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ABSTRACT: Transient electric birefringence (TEB) measurements on aqueous solutions of flexible
polyelectrolytes (in pure water, with added salt and with oppositely charged surfactants) are presented.
The results evidence the different polarization mechanism of free and condensed counterions. Free
counterions polarize perpendicular to the main polymer axis and give a negative contribution to the
birefringence; condensed counterions polarize parallel to the main polymer axis and give a positive
contribution. We present a simple model that allows to explain the change in sign of the birefringence when
polymer, salt and surfactant concentrations are varied, according to which polarization mechanism prevails.
From the model we can estimate the fraction of free counterions obtaining values which are close to the values
calculated with Manning theory. We demonstrate the interest of TEB technique in the study of polyelec-

trolyte/surfactant systems.

1. Introduction

When a polyelectrolyte is dissolved in water, an atmosphere of
counterions surrounds the polyelectrolyte chain.' Current models
for polyelectrolyte solutions are generally based on counterlon
condensatlon an idea first introduced by Ima1 and Onishi® and
Oosawa® and developed later by Manning.* Manning’s impor-
tant contributions to the model were recognized by the scientific
community and the model is today known as Manning conden-
sation theory. The basic idea underlying this model is that when
the charge density on a linear polyelectrolyte chain exceeds a
critical value (such that the electrical potential along the chain
reaches the value kT/e, k being the Boltzmann constant, T the
absolute temperature, and e the electron charge), the exceeding
charge must be neutralized by counterions. Part of the counter-
ions then condenses onto the polymer chain, close to the charged
group, so that the chain potential does not exceeds kT}e.

Let us consider the case of monovalent counterions and
introduce the Bjerrum length, , = ¢*/(ekT); I, is the distance at
which the electrostatic interaction equals the thermal energy, &
being the dielectric constant. Counterion condensation will occur
when b/f < I,, b being the monomer length and 1/f the number of
monomers separating charged groups (fis the nominal charge per
monomer). The fraction of counterions that condenses, (1 — ¢)
will be such that the final effective charge density corresponds to
the Bjerrum length. In the frame of this model, the fraction of free
counterions, ¢ can be obtained by ¢ = b/(l,f).

The counterion atmosphere plays an important role in the
polarization mechanism of polyelectrolytes in solution and con-
trols the electric properties of the solutions as well as the
interactions between polyelectrolytes and other charged entities,
such as surfactants or nanoparticles.

A variety of theoretical models have been proposed to describe
the origin of the induced dipole moment of polyelectrolytes.’
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Some of them assume that only bound counterions contribute to
the polarizability.® Today, there is experimental evidence that
both type of counterions, free and condensed, play a role in the
polarization mechanism.” Hayakawa and co-workers® have
carried out experiments of frequency domain electric birefrin-
gence spectroscopy (FEB) on sodium polystyrene sulfonate
(NaPSS) solutions and concluded that condensed counterions
move along the polyelectrolyte chain and that free (or loosely
bound) counterions move perpendicularly to the chain. The
contributions to the birefringence of each polarization mechan-
ism have opposite signs. We present here transient electric
birefringence (TEB) experiments on flexible polyelectrolyte solu-
tions in pure water and mixed with salts and oppositely charged
surfactants. Our objectives are to understand first, the change
of the birefringence sign when polyelectrolyte concentration
increases, which was considered an anornaly,9 and second, the
effect of surfactants. Polyelectrolyte- surfactant systems became
an intensive area of research in the recent years and have
numerous practical applications in cosmetics, paints and coat-
ings, detergents and pharmaceuticals.'” When the surfactant
bears a charge opposite to that of the polyelectrolyte, it replaces
the original counterion and eventually forms polyelectrolyte—
surfactant complexes. The aggregation process is in general a
cooperative phenomenon that occurs above a given surfactant
concentration called the critical aggregation concentration
(CAC). Here we present TEB results that show how the sign of
the electrically induced birefringence of a polyelectrolyte aqueous
solution can be changed by eliminating one of the two possible
counterion polarization mechanism. This can be done in parti-
cular by adding an opposite charged surfactant which, above the
CAC, condenses onto the polymer backbone. The results give
information on both polarization mechanisms and on the com-
plexation of polyelectrolytes and surfactants. We present a simple
model to estimate the electric birefringence when polymer, salt
and surfactant concentrations are varied.
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Table 1. Polyelectrolyte Characteristics

