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Linear viscoelasticity of semidilute hard-sphere suspensions

B. Cichocki*
Institute of Theoretical Physics, Warsaw University, Hoza 69, 00-681 Warsaw, Poland

B. U. Felderhof
Institut fiir Theoretische Physik A, Rheinisch-Westfalische Technische Hochschule Aachen, Templergraben 55, 5100 Aachen, Germany
(Received 16 October 1990)

We study the linear viscoelasticity of semidilute suspensions of spherical Brownian particles. We
consider a simple model in which hydrodynamic interactions and direct interactions apart from
hard-sphere repulsion are neglected. We calculate the dynamic viscosity for this model system ex-
actly to second order in the volume fraction. It turns out that the infinite-frequency shear modulus
does not exist because the dynamic viscosity falls off with the inverse square root of the frequency.
The relaxation-rate spectrum has corresponding inverse-square-root behavior. We find exact ex-
pressions for the spectral density and the time-dependent stress-relaxation function. Qualitatively
our results resemble those found experimentally for dense hard-sphere suspensions.

I. INTRODUCTION

Dilute polymer solutions exhibit a marked viscoelasti-
city due to the flexibility of the individual polymer mole-
cules.! In the linear regime the viscoelasticity is mani-
fested in the frequency dependence of the shear viscosity.
The viscosity of a dilute suspension of rigid hard spheres
does not depend on frequency, and is given by the Ein-
stein expression.” However, at higher concentrations, the
viscosity becomes frequency dependent due to relaxation
of the relative configuration.®> The effect has been mea-
sured experimentally by van der Werff et al.* for dense
suspensions with volume fractions between 0.3 and 0.6.
They found an interesting inverse-square-root depen-
dence on frequency. This indicates a broad spectrum of
relaxation times, similar to that for the Rouse model of
dilute polymer solutions.® Earlier measurements by
Mellema et al.® were explained in terms of a single relax-
ation time.

In this article we study a simple model of a hard-sphere
suspension in which hydrodynamic interactions and
direct interactions, besides the hard-sphere repulsion, are
neglected. We calculate the dynamic viscosity exactly to
second order in the volume fraction and show that the
asymptotic dependence on frequency is similar to that
found in the experiments by van der Werff et al.*

We also discuss an excluded shell model with a radius
of hard-sphere repulsion larger than the hydrodynamic
radius. The dynamic viscosity for this model may be ob-
tained from that for the hard-sphere model by simple
scaling. The model may give a fairly realistic picture of
the behavior of suspensions of charged polystyrene
spheres. For such suspensions, hydrodynamic interac-
tions are relatively unimportant, since these are deter-
mined by the actual hard core radius, whereas the
spheres are kept apart by electrostatic interactions. The
resulting structure resembles that of a hard-sphere system
with an effective radius equal to the actual one plus the
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Debye length. If the latter is sufficiently large, the hydro-
dynamic interactions are small.

II. LINEAR VISCOELASTICITY

We consider a spatially uniform suspension subjected
to an oscillating shear flow with time dependence
exp(—iwt). For small-amplitude oscillations, the local
stress and rate of strain are related by a frequency-
dependent viscosity n(w). The imaginary part of the dy-
namic viscosity

n(w)=n"(w)+in" (o) (2.1)
is related to the dynamic shear modulus G (w) by
G(w)=—ion(w)=G"(0)—iG"(w) . (2.2)

The infinite-frequency value G, =G'(») is called the
high-frequency modulus.

In the simplest model, due to Maxwell, the dynamic
viscosity is characterized by a single relaxation time and
takes the form

G,
nw)=n,+—. (2.3)
1—ioT
More generally, one must consider a spectrum of relaxa-
tion times and write the dynamic viscosity as
o TP(T) dr

- (2.4)
o l—iwTt

nw)=n,+G,
where P(7) is the normalized distribution of relaxation
times.” It is convenient to introduce a characteristic time
scale 75. In dimensionless units we may then write (2.4)
in the form
© oP(o
o oPlo) do ,

1—iwo

n(w)::noo_'_GooTO (25)
with the dimensionless relaxation time o =7/7(, the di-
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mensionless frequency &= w7y, and with normalization

J Plordo=1. (2.6)

Alternatively, we may use a distribution of relaxation
rates and write

n(w)=nw+Gwrofow-§—(f—;du , (2.7)
with the variables

u=%=%, z=id=iwT, , (2.8)
and distribution function

p(w)=P(1/u)/u?, (2.9)
which is normalized to unity

fowp(u)du =1. (2.10)

