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Abstract

Optimization of the zeta potential distributions at the walls for minimal dispersion in an electroosmotic microchannel is performed
based on the variational approach. In the present problem, the governing equations are the steady flow equations and the unsteady mass
transport equation. Based on the calculus of variations and the method of Lagrange multiplier, the Euler-Lagrange equations are
derived in the form of coupled partial differential equations. The coupled equations of the state variables and the adjoint variables
are solved by the FDM method iteratively. The original and adjoint flow equations are reformulated using the streamfunction-vorticity
method to eliminate the pressure and the adjoint pressure in the equations. It is found that the dispersion can be reduced drastically by
controlling the zeta potentials at the channel walls in an optimal way. The results of the optimal solutions are expected to provide an
insight for the design of zeta potential control systems. The methodology used in this work may find various applications in the area

of the micro-total-analysis-system (LTAS).
© 2008 Elsevier Ltd. All rights reserved.
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1. Introduction

Multifunctional microchannel systems like lab-on-a-
chip devices should request long channel length. A channel
about 20 cm in length is required for an electrically driven
separation process [1]. Therefore, turns are integrated into
microchannel systems for miniaturizing chips. On the other
hand, electroosmotic flows (EOFs) have been regarded as
an efficient tool for transporting microfluids. Unfortu-
nately, however, the turns of electroosmotic microchannels
produce unwanted dispersion induced by variations in the
strength of electric field and in the traveling distance (the
so-called race track effect). These effects drastically reduce
the separation efficiency [1].

There have been many efforts for minimizing the dis-
persion induced by the turns. Some of them [2-8] are
through the modification of channel geometry. Especially,

* Corresponding author. Tel.: +82 54 279 2273; fax: +82 54 279 2699.
E-mail address: iskang@postech.ac.kr (I.S. Kang).

0017-9310/$ - see front matter © 2008 Elsevier Ltd. All rights reserved.
doi:10.1016/j.ijheatmasstransfer.2008.02.008

Griffiths and Nilson [7] and Molho et al. [§] studied on the
optimal geometrical shape of the turn for minimizing dis-
persion. On the other hand, there are several methods to
control dispersion without changing the geometry or the
configuration of turns. One of them is to control zeta
potential at the wall. In EOF systems, flow patterns are
determined by the zeta potential distributions at the walls
and the applied electric field. By experiments, it has been
reported that the dispersion can be decreased by control-
ling the zeta potential values at the walls and that 2D
numerical analysis well interprets the experimental results
[9,10]. In addition, Qiao and Aluru [11] proposed the opti-
mal control condition of the zeta potential at the inside
wall of a turn in nanochannel systems based on numerical
results. Woo [12] also investigated the optimal conditions
of the zeta potential values at the inside and outside walls
of a turn.

In the works of Qiao and Aluru [11]and Woo [12], only
very restricted problems for the zeta potential control are
considered. They determined the optimal values of the
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constant zeta potential at certain parts of the walls. In
other words, they considered one or two parameter sys-
tems. Consequently, the jump of zeta potential value is
allowed. According to Woo [12], it is reported that the step
change of the zeta potential value is a possible reason of
inducing dispersion. Thus, it is believed that previous
efforts for determining optimal conditions of the zeta
potential distributions are not sufficient. Therefore, using
a systematic approach of optimization, we seek the optimal
conditions for the control of zeta potential distributions at
inner and outer walls. We define an optimization problem
for the control of zeta potential distributions to minimize
dispersion and introduce an objective function based on
the concentration of the analyte. In order to solve the opti-
mization problem with the equality constraints given by the
governing partial differential equations (PDEs) — the steady
flow equations and the unsteady transport equation, the
variational method is used. Based on the calculus of varia-
tions and the method of Lagrange multiplier, we derive an
optimality system of equations, the so-called Euler—
Lagrange equations in the form of coupled partial differen-
tial equations. We solve the system of equations using the
finite-difference scheme with iteration and relaxation.

Mathematically, the optimization problem in this work
is an optimal boundary control problem for a distributed
parameter system described by PDEs. For the studies in
that area, the calculus of variations plays the most impor-
tant role as a general technique for optimization in func-
tion spaces [13,14]. It is also in common use for the
optimization of flow control [15]. Most of researches for
flow control considered only the governing equations of
flow (the Navier—Stokes equation and the continuity equa-
tion). In steady [16] or unsteady [17-23] flow systems, the
researchers solved the optimal flow control problems for
minimal stress or vortex and so forth. In a magnetohydro-
dynamics (MHD) system, the flow field and the magnetic
field are coupled. Therefore, the researchers [24-26] inves-
tigated the optimization problems with the governing equa-
tions coupled by the flow field and the magnetic field. Also,
Collis et al. [27] studied on the optimal flow control prob-
lem coupled by the flow and the temperature.

