.J. Non-covalent protein-polysaccharide interactions
and their influence on membrane fouling. J. Membr. Sci. 2013, 446, 310-317. [CrossRef]

Neiser, S.; Draget, K.I.; Smidsred, O. Interactions in bovine serum albumin—calcium alginate gel systems.
Food Hydrocoll. 1999, 13, 445-458. [CrossRef]

Jiang, S.; Li, Y.; Ladewig, B.P. A review of reverse osmosis membrane fouling and control strategies. Sci. Total
Environ. 2017, 595, 567-583. [CrossRef]

Wu, J.; Contreras, A.E.; Li, Q. Studying the impact of RO membrane surface functional groups on alginate
fouling in seawater desalination. J. Membr. Sci. 2014, 458, 120-127. [CrossRef]

Ang, W.S.; Elimelech, M. Protein (BSA) fouling of reverse osmosis membranes: Implications for wastewater
reclamation. J. Membr. Sci. 2007, 296, 83-92. [CrossRef]

Mo, H.; Tay, K.G.; Ng, H.Y. Fouling of reverse osmosis membrane by protein (BSA): Effects of pH, calcium,
magnesium, ionic strength and temperature. J. Membr. Sci. 2008, 315, 28-35. [CrossRef]

Li, Q.; Xu, Z.; Pinnau, L. Fouling of reverse osmosis membranes by biopolymers in wastewater secondary
effluent: Role of membrane surface properties and initial permeate flux. J. Membr. Sci. 2007, 290, 173-181.
[CrossRef]

Ang, W.S,; Tiraferri, A.; Chen, K.L.; Elimelech, M. Fouling and cleaning of RO membranes fouled by mixtures
of organic foulants simulating wastewater effluent. J. Membr. Sci. 2011, 376, 196-206. [CrossRef]
Katsoufidou, K.S.; Sioutopoulos, D.C.; Yiantsios, S.G.; Karabelas, A.J. UF membrane fouling by mixtures of
humic acids and sodium alginate: Fouling mechanisms and reversibility. Desalination 2010, 264, 220-227.
[CrossRef]

Sioutopoulos, D.C.; Karabelas, A.].; Yiantsios, S.G. Organic fouling of RO membranes: Investigating the
correlation of RO and UF fouling resistances for predictive purposes. Desalination 2010, 261, 272-283.
[CrossRef]

Sioutopoulos, D.C.; Yiantsios, S.G.; Karabelas, A.]. Relation between fouling characteristics of RO and UF
membranes in experiments with colloidal organic and inorganic species. . Membr. Sci. 2010, 350, 62-82.
[CrossRef]

Sioutopoulos, D.C.; Karabelas, A.J. Correlation of organic fouling resistances in RO and UF membrane
filtration under constant flux and constant pressure. J. Membr. Sci. 2012, 407, 34-46. [CrossRef]

Karabelas, A.J.; Sioutopoulos, D.C. New insights into organic gel fouling of reverse osmosis desalination
membranes. Desalination 2015, 368, 114-126. [CrossRef]

Sioutopoulos, D.C.; Karabelas, A.]. Evolution of organic gel fouling resistance in constant pressure and
constant flux dead-end ultrafiltration: Differences and similarities. J. Membr. Sci. 2016, 511, 265-277.
[CrossRef]


http://dx.doi.org/10.1016/S0011-9164(02)00419-8
http://dx.doi.org/10.1099/00221287-147-1-3
http://dx.doi.org/10.1016/j.watres.2014.07.039
http://dx.doi.org/10.1016/j.jwpe.2014.04.003
http://dx.doi.org/10.1016/0014-5793(73)80770-7
http://dx.doi.org/10.1021/bm010008g
http://dx.doi.org/10.1007/s00396-003-1033-8
http://dx.doi.org/10.1016/j.biotechadv.2006.07.003
http://dx.doi.org/10.1016/j.memsci.2013.06.054
http://dx.doi.org/10.1016/S0268-005X(99)00019-3
http://dx.doi.org/10.1016/j.scitotenv.2017.03.235
http://dx.doi.org/10.1016/j.memsci.2014.01.056
http://dx.doi.org/10.1016/j.memsci.2007.03.018
http://dx.doi.org/10.1016/j.memsci.2008.02.002
http://dx.doi.org/10.1016/j.memsci.2006.12.027
http://dx.doi.org/10.1016/j.memsci.2011.04.020
http://dx.doi.org/10.1016/j.desal.2010.08.017
http://dx.doi.org/10.1016/j.desal.2010.06.071
http://dx.doi.org/10.1016/j.memsci.2009.12.012
http://dx.doi.org/10.1016/j.memsci.2012.03.036
http://dx.doi.org/10.1016/j.desal.2015.01.029
http://dx.doi.org/10.1016/j.memsci.2016.03.057

