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ABSTRACT

In membrane separation processes, the film equation is frequently used since it is a fast and
easy way to predict the permeate velocity. In this work, the applicability of the film equation,
based on a convective—diffusive-electrophoretic migration model (CDE), is evaluated using
an in-house code. CDE model accounts for the transport of charged solutes in the boundary
layer over a charged membrane. Two versions of the film equation were developed: CDE I—
non-linear electric potential and total rejection of components; CDE II—uniform electric field
and transmission of components through the membrane. The Sherwood number profiles,
along the membrane length, for bovine serum albumin and lysozyme were determined by
film equations. The permeate velocities, concentrations and rejection coefficients, obtained by
solving numerically the conservative equations, were used as input to film equations. The
Sherwood number profiles, determined by CDE I, are independent of the electric potential at
the membrane surface, for low values of electric potential. The Sherwood number profiles,
determined by CDE II, are independent of the electric field, for low values of electric field.
In these ranges, Sherwood number profiles are identical to those in an impermeable cell and
the film equation can be used to make accurate predictions.

Keywords: Film equation; Convective-diffusive—electrophoretic migration model; Mass
transport; Protein separation; Computational fluid dynamics

1. Introduction

Numerical and analytical methods have been used
to predict the permeate velocity in membrane separa-
tion cells. Several methods have been developed to
deal with electrical effects on the vicinity of a charged
membrane. Numerical methods have been developed
by the authors of the present paper [1,2] and, also, by
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other authors [3-7]. Karthik et al. [3], Sarkar et al. [4,5]
and Sarkar and De [6,7] developed numerical codes to
predict the permeate flux, the membrane surface
concentration and the permeate concentration along
the membrane length under a constant external
electric field [3-7]. Karthik et al. [3] modelled and
simulated the electric field enhanced cross flow
ultrafiltration of a bovine serum albumin (BSA)
solution under osmotic pressure-controlled regime.
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Sarkar et al. [4,5] studied the effect of the electric field
during gel-layer-controlled ultrafiltration of synthetic
juice and fruit juice [4] and predicted the permeate
flux during osmotic pressure-controlled electric ultra-
filtration [5]. Sarkar and De [6] developed a theoretical
analysis based on an integral method for quantifica-
tion of the permeate flux and mass transfer coefficient
in gel-layer-controlled ultrafiltration enhanced by an
electric field. They considered a developed mass
transfer boundary layer under turbulent flow regime.
Moreover, Sarkar and De [7] predicted the permeate
flux for turbulent flow in a cross flow electric field
assisted ultrafiltration. Apart from these studies
applied to ultrafiltration processes, a constant external
electric field is frequently used in electrodialysis
processes. Electrodialysis is a separation process that
arranges ion-exchange membranes alternately in a
direct constant electric field [8]. This technique
provides versatile tools for industrial separations and
has received attention recently [8].

Pinto et al. developed a numerical code [1,2] to
allow the determination of the flow, concentration
and variable electric potential in a bidimensional
membrane cell. The code allows the complete charac-
terization of the transport of solutes in the vicinity of
a charged membrane. Firstly, they studied the separa-
tion of ionic components assuming that the convective
flow effect on the ionic distribution was negligible [1].
The electric potential was determined by a simplified
method taking the Boltzmann distribution of the
charged ions. In a second study [2], the complete
Poisson-Boltzmann, Nernst-Planck and Navier-Stokes
equations were solved simultaneously. A numerical
method was developed to deal with the coupling
between electric and concentration fields of all species
in solution. The concentration, velocity and electric
fields were obtained in a bidimensional domain. In
these studies [1,2], the authors considered total rejec-
tion of the components by the membrane. However,
in macromolecules fractionation, different components
have different transmissions through the membrane
pores [9-12], and so the code was improved to take
them in consideration.

Most of the analytical methods in the literature are
based on the stagnant film model. Following this
model, an equation relating the permeate velocity with
the electric field is derived from a mass balance to a
stagnant film located in the vicinity of the membrane.
Sarkar et al. [13] used the film model to establish the
gel layer resistance in their study about fractionation
of BSA and lysozyme (LYS) for several values of pH
solution (7.4; 8.6; 11). The proteins have distinguished
and opposite electric charges and the fractionation
occurs under a constant external electric field.
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Rabiller-Baudry et al. [14] studied the application of a
convective—diffusive—electrophoretic (CDE) migration
model to the ultrafiltration of LYS. The CDE model
developed accounts for the transfer of a charged solute
(LYS) in the boundary layer of an ultrafiltration mem-
brane. The authors assumed total rejection of LYS by
the membrane. The study was done for different pH
values of the solution and different ionic strengths of
the solute. The model was used to determine the
concentration of the solute at the membrane surface, as
well as the solute concentration profiles in the polar-
ized layer. Experimental data of the zeta-potential of
the membrane, experimental electrophoretic mobility
of the solute and convective and diffusive transport
data of the solute were the inputs to the model.
Rabiller-Baudry et al. [14] also compared the results
obtained with the CDE model with data from a
convective—diffusive model (CD). The concentration
profiles along the boundary layer taken with the CDE
model show a maximum in a very small distance to
the membrane. This maximum is not predicted by the
CD model [14]. Vasan et al. [15,16] also developed a
model to determine the concentration profile of a
charged solute in a polarized layer. The results showed
an excellent agreement with the numerical /experimen-
tal data reported by Rabiller-Baudry et al. [14].