In this work, we investigate a new type problem of opti-
mal boundary control problem with the steady flow equa-
tions and the unsteady transport equation. The flow field is
governed by the steady Stokes equation and the continuity
equation. However, the concentration is governed by the
unsteady transport equation.

From the results of the optimization problem, we can
determine the optimal zeta potential distributions at the
walls. The optimal solutions are expected to provide valu-
able information of the optimal control for minimal disper-
sion and an insight for the design of zeta potential control
systems. Since the optimal flow control problems coupled
with the transport equation are important in the micro-
total-analysis-systems (LTAS) [28], the methodology pro-
posed in this work may be used as a useful tool to solve
such optimal boundary control problems.

2. Problem statement
2.1. Governing equations in an electroosmotic microchannel

We are interested in the control of the zeta potential dis-
tributions at the walls for minimization of dispersion in an
electroosmotic microchannel. In the present work, we con-
sider a two-dimensional microchannel. Rigorous speaking,
the 2D approximation is valid only when the microchannel
depth is much large than the width. Nevertheless, the 2D
results are still expected to provide an insight also for real-
istic situations. In addition, the methodology adopted in
this work can be easily extended to the more realistic 3D
microchannels.

We assume that the microchannel system has a constant
width as shown in Fig. 1. W* and L* are the channel width
and the length of straight a part of channel length. R and
R; are the inside radius and the outside radius. Here, the
superscript * denotes the dimensional quantities. €2, repre-
sents the ith part of the system domain. Q; and Q; are the
straight parts and €, is the curved part. The boundaries are
denoted by I';. I'y and I'; are the inlet and the outlet bound-
aries. I'y;, I'y; and I'»3 are the parts of the boundary at the
inside wall. I'yy, 'y, and I'y3 are for the outside wall. Vec-
tors n and t are the outward normal vector and the tangen-
tial vector.

In this work, the physical properties are constant except
for the zeta potential distributions. The microchannel walls
are impermeable and nonconducting. In a microchannel,
the channel dimension is much larger than the Debye
length. The Debye layer can be ignored and the charge den-

u-t= Ccont(E . t)

L*

W*

t
ot Ty

Fig. 1. Schematic of a U-turn microchannel.
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sity outside the Debye layer can be assumed to be zero.
Therefore, the dimensionless governing equation for the
electric potential is the Laplace equation

Vi =0 (1)
with the boundary conditions

n-Vo=1lonl|, ¢p=1onTj (2)
n-V¢=0onTIy and I'y, i=1-3 (3)

where the length scale L. = W*, the electric field scale
E.=E},, and the electric potential scale ¢, = ¢, ., are
used as the characteristic scales. In the above, the inlet
boundary condition is defined by the strength of the electric
field and the outlet boundary condition is from the condi-
tion of the reference potential.

For the EOF in a microchannel, we can assume that
inertial effect is negligible because the fluid velocity is slow
and the length scale is also quite small. Therefore, the
dimensionless governing equations for the flow field are
the continuity equation and the Stokes equation

V-u=0 (4)
Vu—-Vp=0 (5)

with the boundary conditions

u-n=-1, u-t=0o0n1/r, (6)

un=0, u-t={(E-t)on Ty and I'y, i=1-13
(7)

n-V(u-n)=0, u-t=0o0n 1} (8)

where the zeta potential scale (. =| {,,;, | and the velocity
scale u, = ¢"(.E./u* (Helmholtz—Smoluchowski speed) are
used. For convenience, the normalized zeta potential value
is defined as { = —{"/{.. The boundary conditions for the
flow field are given by the Dirichlet condition at the inlet
and the fully developed condition at the outlet. At the
walls, the boundary conditions for the flow field are given
by the slip condition based on the Helmholtz—Smoluchow-
ski speed. The zeta potential distributions (., are the con-
trol variables.

For the concentration of the analyte, the transport equa-
tion is defined as

Oc 1 _,

a+u-Vc—§Vc 9)
with the boundary conditions

c=0onrly, n-Ve=0onT}; (10)

n-Ve=0on Iy and Iy, i=1-3 (11)
and the initial condition
{c: lin—-R, < x < —R;,

¢ = 0 in other regions

-25<y < -15
Y attr =20

(12)

where the time scale ¢. = L./u, and the concentration scale
Cc = Ciia are used. Here, R, = R; + 1, the Peclet number

(Pe) 18 u.L./D*. In this work, we assume that the fluid speed
is about 0.5 mm/s, the channel with is about 100 pm and
the diffusivity is O(10™°) m?/s. Then Pe is O(50). The nor-
malized straight channel length is fixed with L = 5.