Membranes 2019, 9, 21 19 of 19

30.

31.

32.

33.

34.

35.

36.

37.

Karabelas, A.J.; Sioutopoulos, D.C. Toward improvement of methods for predicting fouling of desalination
membranes—The effect of permeate flux on specific fouling resistance. Desalination 2014, 343, 97-105.
[CrossRef]

Sioutopoulos, D.C.; Karabelas, A.J. The effect of permeation flux on the specific resistance of polysaccharide
fouling layers developing during dead-end ultrafiltration. J. Membr. Sci. 2015, 473, 292-301. [CrossRef]
Sioutopoulos, D.C.; Goudoulas, T.B.; Kastrinakis, E.G.; Nychas, S.G.; Karabelas, A.J. Rheological and
permeability characteristics of alginate fouling layers developing on reverse osmosis membranes during
desalination. J. Membr. Sci. 2013, 434, 74-84. [CrossRef]

Albumin from Bovine Serum, CAS Number: 9048-46-8, Sigma-Aldrich. Available online: https://www.
sigmaaldrich.com/content/dam/sigma-aldrich/docs/Sigma/Product_Information_Sheet/a2153pis.pdf
(accessed on 26 September 2018).

Dubois, M.; Hamilton, J.K.; Rebers, P.A.; Smith, F. Colorimetric method for determination of sugars and
related substances. Anal. Chem. 1956, 28, 350-356. [CrossRef]

American Public Health Association. Standard Methods for the Examination of Water and Wastewater, 17th ed.;
APHA: Washington, NY, USA, 1998.

Boerlage, S.F.E.; Kennedy, M.D.; Dickson, M.R; El-Hodali, D.E.Y.; Schippers, J.C. The modified fouling index
using ultrafiltration membranes (MFI-UF): Characterization, filtration mechanisms and proposed reference
membrane. |. Membr. Sci. 2002, 197, 1-21. [CrossRef]

Patsios, S.I.; Goudoulas, T.B.; Kastrinakis, E.G.; Nychas, S.G.; Karabelas, A.]. A novel method for rheological
characterization of biofouling layers developing in Membrane Bioreactors (MBR). . Membr. Sci. 2015, 482,
13-24. [CrossRef]

® © 2019 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
@ article distributed under the terms and conditions of the Creative Commons Attribution

(CC BY) license (http:/ /creativecommons.org/licenses/by/4.0/).


http://dx.doi.org/10.1016/j.desal.2013.10.008
http://dx.doi.org/10.1016/j.memsci.2014.09.030
http://dx.doi.org/10.1016/j.memsci.2013.01.018
https://www.sigmaaldrich.com/content/dam/sigma-aldrich/docs/Sigma/Product_Information_Sheet/a2153pis.pdf
https://www.sigmaaldrich.com/content/dam/sigma-aldrich/docs/Sigma/Product_Information_Sheet/a2153pis.pdf
http://dx.doi.org/10.1021/ac60111a017
http://dx.doi.org/10.1016/S0376-7388(01)00618-4
http://dx.doi.org/10.1016/j.memsci.2015.02.016
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Theoretical Background 
	Materials and Methods 
	Organic Foulants-Feed Solutions 
	Analytical Methods 
	Membrane Type 
	Experimental Set-Up and Procedures 

	Results and Discussion 
	Temporal Variation of Pressure Drop Due to Fouling Pc 
	Characteristics of Specific Fouling Resistance  
	Correlation of Fouling Resistance  Data-Comparison with Previous Studies 
	Organic Matter Rejection 
	Effect of Feed-Solution Origin/Preparation on Fouling Resistance a 

	Conclusions 
	
	References