PAMPS N¢ M0 (g-mol™") f NB" (nm) Coy’) (mM) A9/monomers L (nm)
P10 4100 100.9 0.1 1025 0.12 10 376
P20 3600 116.8 0.2 900 0.55 5 491
P25 3400 124.75 0.25 850 0.044 4 527
P50 2830 164.5 0.5 657 0.59 ~3 480

“Polymerization degree. ” Contour length, 5=0.25 nm is the monomer size. ¢ Overlap concentration (in monomers) calculated with eq 6. ¢ Effective
distance between charges expressed in monomers calculated from Manning criterion. ¢ Actual extended size of polymer chains calculated with eq 2.

2. Materials and Methods

2.1. Transient Electric Birefringence. Under the action of an
external electric field (E) a sample, originally isotropic, becomes
birefringent (the refractive index becomes anisotropic). This
phenomenon is called Kerr effect, and it is generally attributed
to the orientation of the molecules under the action of the
electric field. The experimental setup for measuring Kerr effect
used here was described elsewhere.!! The birefringence is de-
fined as An=mn; — n; where ny and n, are the refractive index in
the directions parallel and perpendicular to the applied electric
field respectively. As long as the field is applied, the birefrin-
gence increases and tends to a stationary value, Ang. This value
can become positive or negative depending on the relative values
of m and ;. In most liquids, and for low electric field intensities,
the induced birefringence is a linear function of £2,

An’ = BE?A (1)

A being the wavelength of the light source used and B, a
proportionality constant called the Kerr constant. Because we
are dealing with solutions of polyelectrolytes in water, in all the
results presented here we have subtracted the contribution of
water to obtain the pure polymer contribution. The transient
regime of the induced birefringence, after E is applied or
removed, can be analyzed as well. However, here we will deal
only with the stationary value of the birefringence, An°, and
Kerr constants. The birefringence relaxation results will be
discussed in a future paper.

2.2. Chemicals. The polyelectrolytes used in this work are
anionic statistical copolymers of neutral acrylamide monomers
and charged acrylamido methyl propane sulfonate monomers
(PAMPS). Polyelectrolytes with different ratio f of the number
of sulfonated monomers to the total number of monomers were
used. We will call P50, P25, P20, and P10 the polymers with
£=0.5,0.25,0.2, and 0.1 respectively. The polyelectrolytes were
synthesized by SNF Floerger (France); their characteristics are
summarized in Table 1. All polyelectrolytes are very soluble in
water which is a good solvent. The salt used is NaCl from Sigma-
Aldrich (purity >99.9%). The cationic surfactant used is dode-
cyl trimethyl ammonium bromide (DTAB), purchased from
Sigma-Aldrich and purified twice by recrystallization (2 g of
DTAB: 10 mL of ethyl acetate: 1 mL of ethyl alcohol). The
solutions were prepared in Millipore Milli-Q water. All mea-
surements were carried out at 298 £ 0.1 K.

3. Results and Discussion

3.1. Theoretical background. Let us consider a solution of a
flexible polyelectrolyte with concentration ¢ (expressed in
number of monomers per unit volume).'> Let us call N the
total number of monomers in a chain, if 4 is the average
number of monomers separating adjacent charges, including
any effect of counterion condensation, the total effective
charge on a chain will be N/A. At a short scale, the chain is
coiled and forms electrostatic blobs, and its total length, in
good solvent condition, is given by:

5\

~—

Here, b = 0.25nm, /,=0.7 nm. The quantity [/,/(bA*)]* is
therefore of order '/», and the coiling due to electrostatic
blobs is minor: L ~ Nb/2 ~ 500 nm (see Table 1). Additional
coiling comes from the fact that the length of the polymer is
longer than the persistence length /,. The end to end distance
of the chain is given by

3/5
R=1, (,5) (3)

The persistence length contains an intrinsic contribution 119
and an electrostatic contribution, /;.