In this work, as a typical value of the Peclet number, we
choose Pe = 50. The same method can be easily applied to
other values of the Peclet number unless it is extremely
high. For the cases of extreme values of Peclet number,
we need to adopt a different numerical scheme for the solu-
tion of the transport equation from the one used here. In
the present work, the central difference scheme is used con-
sidering accuracy and the not-so-high Peclet number.

2.2. Optimization problem for minimum dispersion

In this work, the optimization problem is to find the zeta
potential distributions at the inside and outside walls that
minimize the dispersion. We define the optimization prob-
lem in which we try to find the zeta potential distributions
that minimize the following objective function:

Min. = occ/(—cz)\t:,fdQ—F/ rdlr = o, + 1,
Q Teont

(13)
subject to
V-ou=0 (14)
Viu—Vp=0 (15)
oc 1 _,
il . - = 1
o +u- Ve Pev c=0 (16)

where o, is the positive weighting parameter, Q = Q, | Q2,

U@ and Teon = Ty UT2a U s UTa U2 U Fas. Here,
7* is the norm of velocity difference at the walls defined as

= (=)’ + (uy — )’ (17)

where W’ is the velocity vector with no control (i.e., { = 1 at
all walls). At walls, w' = E and u = (E and 2 = (1 — {)’E?
represents some degree of control action for the change of
zeta potential.

The first term of the objective function /. means that
maintaining localized high concentration is a better strat-
egy for dispersion control. For more formal treatment,
we may use the Schwarz inequality for the inner product
and the norms in the function space. If we consider two
functions ¢ and 1(unity), then we have

| e, DI < el (18)

/chQ2 < [/chdﬂ} UQldQ] (19)

Since [, 1dQ =4 = area of the domain and 4 [,cdQ=¢
= average concentration, we have

/02 dQ > A4¢* = const. (20)
o
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where the equality holds when ¢ = ¢ everywhere in Q (per-
fect dispersion case). As we can see above, maintaining
localized concentration distribution means that [, *dQ is
maximized and the fact justifies the objective function
adopted in this work.

Other researchers such as Qiao and Aluru [11] adopted
the definition of dispersion based on the product of concen-
tration and the square of the distance from the center of
mass. The definition may be efficiently used for the case
of considering finite number of particles that are not much
dispersed. However, in the present work, that approach has
not been adopted in order to avoid the conceptual difficul-
ties arising for the distance between particles across the U-
turn.

As mentioned before, the second term of the objective
function /,. is for minimization of the control range. It is
a necessary term for solving optimization problem to use
the calculus of variations because the variational method
needs an objective function which includes one control var-
iable at least. Therefore, the weighting parameter o, repre-
sents the relative importance of minimizing dispersion to
the amount of the changed zeta potential. In other words,
when o, is very large, it is a result only to minimize the first
term.

The first term of the objective function is changed
depending on how ¢ is defined. In this work, the final time
t; is defined as the time when the center of mass of analyte
arrives at the standard position. The standard position in
5 is defined as the y-axis position that is the same as that
for the center of mass of the initial analyte in Q,. Therefore,
the final time is a function of the concentration distribution
controlled by the flow field.

3. Optimality conditions

Adopting the method of the Lagrange multiplier, we
introduce the augmented objective function

IL,=1+1,+1,+1. (21)

Here

I, =V u (22)

I, = (i, Vu — Vp) (23)
Oc 1 _,

I.=(¢,— . - 24

. <C’6t+u Ve Pch>t (24)

where p, @ and ¢ are the Lagrange multipliers which are
introduced as the adjoint variables corresponding to the
state variables of p, u and ¢, respectively. The inner prod-
ucts are defined as

(A,B) z/A-BdQ (25)
(a,b) = /abdQ (26)

Q
(a,by, = / abdQdt (27)
t JQ

From the optimality condition 6/, =0, the Euler—
Lagrange equations and the appropriate natural boundary
conditions are derived. The basic procedure of deriving the
adjoint equations and the natural boundary conditions is
introduced in [29]. The expression of 6/, is