The stagnant film model is a crude approximation
of the flow field in the vicinity of the membrane. The
resulting film equation has, therefore, limitations.
Miranda and Campos [17] studied the accuracy of the
stagnant film model applied to a convective-diffusive
transport (CD model), where the electrophoretic
mobility of the solute was disregarded. The authors
compared the Sherwood number of an impermeable
cell (considering uniform mass production or uniform
concentration at the wall), with the Sherwood number
of a permeable cell predicted by the film equation
using, as input, the surface concentrations and the
permeate velocities obtained numerically through an
in-house developed code. They concluded that the
film equation (using Sherwood number of an imper-
meable cell) is accurate for low and moderate Peclet
numbers and permeate velocities.

The accuracy of the stagnant film equation
obtained from a CDE migration model is a topic not
yet explored in the literature, as far as we know.

The present work contributes to the knowledge of
the accuracy of the stagnant film equation applied to
the study of electrophoretic migration of solutes near
an ultrafiltration membrane. The film equation is a
fast and easy tool to obtain permeate velocities in
membrane separation processes.

A membrane separation process of two proteins
with distinct electric charge and distinct molecular
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weight (example: BSA and LYS) in an ionic solution of
NaCl was considered to develop the present work. The
separation occurs under electric interactions between
membrane/components and through the transmission
of the components acrossing the membrane.

The film equation was obtained from a mass bal-
ance in the neighbouring of an ultrafiltration mem-
brane and it is supported on a CDE model. Two
analytical models of CDE film equation were
deducted: CDE I—non-linear electric potential and
total rejection of the components by the membrane;
CDE II—uniform electric field and transmission of the
components through the membrane.

The accuracy of the film equation models was
established through numerical computational fluid
dynamics (CFD) results. The in-house code solves
simultaneously all the conservative equations (Poisson—
Boltzmann, Nernst-Planck and  Navier-Stokes
equations) and respective boundary conditions, consid-
ering transmission through the membrane. Permeate
velocities, concentrations at membrane surface and
rejection coefficients of the components, taken from the
in-house numerical code, will be the input values to the
film equation CDE. Sherwood number (Sh;) obtained
will be compared with the Sherwood number of an
impermeable cell (Sh}). The comparison will be done
along the length of the membrane and for several val-
ues of non-dimensional numbers: |z; x I13| (for film
equation CDE I) or |z; x E| (for film equation CDE II).
Those ranges where the non-dimensional numbers Sh;
and Shf have identical values, will be the ranges where
the permeate velocities can be accurately obtained
using film equation CDE (I or II).

2. Cell description, general assumptions and
physical properties

The parallel plate cell under study is composed by
a membrane with negative zeta-potential, ®,,, which is
permeable to the solvent and partially permeable to
the solutes (Fig. 1).

The feed stream is separated into two streams: the
retentate stream, which leaves the cell through the
principal channel and the permeate stream that
crosses the membrane. The feed stream is composed
by a mixture of two proteins, BSA and LYS, in an
ionic solution of NaCl (Na* and CI"). The feed stream
is electrically neutral.

The separation is done according to the solutes-
membrane electric interactions and also to the
transmission of the solutes through the membrane.

The characteristics of the cell are listed in Table 1.
The cell is bidimensional—length (L,,) x height (H)—
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Fig. 1. Cell composed of a negatively charged membrane.
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and so the width (W) is considered infinite. Moreover,
the static pressure difference (APy) between the two
sides of the membrane is 1 x 10* Pa.

Some general assumptions were considered:

¢ The pH of the buffer solution is constant and equal
to 7.4;

* The osmotic pressures of the proteins, BSA and
LYS, and of the ionic species, Na* and CI, are con-
sidered negligible since the film equation is only
valid under non-polarized conditions. Therefore,
the concentrations of these species are, everywhere
in the cell, including over the semi-permeable
membranes, very low (dilute solution);

® The transport properties (viscosity and diffusivity)
of all the species are considered constant. In a very
diluted solution, viscosity and diffusivity are practi-
cally independent of the concentration of the
species, including in the vicinity of the membrane
surface;

* The viscosity of the solution is considered identical
to that of pure water everywhere inside the cell
(very diluted solution);

e Electric effects inside the membrane pores are not
considered;

* The proteins are assumed to be non-interacting;
diluted feed solution and low feed velocity were
used to make this assumption accurate [10].

The properties of the proteins (BSA and LYS) and ions
(Na* and CI) of the solution are presented in Table 2.