I =D+ 4)

For intrinsically rigid chains, the electrostatic contri-
bution to the persistence length is given by the Odijk—
Skolnick—Fixman (OSF) theory," I, = " IZ it where « is

the inverse Debye length: x = (47t/,, f¢)'/?. The OSF model can
be applied to flexible and strongly charged polyelectrolytes'*
for which the electrostatic contribution to the total persis-
tence length is dominat. For intrinsically flexible and
weakly charged chains and in the absence of screening,
Khokhlov and Khachaturian (KK)'® were the first to derive
that /¢ = ﬁ They have arrived to this expression by
applying the OSF theory to a string of crumpled blobs, i.e.,
by considering the blobs as new effective monomers, been
D, the blob size and where the intrinsic persistence length,
lz? (eq 4) is equal to the blob size. This result was rederived
later in the framework of variational approach.'®

Here, the main contribution to /, is the electrostatic
contribution. When the polymer concentration is sufficiently
small, less than 0.1 mM, the amount of counterions disso-
ciated from the polyion is very high and /, is large, so that the
polymer remains in an extended configuration: L ~ [, ~ R.
The polymers will then overlap easily and the overlap con-
centration, ¢,, for salt free polyelectrolyte solutions, can be
estimated as,

N
Coy = E (5)

With N ~ 4000 and L ~ 500 nm, we find ¢, ~ 0.1 mM (~10
mg-L ™). Because of all experiments for salt-free solutions
were performed at concentrations above ¢,,, we will restrict
for now our discussion to the semidilute regime. The major
feature of a semidilute solution is the existence of a correla-
tion length £,'7 given in the case of polyelectrolytes by

i)

Correlations are lost after a distance &, so the extension of
the chain decreases above ¢,,. The number of monomers in
the correlation volume being g ~ &%, the end-to-end distance

R is given by
N /2 ~1/4
o)) o
g Cov
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Figure 1. Kerr constant as a function of monomers concentration.
Points are experimental results, and lines fit curves using eq 15.

3.2. TEB Results. Salt-Free Solutions. In Figure 1 we show
the Kerr constant B as a function of concentration for all
PAMPS polymers. The birefringence is negative for all
PAMPS at very low concentrations. We can see clearly a
minimum for P20 and P25. This minimum could exist also
for P50 and P10 but at very low concentrations. For P10 and
P50 there is a change of the sign of the birefringence from
negative to positive values. For P20 and P25, An°, and
consequently B, is always negative in the entire range of
concentrations explored: 6 x 10 °mM < ¢ < 1.2x 10"° mM
(25 to 500 mg-L~"). This behavior of the birefringence as
polyelectrolyte concentration increases was also observed in
a fully charged polyelectrolyte, NaPSS, by Kramer et al. (see
Figure 2 in ref 9). The birefringence of PSS solutions evolves
from zero to negative values, reaches a minimum and then
increases to positives values as polymer concentration
increases (0.001 < ¢ < 1 g/L), which is similar to PAMPS
behavior (see Figure 1). At higher PSS concentrations (¢ >
1 g/L) Kramer et al. found that the birefringence passes
through a maximum and falls again to negative values as ¢
increases even more. We did not reach those high concentra-
tions and we did not see this last behavior.

A complete and rigorous analysis of the Kerr constant is
difficult for simple molecules but almost impossible for
macromolecules and particularly for flexible polyelectro-
lytes. We will use here the following simplified analysis.
The induced birefringence per molecule can be expressed
as the product of two factors:'®

An o< A" ®(1) (8)

The first one, Aa’, is the intrinsic anisotropy of the optical
molecular polarizability: Ad® = of — (13, with of and O.OL
being the polarizabilities in the directions parallel and per-
pendicular to the molecule main axes. The second factor in
eq 9 is the orientation function, ®(z), which reflects the
degree of orientation of the molecule in the electric field.
The orientation function depends on the interaction energy
between permanent and induced molecular dipole moments
with the external electric field. As we have mentioned before,
getting an explicit and detailed expression for this function
is rather complicated for a simple molecule and almost
impossible for a macromolecule, especially if the macro-
molecule is flexible and can change its conformation easily.
Here for simplicity, we will adopt a cylindrical rigid geometry
for the polyelectrolyte molecule (see Figure 2). The real
molecule is made of cylindrical portions of length /,, which
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Figure 2. Cylindrical polyelectrolyte in an electric field. (a) Definition
of parameters. (b) Main axis of the macromolecule oriented parallel to
the applied field, positive birefringence. (¢) Main axis of the macro-
molecule oriented perpendicular to the applied field, negative birefrin-
gence.