0l, =0+, +0l,+dl.=0 (28)
where
ol = 20(6/(—6’50)|,:tr de +/ (u—u')-dudrl (29)
Q Icont
ol, = (6p,V -u) — (ou, Vp) + /ﬁ(éu -n)dr’ (30)
r

51y = (88, V?u — Vp) + (du, V@) + (3p, V - )
+/n.[(vgu).ﬁ—Vﬁ-éu—uép]dF (31)
r

dc

/. = %
ol <5C’6t

| R
+u-Vc—ﬁV c>

t

oc I R .
_ <5c,a—t+u . Vc—i—ITeV c>t + (du, cVe),

+ / [(@50)],_,, — (@56)],_o) 4

+[ /Fn~ {(Zﬁ—}—u&)éc—}feV(éc)} drd.. (32

In order to make 6/, = 0 for all possible variations of the
adjoint variables p, i and ¢ in the domain, we recover the
state equations

V-u=0 (33)
Viu—-Vp=0 (34)
Oc 1_,

a—t—i—u-Vc—}TeVC—O (35)

On the other hand, from the terms of the variations of the
state variables p,u and ¢ in the domain, the governing
equations for the adjoint variables (adjoint equations) are
derived as

V-i=0 (36)

Vi — Vp + / ¢Vedt =0 (37)
t

¢ N

a-ku-Vc—%-l;eV =0 (38)

The unspecified boundary conditions of the slip velocity
and the boundary conditions of the adjoint variables are
derived as the natural boundary conditions from 46/, = 0.
The unspecified boundary conditions of the slip velocity
on the wall at which the zeta potential is controlled
(Fcont) iS

1
u-tzzn-V(ﬁ-tH—u’-tonFCOm (39)
Therefore, the boundary conditions for state variables are
summarized as



H.S. Woo et al. | International Journal of Heat and Mass Transfer 51 (2008) 4551-4562 4555

u-n=-1, u-t=0o0nT} (40)

un=0u-t

1
zin-V(ﬁ-tH—u]-toan,-andl"4,~, i=1-3 (41)
n-Vu-n)=0, u-t=0o0n1/r; (42)
c=0onrl), n-Vec=0onT}; (43)
n-Ve=0on Iy and I'y;,, i=1-3 (44)
{clin —R, <x< —R, -25<y<—-15
. . att=0
¢ = 0 in other regions
(45)

Here, the control variables (., are determined from (41)
because the slip velocities at the walls are defined as
u-t={n(E-t) ={on(u-t). The boundary conditions
for the adjoint variables are

a-n=0, @-t=0 on all boundaries (46)
¢=0onTl), n-Vé=—Pe(u-n)¢on I} (47)
n-Ve=0on Iy and I'y;, i=1-3 (48)
¢=2a.catt=t (49)

From the mathematical view point, the equation of the ad-
joint concentration (38) looks like an ill-posed problem.
However, (38) is a well-posed problem with the backward
time step, because the boundary condition of time is de-
fined at the final time as (49). Even if the equations of
(33)—(38) are well defined, the whole system of equations
is not easy to solve. Because the equations are highly cou-
pled PDEs, we introduce an iterative method with the
relaxation parameter. Since there are no boundary condi-
tions for the pressure p and the adjoint pressure p, for con-
venience, we adopt the streamfunction-vorticity method for
solving the equations of the flow and the adjoint flow fields.
The detailed explanation will be given in Section 4.

4. Numerical implementation

4.1. Streamfunction-vorticity method for the flow and the
adjoint flow fields

For the equations of (33,34) and (36,37), there are no
boundary conditions of p and p. Therefore, we use the
streamfunction-vorticity formulation method [30] which
eliminates the pressure variable in the Navier-Stokes equa-
tion. Since this method is well described for the flow field,
we simply describe the procedure of the streamfunction-
vorticity method for the flow field and the adjoint flow
field. Applying the curl operator (Vx) to (34) and (37),
the equations of the vorticity w and the adjoint vorticity
w are obtained as

Vw =0 (50)

V2W+/V6chdt:O (51)
t

where

w=Vxu (52)
w=Vxiu (53)

In the 2D problem, w = (0,0, w3) = (0,0, w) and w = (0, 0,
w3) = (0,0,w). The relationships of the streamfunction
with the flow and the adjoint streamfunction with the ad-
joint flow are defined as

oy oy
ST YT (54)

27
Ly 5 BT (55)

Since the definitions of (54) and (55), the flow field and the
adjoint flow field automatically satisfy the continuity equa-
tions of the flow and the adjoint flow, (33) and (36). Substi-
tuting (54) and (55) into (52) and (53), the equations of the
streamfunction and the adjoint streamfunction are derived
as