The equivalent molecular radius (r/) of proteins
BSA and LYS are listed in Table 3. The equivalent
molecular radius of BSA was determined from data

Table 1
Characteristics of the cell

Membrane OMEGA polysulfone membrane 50 kDa

MWCO

R 5.714x10?m™!
H 0.001 m

L 0.040 m
Lin=Lowt 0.02m
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Table 2

Properties of proteins, BSA and LYS, in an ionic solution of NaCl

Component BSA™ Lyst! Na*le! -

M; (kg/kmol) 69000 14600 23 35.45

Z —21 [ 43 1d +1 -1

D; (m?/s) 7.0 x 10711l 11.8 x 101! 1.33 x 1077t 2.30 x 10771l
C? (kg/m?) 6.90 x 107° 1.02x10°* 2.30x10°® 3.545 x 10°®
Cgy; (kmol/m?) 1.0x10°° 7.0x107° 1.0x10°° 1.0x107°

[al solutes are those used by Sarkar et al. [13]; !

electric charge of BSA was taken from Chun and Lee [18

I; “electric charge of LYS was

determined through its zeta-potential value - {;ys = 6.7 mV — Sarkar et al. [13]; ldlgiffusivities of BSA and LYS were taken from Sarkar
et al. [13]; lelqiffusivities of Na* and Cl~ were taken from Pivonka et al. [19].

Table 3
Values of equivalent molecular radius (rj) for BSA and
LYS

Component r{ (nm)
BSA 3.04
LYS 2.09

of Tencer et al. [20] and the equivalent molecular
radius of LYS from Sarkar et al. [13]. The specific
area of the pores (s) of the OMEGA Polysulfone
Membrane 50kDa MWCO was obtained from experi-
mental data of Opong and Zydney [11] and is equal
to 1.86 nm.

Values of rejection coefficient (R;) of the compo-
nents were determined through a convective-diffusive
transport model through the membrane developed by
Opong and Zydney [11]. The transmission model was
implemented in the numerical code. More details
about the procedure are described in Pinto et al. [12].

3. Theory
3.1. Conservative equations and boundary conditions

The Poisson-Boltzmann (for the film equation CDE
I) or constant electric field (for the film equation CDE
II), the Nernst-Planck, the Navier-Stokes equations
and respective boundary conditions were solved,
simultaneously, by numerical methods CFD. Permeate
velocities, surface concentrations and rejection coeffi-
cients of the components along the total length of the
membrane, taken from the in-house code, are the
input values to the film equation CDE I and II.

The equations were solved in the numerical
domain represented in Fig. 2. Grid for simulations
was selected after performing several grid tests
according to the procedure described by Pinto et al.
[1,2]. The grid selected is composed by 117 x 501
nodes.

1l
1 11l H)2
IV Vi V

Fig. 2. Schematic representation of the domain of a cell with
a permeable membrane and respective boundaries (I — cell
inlet; II — symmetric axis; III — cell outlet; IV — impermeable
wall; V — impermeable wall; VI — membrane with negative
zeta-potential).

In the conservative equations described below, the
uppercase variables symbolize dimensional variables
and the lowercase normalized variables. The elec-
tric potential is normalized by the absolute value
of the membrane potential (®,), concentrations by
the inlet concentrations of the solutes (CY), velocities by
the inlet velocity (V) and geometric dimensions by the
height of the cell (H).

The conservative electric potential equation,
Poisson-Boltzmann equation, used to study the
accuracy of film equation CDE I, is:
0¢ >’ P
i A (i A o IS § 1
ot (8x2+8y2 T M

where ¢ is the non-dimensional electric potential, 7, the
sum of the ionic concentrations of all the components
and I, a non-dimensional electric number defined by:
0 g2
FCH

- eMrechw (2)

2

where F is the Faraday constant, C%,. the concentration
of the reference component in the bulk, M, the molar
mass of the reference component and ¢ the permittiv-
ity. The cation, Na®, was arbitrarily chosen as the
reference component.

The sum of the normalized ionic concentrations was
determined according to the local ionic concentrations:
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N 0
0 M,
Te = ;Z,‘ Cof M,'f Ci (3)

where z; is the electric charge of component i, ¢; the
normalized concentration of component i and M;
the molar mass of component i. The index ref refers to
the reference component.

A constant electric field (Ep) was considered to
study the accuracy of film equation CDE II. The
constant electric field is defined by:

= = —Er (4)

or after normalization by:

op
9= F (5)

where the non-dimensional number E is given by:

EH
E= o, (6)

Then, the linear electric potential equation becomes:

¢ =d,—Ey (7)

where ¢,, is the normalized electric potential at the
membrane surface.

The Navier-Stokes, Nernst-Planck equations and
boundary conditions are described in Appendix A.
The convergence of the numerical method is also
shown in Appendix B.

3.2. Film equation

A mass balance considering convection, diffusion,
electrophoretic mobility and transmission through the
membrane, to a stagnant film in the vicinity of the
membrane surface is schematically represented in
Fig. 3.

The equation representing the mass balance is:

dc; do

4D
ac  ~4® pA®
v MGy

VuCi = —D;
= "dYl,_,

+p,C +V,C 8)

where V,, is the velocity at the membrane surface, D;
the diffusivity of component i, C; the concentration of
component i, C/ the concentration of component i in
the permeate flux, ® the electric potential and y; the
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Fig. 3. Mass balance to the control volume in the boundary
layer at the membrane surface.

electrophoretic mobility of component i. The electro-
phoretic mobility is given by:

FD,;

ni = Ziﬁ (9)

where z; is the electric charge of component i.
The mass boundary conditions (Fig. 3) are:
Ci=C—-Y=9

{c,:cr-m:o (10)

where CY is the concentration of component i in the
feed solution, C}" the concentration of component i at
the membrane surface and ¢ the thickness of the
boundary layer.