is however quite large at low polymer concentrations as
discussed before. If we assume that the molecule has no
permanent dipoles (only induced dipoles) and restrict our
analysis to constant and low electric fields (Kerr regime), the
orientation function is'®

_ Aof E?
T 15kT

©)

where Aa‘ is the anisotropy of electric polarizability of the
molecule which is the difference between electrical polariz-
abilities af and o in the directions respectively parallel and
perpendicular to the cylinder (Ao’ corresponds to the fre-
quency of the applied electric field, whereas Aa° corresponds
to the frequency of the optical field, used for the detection).
Now, from eqgs 1, 8, and 9, we obtain

Ao’

B~ cAd’
ACTSkT

(10)

where we have introduced the monomer concentration c. We
need now to give an explicit expression for Aa’. To do so we
assume that our polyelectrolyte chain is a cylinder (Figure 2)
of total length R given by eq 7. Following Ito et al.,® we will
consider that the electric polarizability has contributions
only from the condensed counterions polarized parallel to
the cylinder and from free counterions polarized perpendi-
cular to the cylinder. The polarization of condensed coun-
terions tends to orientate the main molecular axes parallel to
the external electric field whereas free counterions polariza-
tion tends to orientate the molecules perpendicular to the
field. Note that the sign of the contribution to the birefrin-
gence of each polarization mechanism depends on the sign of
Ad’, we assume that the main optical axis lies on the main
polymer backbone and then Ao > 0. Then, the condensed
counterions give a positive contribution to the birefringence
and free counterions a negative one. Ito et al. also showed
that the a® are of the order of the mean-square diffusion
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Table 2. Fitting Parameters of Eq 14 Corresponding to Figure 1

PAMPS ap/m* V2 ap/m*> V32 n

P10 1.36 x 1077 1.14x 1072° 0.47
P20 49x10738 1.01 x 10723 0.51
P25 7.8 %1078 1.51x 107 0.50
P50 5.96 x 10738 3.35%107%¢ 0.50

“They correspond to concentrations ¢ in terms of number of mole-
cules per unit volume.

length, the end to end distance R for off and the correlation
length & for af:

o _er
kT kT
e __ </'4J_2> o 62";:2
CE=T T hr ()

where £ and R are given by eqs 6 and 7 respectively. Now,
from eqs 10 and 11, we have

B~

A’ [(1-)fe*R®  ofe?E
ClSkT{ kT kT } (12)

The polarization mechanisms of condensed and free coun-
terions have relaxation frequencies in the range of kilohertz
and megahertz, respectively; they are too slow to contribute
at optical frequencies.® In the absence of a detailed molecular
model, we will assume that

Ad® ~ Al " (13)

where Ao, is the anisotropy of optical polarizability of
monomers. Finally from eqs 12 and 13 with 6 and 7 we
obtain the expression for B as a function of monomer
concentration ¢

n+1/2

B=ayc —a,”

0
Aa,),

_ 1 —o)f2I2 c()vl/2
15(kT)? (1o

o

A 55
a = —2_ofe"Lc,, 14
LT IS(kT)? o (14

In Figure 1, the lines are fitting curves using eq 14. The
three parameters, ay, a;, and n obtained for the four poly-
mers are summarized in table 2. The exponent # is very close
to /5. If we fix n ="/, and refit the curves, the parameters a,
and a; are very similar to those in table 2. Note that this
simple model predicts the change of sign of the birefringence
when polymer concentration changes (see Figure 1). This is
considered an anomalous behavior and it was found experi-
mentally in other similar systems.” This effect is mainly
explained in our simple model (eq 12) by the changes on R
and & due to the changes on the polymer concentration (eqs 6
and 7).