The mean relaxation time 7,, is given by

© A o 1
= P(o)do= — du . 2.11
Tm Tofo oP(o)do Tofo up(u) u ( )
The dynamic viscosity may also be expressed as the
one-sided Fourier transform of the stress-relaxation func-

tion

=n,+-L [ Teiow(t)dr , 2.12
nw)=n, Tofoe (1) (2.12)
where 7 is the viscosity of the solvent. By comparison
with (2.7) we find that the relaxation function may be re-
garded as a linear superposition of decaying exponentials

GooTO

Y(t)=

fowp(u)exp du . (2.13)

To

The long-time behavior of the relaxation function is dom-
inated by the behavior of the spectral function at small u.

In the following, we encounter a situation where the
high-frequency modulus G, is not defined, because the
dynamic modulus G'(w) does not tend to a limit at
infinite frequency. In analogy to (2.7) we write the dy-
namic viscosity as

)

n(w)=nw+GU7'0f0w %%du

(2.14)

We consider the situation, where the spectrum has the
asymptotic behavior
p(u)ziu_““”” as u—» (2.15)
with exponent u>1. The spectral density p(u) can no
longer be regarded as a probability distribution, since the
normalization integral in (2.10) diverges. We call G, the
relaxation strength.
It follows from (2.14) and (2.15) that the asymptotic be-

havior for large @ of the real part of the dynamic viscosi-
ty is given by

T

G A —1+1/u s o .
2u cos(m/2u) w70 as o=

(2.16)

n'(w)=n,+
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Correspondingly, the asymptotic behavior of the imagi-
nary part is given by

_~— T
T 2usin(7/2u)
Asymptotic behavior of the form (2.16) and (2.17) has

been found for dilute polymer solutions.>® The exponent
u takes the value 2 in the Rouse model.

G170 'TVE as w0 . (2.17)

7" ()

III. VISCOSITY OF HARD-SPHERE SUSPENSIONS

We study specifically the dynamic viscosity of a sus-
pension of hard spheres. We consider identical hard
spheres of radius @ immersed in an incompressible fluid of
shear viscosity 7. We neglect hydrodynamic interactions
and assume that each sphere performs Brownian motion
with a bare diffusion coefficient D given by the Stokes-
Einstein expression kpT /6mma. We also assume that
there is no direct interaction besides the hard-sphere
repulsion at diameter 2a. We consider a macroscopically
uniform system of mean number density n. Due to the
neglect of hydrodynamic interaction, the infinite-
frequency value of the viscosity is given by the Einstein
expression’

N =n(1+3¢),

where ¢=4mna’/3 is the volume fraction occupied by
spheres.

On the time scale seen in light-scattering experiments,
the dynamics of the system of interacting Brownian parti-
cles is governed by the generalized Smoluchowski equa-
tion? incorporating independent diffusion and hard-
sphere repulsion. The dynamic viscosity may be calculat-
ed by applying linear-response theory to the Smolu-
chowski equation.!® To second order in the volume frac-
tion, one finds>!!

(3.1

nw)=7,+a, (o)™, (3.2)

with a dimensionless coefficient a,(w) which may be
evaluated from a solution of the two-sphere Smolu-
chowski equation. In an imposed oscillatory shear flow
Voo{T)=E, 1, with rate of strain tensor E_, the perturba-
tion of the pair-distribution function takes the form

8P(R,0)=—3mBna’n’E, RRg(R)f (x,0), (3.3)

where R=R,—R, is the distance between centers of a
pair of spheres, S=1/kgT, and g(R) is the equilibrium
radial distribution function. The radial function f(x,w)
is expressed in terms of the dimensionless variable
x =R /2a. For a dilute system of hard spheres,
g(R)=O(R —2a), where O(R) is the step function.
With neglect of hydrodynamic interactions, the
coefficient in (3.2) is given by the simple expression.

ay(w)=1f(l,0) . (3.4)

The radial function f(x,w) satisfies the differential
equation

4

w2af
dx

dx —6f —a*x*f=0,

(3.5)
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where for positive @

a=(1—i)wa?/Dy)""* . (3.6)

The differential equation must be solved subject to the
boundary conditions'?

f'(y=—4, f—0 asx—>c . (3.7

The first condition expresses the hard-sphere repulsion.
The solution of (3.5) with the boundary conditions (3.7)
is given by

4

—_— 3.8
ak)(a) 5-8)

fx,0)=— ky(ax) ,

where k,(z) is a modified spherical Bessel function. Sub-
stituting in (3.4) we find
36  o’+3a+3

5 &+4a’+9a+9

aylw)= (3.9)
In the present problem it is natural to use the time scale
To=a’/D,. Correspondingly, we define the dimension-
less frequency

bd=wty To=a’/Dy . (3.10)

For positive w, we find for the real and imaginary parts of
the dynamic viscosity

36 AC+BD
’ — + 2= 2
n(@)=n,+= D2 2 9
w36 AD —BC
7" (w) 5 “_CZ-O—DZ o, (3.11)
with the abbreviations
A=3+3(d)"? B=20+3)"?,
(3.12)

C=—-26324+9w)"?>+9, D=263?+86+9 .