According to the Debye approximation (for
® <27mV) [14], the electric potential (P) changes in a
non-linear way along the normal direction Y to the
membrane:
O = O, e ForY (11)
where kp, is the reciprocal of the Debye length, which
at 25°C is given by:

kpy = 3.28 x 10° x % (12)

where I is the ionic strength in molL™.
Taking non-dimensional variables, the mass bal-
ance equation becomes:

dCi
= —Pe;v,(c; — ) + zTzkp,H(cie *owvH — cF)

5 (13)
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According to the equation, the concentration pro-
file depends on the Peclet number of component i
(Pe;) and on the non-dimensional electric number IT5.

However, Eq. (13) can only be solved by numerical
methods (e.g. Euler’s method [21]).

Two versions of the film equation CDE were devel-
oped assuming simplifications: one for total rejection of
the components through the membrane and a non-
linear electric potential along the normal direction to
the membrane—film equation CDE I; another considers
transmission of the components through the membrane
and a linear electric potential along the normal
direction to the membrane—film equation CDE II.

3.2.1. Total rejection and non-linear electric potential (I)

Supposing total rejection, C! = 0, the mass balance
becomes:

dc; ddo

ViuCi = 7y~ ;uiciﬁ

-D (14)
The Debye approximation (for ® <27mV [14]), Eq.
(11), is taken to represent the non-linear relation
between the electric potential () and the normal
direction Y to the membrane.
Then, integrating Eq. (14) with mass boundary
conditions (10), the film equation CDE I, is:

D;

Vi = 5 [In (g’o) +zII5[1 — exp(kphé)}} (15)
and taking non-dimensional variables becomes:

_ Sh; m kpyH
Uy = P—ei[ln(ci )+ zI1; [1 —exp <— Sh. >H (16)

According to the equation, the normalized permeate
velocity (v,,) depends on the normalized concentration
of component i at the membrane surface (c]") and on
the Sherwood number of component i (Sh;) defined
by:

(17)

where k; is the mass transfer coefficient of component
i given by:

(18)
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Previous work [17] has shown that the appropriate
Sherwood number for the film equation is the Sher-
wood number of the analogous impermeable cell (Sh!):

kaH
1—exp| — =

3.2.2. Transmission of the components and constant
electric field (II)

The other film equation (II) based on a CDE model
is established considering a constant electric field (Ep
defined by Eq. (4). An analytical equation can be
obtained even for transmission of the components
through the membrane (C!#0).

The mass balance near the membrane surface
becomes:

. _ Sh;
" _Pei

[ln(c;”) +z11; (19)

VmC; - —D,@ -

% (20)

:uz(_Ef)(Cl - Cf) + Vmcf
Then, replacing C! by C/(1—R;) and integrating
Eq. (20) with mass boundary conditions (10), the film
equation CDE 1II, is expressed by:

D; R,C
w— WE; = Nn — 21
Vo =5 (=G T 2y
After normalization the film equation becomes:
 E_Shy Ric!"
R Y N .

3.2.3. Evaluation of the accuracy of the film equation

The accuracy of the film equation can be evaluated
by comparing the Sherwood number for an imperme-
able system, Sh!, with the Sherwood number given by

the film equation, Sh". In the case of the film equation

CDE I, the following equation, to determine Sh!", is
used:

v Pe;

Sh" = In(e™) + 2T, [1 - exp(—ks?f}m

(23)

If electric interactions are negligible, Eq. (23) becomes:

v Pe;
In(c})

Shi" = (24)
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In the case of film equation CDE II, the Sherwood
number given by the film equation is:

uiEf )
Shln _ (Um — V_[)) Pe1

AR R (25)
R,-cl
In (17(1713,)5;.")
If electric effects are negligible, Eq. (25) becomes:
Pe;
S (26)

Ri"
In (17(171’2,)1:;")

The values of ¢, v,, and R; will be determined by the
numerical code. For film equation CDE I, c/* and v,
were taken considering Poisson-Boltzmann equation
and total rejection coefficient. For film equation CDE
II, they were taken assuming constant electric field
and transmission of the components through the
membrane.

4. Results and discussion

The Sherwood numbers of the components along
the length of the membrane x, predicted by Egs. (23)
and (25), are compared with the Sherwood numbers
in an impermeable cell. This comparison is done to
study the range of applicability of the film equation.
The effect of the electrical interactions on the applica-
bility of the film equation is determined by studying
the effect of the non-dimensional numbers |z; x 15|
(for film equation CDE I) and Iz;xEl (for film
equation CDE II).

Reynolds number of the solution and Peclet
number of each component are represented in Table 4.