As said before, P20 and P25 present a minimum in the
Kerr constant B as c¢ increases. If we take the derivative of
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eq 14 to find the position of that minimum, we find the
following expression

S - B

For P20 the minimum occurs at (¢pag)mix ~ 1.3 mM and for
P25 at (¢pas)min ~ 1.2 mM. With these values and eq 15, we
calculate the fraction of free counterions ¢ =0.92 and 0.91 for
P20 and P25 respectively. For these two polymers, the Man-
ning condensation criterion predicts that ¢ = 1 (b/f > 1,).
There are four possible explanations for this small discre-
pancy: first the model, expressed by eq 12, is incomplete in the
sense that it neglects the contribution of electronic polariz-
ability in front of the counterions polarization effect. The
main axes of electronic polarizability lies on the main macro-
molecule axes and then has a positive contribution to the
birefringence, this positive contribution, neglected by the
model, increases artificially the calculated counterion conden-
sation fraction obtained from it. This effect should be more
important for the less charged polyelectrolyte, P10. Second,
PAMPS are statistical copolymers, meaning that the distances
between charged groups can be larger or smaller than the
average value 1/f (table 1), and some counterions could be
condensed in the regions of larger charge density. Third, for
flexible polyelectrolytes, the distances between adjacent
charges on the polymer chain are reduced due to the bending
of chains and as a consequence an increasing of counterion
condensation is expected.'® Fourth, the Manning criterion is
valid for isolated chains, and when several chains are present,
again the distance between charges can be smaller than 1/f. In
any case, the value of ¢ ~ 0.92 found for P20 and P25 is
encouraging and gives us a certain confidence in our rather
naive model. In the case of P10 and P50, no minimum is visible
in Figure 1. We can however use eq 14 to estimate ¢ for all the
polyelectrolytes. We calculate the relation ag/a; and solve for
¢ to obtain

a

1
ao C()V

e
1+t Cov 1/2

-1/2

@ (16)

Then, from the values of Tables 1 and 2 we calculate ¢ =0.74,
0.93, 0.93, and 0.78 for P10, P20, P25, and P50 respectively.
First note that the values found for ¢ in the case of P20 and
P25 are almost the same obtained by using eq 15 and the
experimental value for ¢,,;,. Again ¢ is lower than one for P10
contrary to expected from the Manning criterion, but closer to
one for P20 and P25. In the case of P10 a possible explanation
was stated in the previous paragraph: P10 is a very weak
charged polyelectrolyte and eq 12 is incomplete in the sense
that it neglects the electronic polarization which could be of
relative importance in front of the little amount of counterions
that can polarize the macromolecule. This neglected contribu-
tion to the birefringence is positive and then it increases
artificially the calculated counterion condensation from the
previous equations. As we said before, this effect is less
important for the others PAMPS with higher values of f.

For P50 ¢ < 1 and close to the value given by Manning
theory, ¢ = 0.67. The values obtained in this way are quite
robust and do not depend much on N and L: calculations
with N=4000 for the four polymers or L =500 nm for all give
the same values of ¢ within 1 or 2%.

If we go ahead and estimate from the expression for @, or
a, (eq 14) the values of Ao, for each polyelectrolyte, we find
A0S, =1.0x107%,1.2x107°%,6.7x10 >, and 1.54x 10> m?
for P10, P20, P25, and, P50 respectively. We can now
estimate the anisotropy of the optical polarizability of



Article

I T I T T T T T T T
6.0x10"° mM J

0.8H " )
¢ 1.5x10" mM
o 1.9x10* mM
& 0.6[ @ 24510 mM
o L 3.74x10* mM
S 04l 7.1x10 mM i
(=]
O
<
A 02 .

HE
0.1 0.2 0.3 0.4 0.5

Figure 3. Dependence of electric induced birefringence on the degree
of charge on the polyelectrolyte chain. The line corresponds to B/(byc —
bie'®) = f(see text).

polyelectrolyte molecules as Aa’ ~ Nad, obtdln1n§
4.1x107%2,432x107%,2.3x107%, and 4.0 x 10 4m for
P10, P20, P25 and P50, respectively. We have then a relation
B/Aa ~ 1.5x 10". These values of the optical anisotropy of
the macromolecule are physically realistic, for example for
a polyelectrolyte having a poly(p- (Phenylene) backbone, a
value of B/Aa’ ~ 10" was found®” and for PSS a value of
B/Aa® ~ 9 x 10" 2! Note that the optical anisotropy for P50
is 1 order of magnitude smaller than the others; it may be in
this case that some of the symmetry on the distribution of the
sulfonate groups on the molecule is responsible for this low
optical anisotropy.