Vi =w (56)
Vi =w (57)
From (40)—(42) and (46), the boundary conditions for v

and y are derived as

V=x+(14+R), Yy=0o0nT, (58)
y=1, Yy=0onTly i=13 (59)
n-Vy =0 y=0onT}; (60)
y=0, y=0onTy i=I123. (61)

The boundary conditions for w and w are given by (52) and
(53). In other words, using ¥, ¥ and the Dirichlet boundary
conditions of u and a, we calculate the values of the Dirich-
let boundaries for w and w except the boundary condition
of w at F3,

n-Vw=0on I (62)

By solving the equations of (50) and (56), instead of the
continuity equation and the Stokes equation, we can obtain
the solution of the flow field without need of the boundary
conditions of the pressure. The adjoint flow field is also
determined by the equations of (51) and (57).

4.2. Solution procedure

In order to solve the optimality system of Egs. (50),(51),
(56), (57), (35) and (38), we use the finite-difference method
(FDM). Considering the value of the Peclet number, we
adopted the central difference scheme for the spacewise
derivatives. Since the equations are highly coupled, we
use the iterative scheme with the relaxation parameter
(e < 1). The algebraic system of each variable is solved
by the alternating directional implicit (ADI) scheme. The
solution procedure is summarized in Fig. 2. The detailed
solution procedure is as follows:
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C initial u, @ )
]

Vip=w
VZ

Solving u —|

v
ﬁ-*-u-V‘\r :vac
ot Pe

t=0,

w=0

¢ = initially given

i=(1-e)i"™ +&l, (5<1)

yes

C terminated )

Fig. 2. Flow chart of the solution procedure.

Set u®, a©, i=1.

Calculate u® from (Step 2-1-2-5).

Step 2-1: Set w¥) =V x uV, j=I.

Step 2-2: Solve (56) for ") using wi—".

Step 2-3: Calculate u”) from (54) using y".
Step 2-4: Solve (50) for w') with the boundaries
defined by u").

Step 2-5: Check convergence.

If not converged, go back to Step 2-2 and

j=j+1

If converged, u® = u®),

Calculate and save ¢ at each time step from 0.
Step 3-1: When the analyte arrives at the stan-
dard position, # is determined and go to Step 4.
Calculate ¢ backwardly at each time step from #
to 0.

Step 4-1: Read c at each time step and evaluate
J. Ve x Vedt.

Calculate 0" from (Step 5-1-5-5).

Step 5-1: Set W = V x a4V, j=I.

Step 5-2: Solve (57) for " using wV~1.

Step 5-3: Calculate 4) from (55) using YY),
Step 5-4: Solve (51) for w) with the boundaries
defined by @),

Step 5-5: Check convergence.

If not converged, go back to Step 5-2 and
j=j+1.
If converged, @) = aV),
Step 6: Update &) = (1 — e)a" 4 ea®
Step 7: Check convergence.
If not converged, go back to Step 2 and i =i+ 1.

As discussed in Section 4.1, the flow field and the adjoint
flow field are calculated from (50) and (51) and (56) and
(57). After the final time and the concentration distribution
at the final time are determined in Step 3, the adjoint con-
centration can be solved backwardly from #. The numeri-
cal value of the integration for [ Vé x Vedt are calculated
from the final time to the initial time, because the adjoint
concentration is evaluated from ¢ to 0. Therefore, we must
save the whole information of the concentration at the all
time steps. The amount of the saving information is quite
large. However, that information is only used in each ith
iteration and removed. Therefore, the required storage
space of saving the massive information is fixed. There
are artificial diffusions of the concentration and the adjoint
concentration because of using the ADI scheme for the
algebraic system of the PDEs discretized by FDM. The
solutions of the concentration and the adjoint concentra-
tion are influenced by the much stronger diffusion then
the diffusion defined by diffusivity. Therefore, the optimal
solutions in the work do not accurately include the effect
of the diffusion defined by the number of diffusivity. In
the procedure, the value of the relaxation parameter is
important. In fact, the iterative method without the relax-
ation parameter (i.e. ¢ = 1) works well when the weighting
parameter o, is small. However, in the optimal problem
cases with large o, the iterative method without the relax-
ation parameter shows the fluctuated tendency of error.
Due to the fluctuation of error, we introduce the relaxation
parameter. The detailed discussion about the relaxation
parameter and the convergence of error will be given in
the Section 5.