For negative w, the viscosity follows from the symmetry

log, @

FIG. 1. Plot of the reduced functions R (&
and I(®) (dashed curve) as given by (3.17).

) (drawn curve)
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n'(—w)=71n"(0), 7' (—w)=—7"(o). (3.13)

At zero frequency,
ay(0)=12 . (3.14)

This result was found earlier by Russel.!* For large posi-
tive frequency,

18 ¢
(0)=n,+—
K = 5 \/an‘o
18 ¢?
"(w)= as w— oo . (3.15)
n 5 \/anon

This shows that the viscoelastic spectrum is of the
power-law type with exponent u=2. By comparison with
(2.16) and (2.17) we find for the relaxation strength

36\/2

G,= ¢2 1 (3.16)
It is of interest to introduce the reduced functions
()= n(@)—n, . AC+BD
T on0)—n, c*+p? ’
(3.17)
Iw)=_T1"®) _ 4 AD—BC
7(0)—7n,, c?+p?

In Fig. 1 we plot these functions versus log,;,®. The func-
tions vary over a remarkably wide frequency range. The
imaginary part I (w) takes its maximum value 0.3025 at

Bax=5.8269. At this point R(w) takes the value
0.5957.

In Fig. 2 we plot log ;@R (®) and log,@I(&) versus
log,,®. These functions are related to the dynamic shear
modulus by Eq. (2.2). Plots of this type are familiar from
the theory of polymer solutions.!?

In Fig. 3 we plot the real and imaginary parts of the ra-
dial function f(x,w) at a frequency corresponding to
Dpax =5.8269. For comparison, we also plot the radial

wmax
function at zero frequency given by f (x,0)=4/3x3.

log,o WR(&)
oL
logyo @1(&)

s

6 N
log,q @

FIG. 2. Plot of log,@R (&)
(dashed curve) as given by (3.17).

(drawn curve) and log,,®I(&)
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FIG. 3. Plot of the real and imaginary parts of the radial
function f(x,w) at frequency ©®=5.8269 (real part, dashed
curve; imaginary part, dotted curve). We also plot
f(x,0)=4/3x3 (drawn curve).

IV. SPECTRUM AND RELAXATION FUNCTION

In this section we investigate the spectral density and
the relaxation function corresponding to the dynamic
viscosity given by (3.2) and (3.9). We may perform an an-
alytic continuation by assuming (3.2) and (3.9) together
with (3.6) to be valid everywhere in the complex frequen-
cy plane, and choosing the square-root branch cut along
the negative imaginary axis. This shows that the dynam-
ic viscosity may be written in the form (2.15) with spec-
tral density

4572
8u’—8u?+18u+81
One may verify this expression by considering the limit

&= —iy+e, with y positive and € infinitesimal. For
small u, the spectral density behaves as

plu)= 4.1)

4.,,5/2

pu)=Fu as u—0. (4.2)

This determines the long-time behavior of the relaxation
function. For large u,

plw=tu™1? asu—o . (4.3)

This corresponds to the high-frequency behavior shown
in (3.15) and also determines the short-time behavior of
the relaxation function. In Fig. 4 we plot the spectral
density p (u).

In analogy to (2.13), the relaxation function is given by

Gv To

W(t)= du . (4.4)

f o p(u)exp -
By use of (3.16), (4.3), and a theorem on Laplace trans-

forms,!* we hence find that W(z) has the short-time be-
havior

12 12
To
¢ | — ] as t—0.

(4.5)
t

2
T

i

1
-1.0 0.5 00 05 10 15 20 25 30 35

g/ . . L . . . \

logyo u

FIG. 4. Plot of the spectral density p (u), as given by (4.1).

By use of (3.16) and (4.1), we find the complete expression
_ 14472 © u’’?