Equation 14 also gives the dependence of B on the degree
of charge of the polyelectrolyte, f: B/(boc — byc'/?) ~ f™ where

=1 (if we suppose a,,, independent of ¢) and by = ao/f and
bl a/f-In Figure 3, we show the experimental points and a
line for m =1 at six different polymer concentrations. If we
ﬁt the experimental points with B/(boc — byc'/?) =" we find

=1.06, 0.98, 0.95, 0.94, 0.98, and 0.92 for polyelectrolyte
concentrations of 0.6 1074, 1.55x 1074, 1.9 x 10%, 2.4 x
1074, 3.74 x 107%, and 7.14 x 10 mM respectively. These
values are very close to m=1 as the model predicts, and again
our simple model seems to give good results.

3.3. TEB Results. Polyelectrolyte—Salt Solutions. In Figure 4,
we present results for B as a function of salt concentration, ¢,
keeping the polymer concentration constant, for all PAMPS
and at different polymer concentrations. Because only a
small amount of P50 was available to us, only one concen-
tration was studied in this case.

Equation 12 is still valid, but new expressions for & and R are
needed, in order to take into account the influence of salt.
Indeed, the overlap concentration ¢,, changes as salt concentra-
tion increases. The screening length and the end-to-end distance
in the presence of salt and in a good solvent are given by*

N2 e
5*(&) (1+2A?>
1/4 —1/8
R:(N—CL> (1 2A"*) (17)

for semidilute solutions and

N 1/2 ¢, —-1/2
=|— 1424 —
=) (10d)
N /5 ~1/5
re (M) (112t )
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for dilute solutions, where the concentrations are expressed in
number of monomers per unit volume. The overlap concentra-
tion is given by'>*?

-3/2 -2 2 6/7
Cs _N Ab N
cov(1+2A c) N <_lb > =3 (19)

Then, depending on salt concentration the solution can
change from the semidilute to the dilute regime as ¢, increases
and the chain extension decreases. We will call ¢*, the salt
concentration at which the polymer solution became dilute.
In relation with the data presented in figure 4, we estimate
that the systems become dilute at salt concentrations of ¢*; ~
1.66 x 10~ mM and ¢*, ~ 1. 66 mM for P10 and at polymer
concentrations of c=2.4x 10~' mM and c=7.14x10""mM
respectively; for P20 at c=1.55x 10" and at c=2.4x 10~"
mM we find ¢*, ~ 1.66 mM and ¢*, ~ 5 x 107! mM
respectively; for P25 at ¢ = 0.6 x 10 * mM, ¢*; ~ 5 x 1072
mM and at ¢ = 1.55 x 107" mM, ¢*; ~ 1.66 x 107" mM;
finally, ¢*; ~ 1.66 mM for P50 at ¢ =6.2 x 1074 mM. Now,
from eqs 12 and 17, we obtain for the semidilute regime,

B ~1/4

an ~ ay(1+axcy) —a (1+a20s)1/2

A
— m 1_ €2 NL 1/20*1/2
715(”)2( @)fe’(NL)

Ao.gl 2N
a
Y= s

a) = ZTA (20)

For the dilute regime, we found from eqs 12 and 18

B _ _
5 ~ ap(l+axc) 2/ —ay(1+axcy) !
Aa), a2 41/5 =25
aozm(l—w)fe (NL) C
Ao, 2N
a = —2 > pfe" —c¢
1 15(kT)2(pf L
24
ay) = — (21)

c

Let us first discuss the results in the dilute regime where ¢ is
hlgh If we suppose that at this high salt concentration
Ao, and ¢ do not change when more salt is added, we have
2Acg/c> 1, and eq 21 reduces to:

63—132 ~ agay e 73 —Z—;cs_l (22)