4.1. Range of applicability of the film equation CDEI
(non-linear electric potential)

Sherwood number profiles of BSA and LYS are in
Fig. 4(a) and (b). Three Sherwood number profiles are
represented: the Sherwood profile determined by the
film equation based in a CD model—Eq. (24), the

Table 4
Reynolds number (Re) of the solution and Peclet number
of each component (Pepsa, Perys, Penas, Pey)

Re 95
Pepsa 1.36 x 10°
Perys 8.05 x 10°
Penas 7.14 x 10*
Pec™ 468 x 10*
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Fig. 4. Sherwood number along the length of the
membrane, x, determined through film equations (CD and
CDE model - film equation I): (a) BSA; (b) LYS.

Sherwood profile determined by the film equation (I)
based on a CDE model—Eq. (23), and the Sherwood
profile for an impermeable cell. While the Sherwood
number profiles based on the CDE model are coinci-
dent with the Sherwood profile for an impermeable
cell, the Sherwood profiles obtained with the CD
model are higher (BSA) and lower (LYS). This behav-
ior stresses the importance of the electric effects to
make predictions with the film equation.

The accuracy of the film equation CDE I depends on
the non-dimensional number |zgga x I151. Fig. 5 shows
the Sherwood number profiles of BSA and LYS, deter-
mined by Eq. (23). Total rejection of both components
was considered in the numerical calculations. Fig. 5(a)
and (b) show Sherwood profiles for low zeta-potential
values of a negatively charged membrane while Fig. 5
() and (d) represent the Sherwood profiles for high
zeta-potential values of a negatively charged mem-
brane. When the non-dimensional number |zggs x 151
is lower than 0.284 (Fig. 5a), the Sherwood profiles of
BSA are independent of the electric potential at the
membrane surface and they are equal to the Sherwood
profile in an impermeable cell. When the non-dimen-
sional number |zgsy xII;1 is high, for example,
| zgsa x 31 =8.119 (Fig. 5c), the membrane, with a
strong negative zeta-potential (¥, = —10mV) combined
with the high negative BSA charge (zgsa = —21), induces
a strong BSA repulsion by the membrane. A maximum
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Fig. 5. Sherwood number along the length of the membrane, x, determined thought film equation CDE I: (a) for BSA and
low zeta-potential values at the membrane surface; (b) for LYS and low zeta-potential values at the membrane surface;
(c) for BSA and high zeta-potential values at the membrane surface; (d) for LYS and high zeta-potential values at the

membrane surface.

of BSA concentration (Fig. 6), at the end of the
membrane and far from the surface, can be observed,
see Fig. 6. At the membrane surface, the normalized
BSA concentrations are lower than 1, that is, the concen-
trations at the membrane surface are lower than the
concentrations in the bulk (Fig. 6).

For a non-dimensional number |z;ygx II31 lower
than 0.116 (see Fig. 5(b) and (d)), Sherwood profiles of
LYS overlap and are equal to the Sherwood profile in
an impermeable cell. When the potential at the
membrane surface is higher (e.g. |zpys x I13] =1.160),

0.01
0.008 -
0.006
0.004 -

0.002 |

Fig. 6. BSA iso-concentration lines for ®, = -10mV =
(JzBsa x 3| = 8.119), TII; =1.07 x 107, TI, = 1.36 x 10°,
IT; = 0.387.

Sherwood number is much higher than that in an
impermeable cell (Fig. 5d). For |zpysxIl3l =1.160,
LYS (electric charge equal to +3) is strongly attracted
to the membrane and its concentration increases with
higher percentage (Fig. 7) comparatively to the
concentration when |zpys x I131 =0.116. Film equation
I based on the CDE model is accurate, that is,
Sherwood number of an impermeable cell can be used
in the film equation, for a component i, when the

value of the non-dimensional number |z;x I3l is
lower than 0.284.
4
m
Crys Zyps =+3
3
2 -*
L ==10mV ©, = -3 5mV
1 ;= [15]=1.160 |zxs %11, = 0.406
od —6.5mV o P, 1.0mV
0 |z2ps % T1,| = 0.754 |2gs x My = 0,116
0 10 20 30 40 50
X

Fig. 7. LYS normalized concentration profiles along the
longitudinal direction x and for different values of zeta-
potential at the membrane surface: (¥, =-10mV
(|ZLYS X H3| = 1160), (I)w = 76.5mV(|ZLy5 X H3‘ = 0754),
@, = —3.5mV  (|zrys x T3] = 0.406), @, = —1.0mV(|z1ysx
T3] = 0.116).
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4.2. Range of applicability of the film equation CDE II
(constant electric field)

Fig. 8 shows Sherwood profiles of BSA and LYS
along the surface of the membrane. Three Sherwood
number profiles are represented: the Sherwood
profile determined by the film equation based on the
CD model, Eq. (26), the Sherwood profile determined
by the film equation (II) based on the CDE model,
Eq. (25), and the Sherwood profile for an imperme-
able cell. The Sherwood profiles determined by the
film equation (II) based on the CDE model are coin-
cident with the Sherwood profile for an impermeable
cell. Those based on the CD model over-predict
(BSA) and under-predict (LYS) the Sherwood profile
for an impermeable cell. This behavior illustrates,
once again, the importance of the electric term of the
film equation.