5. Results and discussion
5.1. Preliminary results

Fig. 3 shows the optimal solutions of the the velocity
vectors and the concentration distributions at the final time
t; for a, = 700 when R; = 1 and Pe = 50. The state vari-
ables (u and c|_, ) are represented in Fig. 3a. The adjoint
variables (@ and ¢|,_,) are in Fig. 3b. In Fig. 3, the contour
plots of the concentration at ¢ = ¢ (a) and the adjoint con-
centration at ¢ = 0 (b) are shown. As we can see in Fig. 3a,
the optimal zeta potential control results in a successful
concentration distribution at ¢ = #;. The detailed analysis
of the results for various «. values will be given later.
The distribution of ¢ at +=0 in Fig. 3b can also be
explained. As mentioned before, the adjoint concentration
equation (38) should be solved backwardly. If we define the
backward time is = #; — ¢, then the (38) and (49) are chan-
ged to
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Fig. 3. Vector and contour plots of the optimal solution when o, = 700 with R; = 1 and Pe = 50: (a) the flow field and the concentration distribution at the
final time and (b) the adjoint flow field and the adjoint concentration distribution at the initial time.

o 1,

E—i-(—u)-Vc—ﬁVc (63)
with

¢=20.c|, ati=0. (64)

As we can see above, the governing equation of ¢ in terms
of the backward time 7 is a convective transport equation
with the advection by (—u) and diffusion. Therefore com-
pared with the figure of ¢|, in Fig. 3a (¢(t=0)=¢(r=
tr) = 20.c(t = t;)), we can see that ¢(f=1t)=1c(t=0) is
advected backwardly by (—u) and it has wider distribution
by diffusion.

5.1.1. Effect of the relaxation parameter

The iterative method with the relaxation parameter
works well for various «. as shown in Fig. 4. Here, the
errors are defined as the maximum value of the absolute
differences of the velocity norm between the values at the
present iteration step and those at the previous step. How-
ever, the relaxation parameter should be well chosen to
obtain the optimal solution effectively. In this work, the
relaxation parameters are determined by

O.€ =K (65)

where k is a constant. At first, k is a priori determined as
k =6 when o, = 12 with R; =1 and Pe = 50. For other
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Fig. 4. Numerical errors vs. iteration number for various o, when R; = 1
and Pe = 50.

o, cases, the relaxation parameters are determined from
(65) with kx = 6. We checked the validity of (65) until
o, = 700 and observed that it worked well.

5.1.2. Validation of optimal solution

Let us check if the optimization works properly before
discussing the details of the optimal solutions. For valida-
tion of the optimal solution, the two kinds of the view
points are used. One is to use the calculated values of 7.
and 7> of the objective function (Eq. (13)) for various o..
The other is comparison between the optimal solution from
this work and the result from the work on optimization of
localized step-wise zeta potentials [12].

For the given «., the objective function is determined by
I. and /> in Eq. (13). For various ¢, the values of /., I,> are
listed in Table 1. As shown in Table 1, the measure of dis-
persion /. decreases and the control range /,> increases as o,
increases. The dispersion induced by a turn is more sup-
pressed and the variation of the zeta potential distribution
from the no control state becomes larger.

Now, for each o., we consider the following artificial
objective function

I'(0) = o1 () + I (a%) (66)

Table 1
The values of /., /. of Eq. (13) for the optimal solution with o, when
R; =1 and Pe = 50

I, I,

a0 =1 —2.0087 x 107! 1.4215 x 1073
a0 =2 —2.0424 x 107! 59210 x 1073
a0 =3 —2.0781 x 107! 1.3995 x 1072
. = 500 —4.2623 x 107! 3.7924

. = 600 —4.2627 x 107! 3.8170

. = 700 —4.2630 x 107! 3.8353

where o, is a weighting parameter and /.(o.) and 7,2(o,) are
the values evaluated by using the optimal solution for the
weighting function o«,.. Therefore, I'(o.) is the value of the
objective function for the weighting parameter o when
the objective function is evaluated by using the zeta poten-
tial distributions that are optimal for the weighting param-
eter o.. In each row of Table 2, for a fixed o, the values of
objective function are listed for various o.. As we can see
the artificial objective function attains minimum when
o, = o. If the column index o, is not the same as the row
index o (o, # o), I.(2) and I,2(.) are not the values eval-
uated with the optimal solution for the given o. Therefore,
the artificial objective function value cannot be smaller
than the objective function for the «, = o case. The opti-
mization method of the present work does not show any
contradictory result as can be seen in Table 2, for both
the cases with the small variations of «, =1,2,3 and the
cases with the optimal solutions which are asymptotically
converged (o, = 500, 600, 700). In other words, the numer-
ical scheme has passed a necessary test.