Equations 21 and 22 predict that B tends to zero at very
high salt concentrations as seen experimentally (Figure 4). In
Table 3 we report the fitting parameters obtained from
experimental points and eq 22 and the calculated values of
those parameters using the expressions for ag, a;, and a, in
eq 21, Table 1 and the value of A, obtained previously from
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Figure 4. B/c*? (in mV~2/(mol/m?)*?) as a function of salt concentration: (a) P10, (b) P20, (c) P25, and (d) P50. Lines are fittings using eq 20, 22.

eq 14 and Table 2. For these parameters, the fitting and
calculated values are not far from each other; this is a bit
surprising: first, the polarization distances of free and con-
densed counterions were taken as proportional to £ and R
respectively but not exactly equal and we expected a factor
multiplying these distances and second, Aa), and ¢ should be
different from those of salt-free systems. Even more, we
found values of @, which are in excellent agreement with
the calculated ones (see Table 3). For example for P20 at a
concentration ¢ = 1.55 x 10~* mM, we have a, = 24/c =2 x
5/4.43 x 102 =2.91 x 10~2* which is very close to the fitting
value shown in Table 3, the same is true for the rest of the a,
values of that table. The values of (aga, ) and (a;/a»)
should be independent of polymer concentration and if we
calculate the mean values for the two polymer concentra-
tions of these quantities we found values which are in good
accord with the calculated ones. For example, for P20 the
average value for the two concentrations is (apay %y =1.7x
10~*" and the calculated one is 1.6 x 10~*!.

Atlow salt concentrations (semidilute solutions), 2A4c¢,/c <
1 and eq 20 becomes Bc*/>=agya, = cte. In figure 4 we can see
that B does not depend on salt concentration at very low
ionic strength (see, for example, Figure 4a at ¢, < 0.1 mM).
The value of B¢~ is then the same as in salt-free systems:
eq 20 reduces to eq 14 at ¢;=0. At higher salt concentrations,
but still in the semidilute regime, the experimental points
were fitted using eq 20 (see Figure 4). The fits are satisfactory
and a, is close to 24/c. However, ay and «; differ from
calculated values using eq 20, perhaps because in this range,
Aad, and ¢ could depend on salt concentration.

3.4. TEB Results. Polyelectrolyte—DTAB Solutions. Sur-
factants bearing a charge opposite to that of the polyelec-
trolyte are expected to replace the original counterions in the
surroundings of the polyelectrolyte molecules and possibly
eliminate the contribution of free counterions to the elec-
trical birefringence. We have used here DTAB, known to
form complexes when mixed with PAMPS.**?* The CACs of
these systems are between 0.4 and 0.8 mM; at concentrations
above 3 mM, the mixed systems become cloudy indicating

Table 3. Fitting and Calculated Parameters from Eqs 22 and 21¢
(ar)an) x 10°°  (ax=24/c) x 10*

(aoas~2) x 10%

¢ (mM) fitting  caled fitting caled fitting calcd
PI0 24x107* 133  0.122 0.646 0.540  3.51 3.32
7.14%x107* 0532 0.122  0.234 0.540 1.92 1.1

P20 1.55x107*  2.53 1.60 419 1.64 298 291
24x107% 090 1.60 .72 1.64  2.01 1.89
P25 0.6x107* 599 1.26 1.06 124  6.40 6.41
1.55%107* 1.0 1.26 337 1.24 259 2.46
P50 62x107*  1.14 1.78 0.373 0.612  0.54 0.54

“The parameters are expressed in MKS units: {ao} =m>-V~% {q,} =
V2m L {a) =m?.

incipient precipitation, hence we kept the surfactant concen-
tration below this limit. The evolution of the Kerr constant
as a function of DTAB concentration is shown on Figure 5.
The inset in Figure 5a shows the evolution of the Kerr
constant for pure DTAB solutions: B does not change up
to a surfactant concentration of about 6 mM, which is far
above the DTAB concentrations used in the PAMPS—
DTAB mixed systems. Then the contribution of free DTAB
molecules to the birefringence is negligible and all the
changes found in B for the mixed systems should
be attributed to the mixed complexes or to conformational
changes of polymer molecules due to the presence of the
surfactant. Figure 5a shows B as a function of DTAB
concentration and, for comparison, with salt concentration,
for P20 at ¢ = 2.6 x 10~* mM. The results are similar for
others polyelectrolyte concentrations: figure 5b shows curves
for P25 at different polyelectrolyte concentrations. P10 was
not studied because it has not a clear CAC with DTAB due to
its weak charge density.'""**>> We had not enough P50 to
perform experiments with DTAB. However, figures 5a and b
clearly demonstrate the difference between salts and surfac-
tants. We see a change of the sign of the birefringence at a
point which appears in the figure as a minimum (since we plot
the absolute value of B). Equations 21 and 22 indicate that
the birefringence tends continuously to zero as salt concen-
tration increases. Below the concentration ¢, where B
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Figure 5. Kerr constant as a function of DTAB concentration. (a) P20
(109 mg-L~")—DTAB system. Inset: Free-polyelectrolyte DTAB solu-
tion. (b) P25—DTAB. Inset: change of sign in the birefringence signals
as DTAB increases.