Film equation CDE II was used to determine the
Sherwood profiles along the membrane for several
values of constant electric field (Ep). For non-dimen-
sional number |zgga X El of BSA lower than 21
(Fig. 9(a)) and for non-dimensional number |z;ys X E|
of LYS lower than 60 (Fig. 9(b)), Sherwood number
profiles are coincident along the longitudinal direction
x of the membrane. The Sherwood profiles are also
identical to those in an impermeable cell (Fig. 9(a) and
(b)) along the total length of the membrane.

(@ 600
ShH.\'.-I — impermeable cell
o CD model E, ==10V/m
400 1 » CDE model | |zp5, = E|= 21
Iy =21
200 1 - Risi =0.96
0
0 10 20 30 40 50
X
(b) 600
Sh LYS — impermeable cell
o CD model | E, =—200V/m
400 * CDE model } |2105 % E] = 60
I = +3
200 Rus =020
oq‘\‘mm_
0 coietosiet:
0 10 20 30 40 50
X

Fig. 8. Sherwood number along the length of the
membrane, x, determined through film equations (CD and
CDE model - film equation II) (a) BSA; (b) LYS.
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(Q'}: 600 Zgg =—21 — impermeable cell
=854 Rist = 0.96 + £, ==00V/m |zpg % E[=0.21
o X E, = Zusr % E[= 2
400 E, ==IV/m |z .| 1
ok, =-10V/m |:.'r_\| L I"| =21
o E, ==50V/m |z4, % E|=105
& £, ==100V/m |z, xE[=210
£
200 a o £, ==200¥/m |:_.-;\| x l‘.| =420
0
0 10 20 30 40 50
X
(b) 600
Sh.f s _:H'.\' =+3 — impermeable cell
Riys =0.20 + E =01V m |z, % E| = 0.03
400 xE, ==I1V/m |z;5 xE|=03
B E, ==10V/m |z, xE|=3
°E;=-50V/m |z,  xE[=15
a E, ==100V/m |z, % E| =30
200 1 ¢ £, ==200V/m |z, x E| = 60
0
0 10 20 30 40 50

X

Fig. 9. Sherwood number profiles along the length of the
membrane, x, determined thought film equation CDE II
for: (a) BSA; (b) LYS; and different values of constant
electric field: Ef = -0.1V/m, Ef = -1V /m, Ef = -10V/m,
Ef = =50 V/m, Ef = =100 V/m, Ef = —200 V/m.

However, for values of non-dimensional number
|zBsa x E| of BSA higher than 105, there is a non-over-
lapping of BSA Sherwood number profiles (Fig. 9(a))
at the beginning of the membrane (x<15). The
inaccuracy of the film equation for |zpsa x E| > 105 is
associated with very low BSA concentrations at the
membrane surface (Fig. 10). Since the repulsion of
BSA from the membrane surface is high, the concen-
tration over the membrane surface becomes much
lower than the concentration in the bulk (normalized

1.6
m

Cpsi

1.2

0.8

0.4 0 E, =-10V/m |eps < E[=21

O E, =-200V/m |z, % E|=420
g
0 10 20 30 40 50

X

Fig. 10. BSA normalized concentration profiles along the
longitudinal direction, x, of the membrane, for two values
of constant electric field: Ef = —10 V/m(|zpsa x E| = 21);
Ef = —-200 V/m (|ZBSA X E| = 420)
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1.16 3 1.2

m Zypy =42 P
C.f. ¥s
1.1

10V/m |zors < E| =3
<E|= 60

0.9

0 10 20 30 40 50

Fig. 11. LYS normalized concentration profiles at the
membrane surface and in the permeate stream along the
tangential direction, x, for two values of constant electric
field: Ef=—-10V/m (|zys x E[ =3) and E; = —200V/m
(|ZLYS X El = 60)

concentration lower than 1—Fig. 10) and it decreases
along the membrane surface (Fig. 10).

For values of |zrys x E| <60 (Fig. 9b), the LYS
concentration at the membrane surface increases
moderately along the length of the membrane (Fig. 11).
Since LYS has an electric charge +3, its attraction to the
negatively charged membrane surface is not so strong
compared with the repulsion of BSA. Moreover, LYS is
also the component with higher transmission through
the membrane. For these reasons, LYS Sherwood pro-
file determined by film equation CDE II is coincident,
along the total length of the membrane, with Sherwood
profile of an impermeable cell.

Film equation II based on CDE model is accurate,
that is, Shf can be used in the film equation when
the value of non-dimensional number |z; X E| of
component i is lower than 60.

5. Conclusions

Two versions of the film equation based on a CDE
model were developed: one supposing total rejection
of the components and a non-linear variation of the
electric potential along the normal direction Y to the
membrane—film equation I; other considering trans-
mission of the components through the membrane
pores and a constant electric field—film equation II.