Second method for validation is to compare the optimal
solution with the known result. According to Woo [12], the
optimal flow patterns are well predictable when the inner
radius of a turn R; is very large. When R; is large, the veloc-
ity of the predicted flow for minimum dispersion is propor-
tional to the radius of the position and can be written by

2r
2R+ 1’

uPe .t = u’*.n=0in Q, (67)
where 7 is the radius of the position. In this work, the pre-
dicted zeta potential distributions at the inside and the out-
side walls are evaluated from the Helmholtz-
Smoluchowski speed described in (7) with the known elec-
tric field. Thus, the predicted zeta potential distributions at
the inside and outside walls are given by

pre

e = E—t on I' (68)
re ug{le -t
=g onl (69)
where ul°-t=2R;/(2R+1) and u);-t=2(Ri+1)/
(2Ri +1).

In Fig. 5, the optimal zeta potential distributions at the
inside and outsize walls with a. = 700,1000 and the pre-
dicted zeta potential distributions are shown when R; = 3
and Pe = 50. For convenience, to represent the zeta poten-
tial distributions at the inside and outside walls on the same
x-axis, the values are projected on the U-shaped line with
fixed radius R; = 1. And the x-axis represents the distance
along the center position on the U-shaped line. Therefore,
the region of distances from —n/2 to /2 is ©,. In Q,, the
optimal zeta potential distributions obtained from this
work agree well with the predicted zeta potential distribu-
tions as shown in Fig. 5.

Compared with the model prediction, the optimal solu-
tions have a different tendency of zeta potential distributions
in the region between about —3.0 and —4.6. Actually that
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Table 2
The values of I’ for o, (I'(at.) = oLl.(ot.) + 1,2 (ct.)) when Ry = 1 and Pe = 50
I'(1) I'(2) I'(3) 1'(500) 1'(600) 1'(700)

o, =1 —0.1994 —0.1983 —0.1938 3.3662 3.3907 3.4090
o, =2 —0.4003 —0.4026 —0.4016 2.9399 2.9644 2.9827
o, =3 —0.6012 —0.6068 —0.6094 2.5137 2.5382 2.5564
o, = 500 —100.4343 —102.1126 —103.8934 —209.3228 —209.3201 —209.3153
ol = 600 —120.5214 —122.5363 —124.6749 —251.9459 —251.9475 —251.9455
o, =700 —140.6086 —142.9600 —145.4564 —294.5689 —294.5749 —294.5756

% ——=s—— predicted, inside “‘

[} predicted, outside

..6 Qc=700, inside

a o Q=700 outside

© —-o—-- Q= 1000,insid_e

- —— Q¢=1000, outside

O g

N /

1 1 1

—5—m/2 —7/2 0 /2
Distance

5+7/2

Fig. 5. Comparison the zeta potential distributions of the optimal
solutions for o, = 700,1000 with those of the model prediction when
R; = 3 and Pe = 50.

region is almost the same with the initially specified non-zero
concentration region (from —n/2 — 2.5to —n/2 — 1.5 on x-
axis of Fig. 5). The bump in the numerically obtained opti-
mal zeta potential distributions in that region is strongly
related with the initial concentration distribution. As shown
Fig. 6, the initial concentration distribution is changed by
the optimal zeta potential distributions in that region. The
rectangular shape of the concentration distribution is chan-
ged to the trapezoid shape (like Fig. 6b). This trapezoid-
shaped distribution causes less dispersion when the analyte
is transported through the curved region (£,) because the
optimal flow is slow near the inside wall.

5.2. Effect of the weighting parameter (o)

In Fig. 7, the optimal zeta potential distributions at the
inside and outside walls for various o, are shown when
R; = 1 and Pe = 50. The optimal zeta potential distributions
at the inside wall are denoted by the lines with symbols and
the optimal zeta potential distributions at the outside wall
are denoted by the lines without symbols. When o, gets lar-
ger, the value of the inside zeta potential in Q, becomes
smaller and the value of outside zeta potential in @,
becomes larger. The optimal zeta potential distributions

Fig. 6. The contour plots in Q; of concentration for the optimal solution
when a. = 1000 with R; = 3 and Pe = 50: (a) at t =0 and (b) at r = 1.