W(r) 2
5 ¢ 0o 8u’—8u’+18u+381
Xexp —4 . (4.6)
To
This may be written as
3
v =282 00 /r0) .7)
S5
with the function
» 6
W)= 8x e %ldx . (4.8)

~w 8x%—8x*+18x%+81

Separating into partial fractions, we obtain

12
® A A
wo=|=| —f ——t——
- | X —uy  Xx“—u,
AZ _SX2
+—2——— e dx , (4.9
X _uz

where u,, u, and u, are the roots of the cubic equation
w'—ul+3u+8=0, (4.10)
and the amplitudes 4,, 4, and A4, satisfy
Ayt A, +4,=—(ugtu,+tu,)=-—1,
(uyFtuy)Ag+(uy,tug)A, +ug+u,)A4,
=—(ugu,tuu, tuuy)=—5, (4.11)

—_ — 81
uuy Agtuugd tugu Ay=—uguju, =3 .

Solving for the amplitudes, one finds

o w 4
0 (uo ul)(uZ uo) ’ ! (ul—uz)(uo—u,) ’
) 4.12)
Uz
A,=
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The roots are given by
up=-—1.58998 , u,=uj+tiuy , u,=u

u!=1.29499, u}=2.16587.

*
1 »

(4.13)

The first term in (4.9) yields the short-time behavior
found already in (4.5). The integrals in (4.9) may be ex-
pressed in terms of the complementary error function.
We find

172

mTA,
W)= |T | — w iV Tugls )
s arn 0
A .
+2rlm——w(Vu;s), (4.14)
Uy
where
w(z)=e erfc(—iz) . 4.15)

In the last term in (4.14), the square roots are taken to
have a positive imaginary part. The frequency ¥(s) was
also encountered in the theory of self-diffusion.!> We plot
the function ¥(s) in Fig. 5.

The long-time behavior of W(?) is obtained most easily
by use of the expression

1) owei“”\ll(t)dt =27, (o) (4.16)
and a second theorem on Laplace transforms.'® From
(3.9) we find for small »

142ip—tp2— 22
9

1o > i +0@) | .

(4.17)

Hence we find that the long-time behavior of the relaxa-
tion function is given by

(4.18)

FIG. 5. Plot of the function ¢(s) defined in (4.8). This is re-
lated to the stress-relaxation function by (4.7).

This is to be compared with the long-time tail of the
stress-relaxation function in dense liquids found in
molecular-dynamics simulations.!” In that case, the
long-time tail decays as ¢ */%, and has an amplitude
much larger than that predicted by mode-coupling
theory.'® For interacting Brownian particles, Hess and
Klein' have predicted a ¢ ~7/? tail from mode-coupling
theory.

The relaxation function shows quite remarkable behav-
ior, both at short and at long times. As we have shown,
the spectral density has corresponding features at large
and small relaxation rates.

V. EXCLUDED SHELL

So far we have neglected direct interactions besides the
hard-sphere repulsion. In experimental systems, direct
interactions are often important. In particular, in sus-
pensions of charged polystyrene spheres, the particles ex-
perience a strong repulsive interaction with a range of the
order of the Debye length. In this section we consider a
simple model in which the direct interaction is approxi-
mated by a hard-sphere repulsion at a radius b larger
than the hydrodynamic radius a. It is fairly easy to see
that the dynamic behavior is essentially the same as for
b=a, but evolves on the longer time scale
1=(b2/a*)1y=b*/D,.

It follows from the linear-response theory that the di-
mensionless coefficient a () in (3.2) is now given by

ap(w)=2x1if(x},0), (5.1)

where x; =b /a is the ratio of radii. The radial function
f(x,w) again satisfies the differential equation (3.5), but

now with the boundary condition f'(x,)= —4x,. Hence,
instead of (3.8), we find
4x,
f(x,0)=————k,(ax) , (5.2)
akylax;)

and (3.9) is modified to

S (ax;)?+3ax,+3
x3 3 5 . (5.3)
(ax;)+4(ax)*+9ax,+9

36
5

ay((l)):

In particular, at zero frequency,
70)=n.,,+Lxig% , (5.4)

a result found earlier by Russel.!> By comparison with
(3.6) we verify the time scaling mentioned above. The
high-frequency behavior of the viscosity is given by

n'(@)=n,+%xt——n,
Ve,
) (5.5)
")~ ¥xt ¢ N as w— ©
7' (w)=1 =
Vo,
From (5.4) and (5.5) one finds for the relaxation strength
36V2 5 ¢?
= . 5.
v S5 *i To n ( 6)