changes sign, DTA™ ions behave as a monovalent salt, the
birefringence is identical to that of the samples with added
NaBr (Figure 5a). This is because of the polarization and the
stationary birefringence depends on the distribution of
charges, it does not matter if they are bear by Nat or DTA™.
However a clear difference in behavior can be seen in the
electric birefringence relaxation times results (future paper).
This is no longer true for surfactants above ¢,. The concen-
tration ¢ is close to the point of equivalence of charges (EP),
or isoelectric point, defined as the concentration of DTA™
ions that equals the concentration of the polyelectrolyte Na™
original counterions.”> The CAC measured by techniques
such as surface tension and potentiometry>>->*is very close to
the concentration corresponding to the maximum we can see
in parts a and b of Figure 5. Between EP and CAC, the
negative contribution to the birefringence is therefore sup-
pressed by adding surfactant molecules. We have seen pre-
viously that this negative contribution corresponds to the
polarization of free counterions in the direction perpendi-
cular to the polyelectrolyte backbone. We conclude that
DTA™ ions replace the original polymer counterions, the
surfactant ions come closer to the polyelectrolyte backbone
than Na™ (the original PAMPS counterion). This reduces the
polarization in the direction perpendicular to the polymer
main axis, lowers the negative contribution to the birefrin-
gence and as a result, B becomes positive: the polarization
mechanism parallel to the polymer backbone dominates.
At concentrations above the maximum, DTAB—PAMPS
complexes start to form, which polarize less easily and the
birefringence diminishes again (Figure 5b). Above a concen-
tration of about 3 mM, precipitation begins and it is no
longer possible to measure the birefringence due to the
turbidity of the system. Let us comment the aggregation
process. As DTA™ ions replace Na™ ones in the vicinity of
the macromolecule backbone, the interaction between poly-
mer molecules becomes less repulsive: water becomes
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progressively a bad solvent, hence the precipitation. This
happens in the concentration range between the minimum
(B ~ 0) and the maximum in the B vs surfactant concentra-
tion curves.

4. Conclusions

We presented experimental evidence on the counterion polari-
zation mechanisms in flexible polyelectrolyte solutions. TEB
results on polyelectrolyte solutions can be explained by assuming
that free counterions polarize in the direction perpendicular to the
main polymer axis and condensed counterions polarize parallel to
it. We were able to demonstrate this by eliminating one of the two
contributions to the birefringence produced by the polarization
of counterions. By adding surfactant molecules which we know
bind effectively to the polymer chain, close to the charged groups,
we reduced the negative contribution, then eliminated it produ-
cing a change in the birefringence sign. We presented a simple
model that explains the values of the Kerr constant for salt-free
polyelectrolyte solutions as well as for salt/polyelectrolyte sys-
tems. This model permitted us to estimate the fraction of
condensed counterions for each polyelectrolyte used. The results
are in good agreement with the Manning prediction. The model
also predicts a change in the sign of the birefringence as
polyelectrolyte concentration increases which was considered
an anomaly up to now.” This change is produced because as
polymer concentration increases the negative contribution di-
minishes for the polymer used (PAMPS): at a certain concentra-
tion the positive contribution from condensed counterions
dominates over the negative one which is produced by free
counterions. Our work shows that TEB permits one to follow
the aggregation process in polyelectrolyte/surfactant systems
making it a very powerful technique for studying polyelectro-
lyte—surfactant complexation.
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