The applicability of the film equations CDE was
studied. Sherwood number profiles of BSA and LYS,
along the length of the membrane, obtained with the
film equations CDE (I and II) were compared with
the Sherwood number profile of an impermeable cell.
Normalized concentrations, normalized permeate
velocities and rejection coefficients along the length of
the membrane, obtained through a numerical code
developed to solve the conservative equations, were
used as input into the film equations.
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For the film equation CDE I, the Sherwood
number obtained by the film equation is independent
of the electric potential at the membrane surface ()
for values of the non-dimensional number |z; x I3
lower than 0.284. Considering constant electric field,
film equation CDE II, Sherwood number profile is
also independent of the constant electric field (E)
along the membrane, for values of the non-dimen-
sional number |z; x E| lower than 60. For both ranges
of the non-dimensional numbers, |z;xII3l and
|z; x El, Sherwood number profiles are also equal to
that in an impermeable cell. The film equations, with

Sh!, are then accurate for these ranges.

Notation

C; — concentration of component i

Ci — normalized concentration of component i

c;h — normalized concentration of a component in a
node (g,h) at a current iteration k

C?  — concentration of component i at the feed /bulk

Cgef — concentration of the reference component at the
feed /bulk

Cy; — molar concentration of component i at the feed/
bulk

C" — concentration of component i at membrane
surface

¢ — normalized concentration of component i at
membrane surface

C?!  — concentration of component 7 in the permeate
flux

cf — normalized concentration of component i in the
permeate flux

cﬁcm — normalized concentration of component i on a
critical location

D; — molecular diffusivity of component i

D;.s — effective diffusivity of component i along the
membrane pores

E; — constant electric field

F — Faraday constant

H  — distance between parallel plates

I — ionic strength

k — current time step

ki — mass transfer coefficient of component i

kp, ~— reciprocal of the Debye length

Loy — length of the outlet section

Liy, — length of the inlet section

L, — total length of the membrane

L — total length of the cell

M; — molar mass of component i

M,,¢ — molar mass of the reference component

R — gas constant

R; — local rejection coefficient of component i
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mean rejection coefficient of component i along
the total length of the cell

rejection coefficient of a component in a node
(¢,1) at membrane surface

membrane resistance of the semi-permeable
membrane

sum of the residues of the electric potential
equation

sum of the normalized ionic concentrations
equivalent molecular radius of component i
real transmission of component i

asymptotic intrinsic sieving coefficient of
component i

specific area of the pores of the membrane
temperature

non-dimensional time

mean feed velocity

longitudinal component of the velocity
normalized longitudinal component of the
velocity

normalized pseudo-velocity in the longitudinal
direction, x, of component i

vertical component of the velocity

normalized vertical component of the velocity
velocity at membrane surface (vertical
component)

normalized velocity at membrane surface
(vertical component)

normalized pseudo-velocity in vertical direction,
y, of component i

normalized pseudo-velocity (component y) in a
node (g,h)

normalized pseudo-velocity (component y) in a
node (g,1)

incoming pseudo-velocity (normal direction) to
the discretized node (g,1) at membrane surface
outgoing pseudo-velocity (normal direction)
from the discretized node (g,1) at membrane
surface

width of the cell

longitudinal coordinate

normalized longitudinal coordinate

vertical coordinate

normalized vertical coordinate

electric charge of component i

Non-dimensional numbers

Pef
Re
Sh;
Sh!

1

Sh!"

Peclet number of component i: Pe; = VE")—H
pVoH

Reynolds number of the solution: Re = =
Sherwood number of component i

Sherwood number of component 7 in an
impermeable cell

Sherwood number of component i given by film
equation

non-dimensional number defined by equation 8

IT; — non-dimensional electric number: I1; = iﬁf"; (f/%

II, — non-dimensional electric number: IT, = %

I[I3; — non-dimensional electric number: I13 = Flg)T”

Greek symbols

AP, — static pressure difference across the
semi-permeable membrane

At — time step range

Ay  — step range in the normal direction

& — permittivity

&i,; — numerical error of the concentration of
component i in a critical location

e4.,, — nhumerical error of the electric potential in a
critical location

éw,s — numerical error of the vorticity in a critical
location

v — stream function

() — vorticity

wk,, ~— vorticity in a critical location

p — density

;i — electrophoretic mobility of component i

I — mean viscosity of the solution

Ry — mean viscosity at the permeate flux

0m ~ — membrane thickness

0 — thickness of the boundary layer

o  — apparent selectivity

D — electric potential

¢ — normalized electric potential

¢, — membrane electric potential

¢, — mnormalized membrane electric potential

k. — mnormalized electric potential in a critical

location

G — zeta-potential of component i
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Appendix A

Navier-Stokes, Nernst-Planck equations and bound-
ary conditions
The flow in the cell is described by the Navier—
Stokes equations. In cartesian coordinates (x and y), the
vorticity transport equation is given by:
ot = Tox Yoy Re\oxr oy
o (81’@ o¢p or, 8(]5)

(A1)

Re is the Reynolds number and II; a non-dimensional
electric number defined by:

FC,,

1

A2
MrEfpV(% ( )

where p is the fluid density and V|, the feed velocity.
The Poisson equation for the stream function is:

_ Py Py

o (A.3)

and the velocity components are related to the stream
function by:

N, W
=y W o

The Nernst-Planck equation of each component i is
given by:

(A4)

aC,‘ 8(73xici) a(ﬁy,’C,‘) . 1 E)c,z 6C12

ot ox dy  Pe\ox? a2 (A5)
where

L z; 113 O¢

Oy = (vx Pe, 8x> (A.6)
R z; 113 O¢

Uyi = (Uy - Pe43 @) (A7)

The pseudo-velocity components, oy; and 9y, are
specific of each component i, since they depend on the
respective Peclet number (Pe;) and on the non-dimen-
sional electric number I1; defined by.