18
17
16
15
14
— 13F
.8
5 12 /i| — = — ac=50inside \
Q 11k 4 — — — (¥¢=50, outside .
o) . - - Q= 300, inside
o - - Q¢=300,0utside
© 1 - (=500, inside
() - Q= 500, outside
N 09 —e— (=700, inside
Qe=700,0utside
08
0.7
06
05
| 1 1
—5—m/2 —m/2 0 /2 5+m/2
Distance

Fig. 7. The effect of the weighting parameter (o.) on the optimal zeta
potential distributions at the inside and outside walls when R; = 1 and
Pe = 50.
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at the inside and outside walls have a tendency of converg-
ing to the asymptotic distributions when o, is extremely
large. Therefore, we can estimate the optimal zeta potential
distributions without considering the range of the zeta
potential from Fig. 7.

As shown in Fig. 8, the dispersion is drastically reduced
by the control of the zeta potential distributions at the
walls when R; = 1 and Pe = 50. For the case of no control,
Fig. 8a shows the velocity vector and the concentration dis-
tribution at the initial and final times. In Fig. 8b, the veloc-
ity vector and the concentration distribution for o, = 700
are shown. For large o., the dispersion is dramatically
reduced. In Fig. 8, the reason for the tendency of the opti-
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mal zeta potential distributions at the walls can be found.
In Fig. 8a of the no control case (o, = 0), the race track
effect is caused by the faster velocity near the inside wall
than near the outside wall. However, the race track effect
is reduced by the decreased velocity near the inside wall
of a turn and the increased velocity near the outside wall.
In Fig. 8b for o, = 700, we can see that the race track effect
is minimized by the properly increased zeta potential at the
outside wall in Q, and the properly decreased zeta potential
at the inside wall in ©Q,.

As previously mentioned, the final time of the objective
function is to be determined during the optimization proce-
dure. As shown in Table 3, the final time decreases as o,

N
_

Fig. 8. Velocity vector plots and the contour plots of concentration at ¢ = # (with box-shaped initial distribution in Q;) when R; = 1 and Pe = 50:

(a) &, = 0 (no control) and (b) o, = 700.
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Table 3
The final time for o, when R; = 1 and Pe = 50

oA = 0 O = 10 ol = 20 U = 50 Oe = 100 O = 700

Final time 9.000 8.822 8.754 8.751 8.751 8.751
()

Fig. 9. Schematic of the microchannel system with continuously con-
trolled zeta potential by the external voltage.

increases. However, the final time is not changed after
o, > 20. This means that, even if the zeta potential distribu-
tions change, the average velocity does not change. As o,
increases, the dispersion is reduced but the position of cen-
ter of mass does not change anymore.

The optimal solutions obtained in this work are
expected to provide valuable information of the optimal
control for minimal dispersion and an insight for the design
of zeta potential control systems. In addition, the method-
ology of this work may find further applications for the
design of the microchannel system, in which the flow field
is to be controlled for various purposes as in the micro-
total-analysis-systems (LTAS). One possible example is
the mixing problem in an microchannel and some results
for the problem are available in [12].

The control system proposed in this work may be fabri-
cated as shown in Fig. 9. Different voltages are supplied to
each external electrode to change the zeta potential values
at the walls continuously. Application of the electric poten-
tial to the external electrode was proved to control the zeta
potential value by several previous researchers [9,10,31-33].
In addition, other zeta potential control methods — for
example, the patterned surface charge modification [34]
and the laser modification of the microchannel surface
[35] — are also applicable.

6. Conclusions

A novel type problem is considered for the optimal
boundary control with the state equations of the steady flow
equations and the unsteady transport equation. Specifically,
optimization of the zeta potential distributions at the walls
is performed for minimal dispersion in an electroosmotic
microchannel. Using the variational approach, we solve
the optimal problem. Based on the calculus of variations
and the method of Lagrange multiplier, the Euler-Lagrange
equations are derived in the form of coupled PDEs. In order
to solve the flow equations and the adjoint flow equations,
the streamfunction-vorticity method is used to solve the
equations without need of the pressure boundary condi-
tions. The iterative method with relaxation parameter is
also adopted for stable convergence.

When the optimal zeta potential distributions at both
walls are used, the dispersion is marvelously diminished.
It is the result of the dramatically reduced race track effect
in Q, by the rearranged flow pattern, which is controlled by
the optimal zeta potential distributions at the walls. The
optimal zeta potential distributions without considering
the control range can also be estimated. The optimal zeta
potential distributions at the walls have a tendency of con-
verging to the asymptotic distributions when o, is extre-
mely large. The results of the optimal solutions are
expected to provide an insight for the design of zeta poten-
tial control systems.
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