The scaling of the remaining quantities is easily deduced.
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VI. COMPARISON WITH EXPERIMENT

The theoretical results found above appear to be close-
ly related to a recent experiment by van der Werff et al.*
Unfortunately, at the present time it is difficult to do ex-
periments at volume fractions less than 0.1. The experi-
mental data have been taken for concentrated suspen-
sions with volume fractions between 0.3 and O0.6.
Nonetheless, there is a remarkable qualitative agreement
with the results found above for semidilute suspensions.
Van der Werff et al. find that the real and imaginary
parts of the dynamic viscosity show w~!/? behavior over
a wide frequency range. The authors have analyzed their
data in terms of a discrete relaxation spectrum, for which
7'(®) and 1"'(w) take the form

-2
-
7, +G, 2_"1_ ,

(@)= —1_]+a)

2
=g, 5, 0
C() - ’
= _]4_’_&)27'2
with N large. For the Rouse model of dilute polymer
solutions, the dynamic viscosity takes the same form.’
At large frequencies, (6.1) may be approximated by

’r]'(a))z G wl/2 ,

2\/
(6.2)

" ™ 1/72,.—1/2

~——G R

7" () 3 T

which is of the form (3.15). By comparison with (2.16),

we find the relaxation strength
G,=(1,/79)'?G, . (6.3)

The discrete spectrum is somewhat unrealistic for
hard-sphere suspensions, and we shall use instead the
continuous density

pw)=1u"1?0(u —u,), (6.4)
with u,=1/7,/7,. This corresponds to the dynamic
viscosity

- Vi
(w)=n,+1G 7 ——du . (6.5)
MO T N (u —2)

Hence we find for the real and imaginary parts

() =7,+1G 1 |K +L |2,
U, U
(6.6)
n _ c/l\) a)
n (a))—%Glrl Kl;]— —L TIT ,
with the functions
K(x)= I——arctan V2x s
vVax 1—x
6.7)
1 (14+x%)12
L(x)= In = .
V2x 1—V2x +x

These functions have the properties
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FIG. 6. Plot of the reduced functions R (x) (drawn curve)
and I (x) (dashed curve) as given by (6.9).

K(0)=1, L(0)=
I (6.8)
K(x)= ‘/% , Lix)=~— asx—o0 .
Clearly, the frequency dependence scales with 7,. In Fig.
6 we plot the scaling functions
R(x)=4[K(x)+L(x)],
(6.9)

I(x)=1[K(x)—L(x)].

The function I(x) takes it maximum value 0.3152 at

X max —2.8182. At this point R (x,,)=0.6218. There is
a remarkable similarity with Fig. 1. If we determine the
relaxation time 7, by equating

7(0)=1n (6.10)

with 7 +(12/5)n¢? and using (3.16) and (6.3) we find
7,=(7?/18)7. For this relaxation time the reduced
functions defined in (3.17) practically coincide with those
found from (6.6).

Van der Werff et al.* have determined the relaxation
strength G, and the relaxation time 7; by fitting the ex-
perimental data with the expressions (6.1). Alternatively,
one could fit with the expressions (6.6) arising from the
more plausible spectral density (6.4). From the discus-
sion above, it follows that one could equally well use the
spectral density (4.1) of the dilute system and scale with
the two parameters G, and 7,. Conversely, we conclude
that the diffusion mechanism studied in the theory of
semidilute suspensions may be held responsible for the
®~!/? behavior observed in the dynamic viscosity of
dense suspensions. We recall that the o !/? behavior of
the dynamic viscosity at high frequency corresponds to
t ~1/2 behavior of the stress-relaxation function at short
times.

00+G1T1
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VII. DISCUSSION

We have shown that the dynamic viscosity of hard-
sphere suspensions may be calculated exactly to second
order in the volume fraction if hydrodynamic interac-
tions and direct interactions in addition to the hard-
sphere repulsion are neglected. The dynamic viscosity
shows an interesting o~ !/2 behavior at high frequency, in
agreement with experimental data on dense suspensions.

It will be of great interest to investigate the influence of
hydrodynamic and direct interactions. We have shown
that for an excluded shell potential, the dynamic viscosity
may be obtained by scaling from the hard-sphere model.

5411

In future work we intend to study a wider class of direct
interactions. It has been shown by Russel and Gast®
that the dynamic viscosity decays in proportion to o~ ! at
high frequency if hydrodynamic interactions are includ-
ed. This does not exclude the possibility that the viscosi-
ty exhibits !/ behavior in a wide frequency range. To
settle this question, a more elaborate analysis is required.
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