Fd,

. =2
7 RT

(A.8)
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Fig. 1A. Discretization detail at the membrane surface.
More details about the discretization and iterative o — AP, (A.12)
method are described by Pinto et al. [1,2]. Conditions U i2,Rin Vo :

for boundaries I-V (Fig. 2) are also given by Pinto et al.
[1,2,22]. However, in those studies [1,2,22], the mem-
brane totally rejects the solutes and so the numerical
code used in [1,2,22] cannot be used in the present
work. The numerical code was improved and the
boundary condition at membrane surface was imple-
mented to take on account the transmission of the
solutes through the membrane. The procedure is
described in the following paragraphs.

The mass boundary condition at the membrane sur-
face, boundary VI, was established by performing a
mass balance to a volume of fluid contiguous to the
membrane surface. The volume of fluid and the respec-
tive pseudo-velocities along the normal direction,
incoming 73';1’”7, and, outgoing, 6;’;010”, are represented in
Fig. 1(A).

According to the finite volume method, the outcome
of a mass balance to the control volume of Fig. A 1 is:

)

where At is the time step, Ay the height of the node
and the subscripts (g, 1) and (g, 2) refer to the node
identification according to Fig. A 1.

The incoming pseudo-velocity to the node (g, 1), 7!/,
(Fig. A 1), is defined by the average between the
pseudo-velocities at node (g, 1) and (g, 2):

am k41
— Uydcg,l

m k+1
(vyucg‘z

Ay

Ck+l

gl o

" L (A.9)

UySVZ + vyg-l
2

am__
yu

(A.10)

The pseudo-velocity along the normal direction, leaving
the discretized node (g, 1), oj; (Fig. A 1), depends on
the rejection coefficient (R, 1) of the component and also
on the pseudo-velocity at the node (g, 1).

ﬁ;ji = ﬁyg.l (1 - Rgﬁl) (All)

Since the osmotic pressure is negligible (diluted solu-
tion), the permeate velocity [23] through the membrane
is given by:

where APy is the applied pressure difference across the
membrane. The pressure drop along the membrane
was not taken on account (in previous studies [24], in
identical flow conditions, this approximation has a
maximum error of 5% in the flow field). R,, is the
resistance of the membrane and fi, the viscosity of the
permeate flux.

(a) ml 8
fﬂ (0
: |2n 6
84 4
4 LYS Na* cl BS54 5
A —
(1§ -== - : 0
0 10000 20000 30000
iterations
(b) 3 1x10°
R
¢ 2 Lixiof *
q F1x10°
i
fx10°
0 'k — Lix107
-1 1x107
0 10000 20000 30000

iterations

Fig. 1B. (a) Normalized concentration of the species and
flow vorticity at the critical node versus the number of
iterations; (b) Normalized electric potential and total
residues of the electric potential equation at the critical

node versus the number of iterations (Re =95,
Pepsa = 1.36 x 10°,  Perys = 8.05 x 10°, Pen,+ = .14 x 104,
Peci- = 4.68 x 104, zgsa = —21; Zrys = +3; O, =

—101’I1V(|ZBSA X H3‘ =8.119 and |ZLy5 X H3| = 1,160), H1 =
1.07 x 1074, TI; = 1.36 x 10%, 13 = 0.387, APy = 1 x 10*Pa).



7522

All the other conditions for boundary VI (Fig. 2)
have been presented by Pinto et al. [1,2,22].

Appendix B

Convergence

The study of the convergence of the numerical
method adopted was based on the following errors:

k k—1
ct —
icrit icrit
Ceicrit — Ck (Bl)
icrit
k k—1
Cherip = ¢k 5 (B.2)
crit
k k—1
.. — W
80)cm — crit - crit (B3)
Wpyiy
cri

where crit refers to the critical node and k to the cur-
rent iteration. The variables are evaluated in a critical
node located near the cell exit, where the convergence
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is slower. More details about the iterative process are
described by Pinto et al. [2].

The total sum of the residues of the electric potential
equation, R,;, was determined to assure that conserva-
tive equations converge to the correct solution:

-1 m-1

ZZ

=2 h=2

09 (BA)

gh

where |% | ,, 1s the time derivative of the electric poten-
tial at node (g h.

The following criteria were adopted to stop the
iterative process:

e erit <1073
Eborie <1073
Euryy <1072
R‘b <1 0_2

(B.5)

An example of the convergence of the numerical
method, for the most severe conditions used (highest
zeta-potential at the membrane surface), is presented in
Fig. 1(B). The normalized concentrations, electric poten-
tial and vorticity converge to a constant value. The total
residues of the Poisson-Boltzmann equation, R,
decreases to a very small value.





