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Abstract

In the last decade, a number of investigations have been conducted to identify the possible mechanisms that contribute to the
enhanced effective thermal conductivity of nanoparticle suspensions (nanofluids). The Brownian motion of the nanoparticles in these
suspensions is one of the potential contributors to this enhancement and the mechanisms that might contribute to this are the subject
of considerable discussion and debate. In the current investigation, the mixing effect of the base fluid in the immediate vicinity of the
nanoparticles caused by the Brownian motion was analyzed, modeled and compared with existing experimental data available in the
literature. The simulation results indicate that this mixing effect can have a significant influence on the effective thermal conductivity

of nanofluids.
© 2007 Elsevier Ltd. All rights reserved.
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1. Introduction

Extremely high heat fluxes present a continuing chal-
lenge for a wide variety of high technology applications,
including memory and CPU chip design [1], micro electro-
mechanical systems (MEMS), chip based lasers, and other
novel applications [2,3]. Nanoparticle suspensions (nanofl-
uids) produced by dispersing nanoparticles into normal
heat transfer base fluids, such as water or ethylene glycol
may present a potential solution to some of these applica-
tions [4].

An increasing number of experimental investigations
have demonstrated that nanofluids can dramatically
increase the effective thermal conductivity of the base fluid
[5-18]. Because of the excellent stability of these fluids,
nanofluids present a promising alternative to traditional
heat transfer fluids in a wide variety of applications. How-
ever, the precise mechanisms that contribute to the

* Corresponding author. Tel.: +1 303 492 8908; fax: +1 303 492 8866.
E-mail address: Bud.Peterson@Colorado.edu (G.P. Peterson).

0017-9310/$ - see front matter © 2007 Elsevier Ltd. All rights reserved.
doi:10.1016/j.ijheatmasstransfer.2007.03.015

observed enhancement are not currently well-understood
and no widely accepted explanations have been identified.
As a result, in order to fully understand the mechanisms
that govern the enhancement of these nanofluids and opti-
mize the thermophysical properties, the mixing effect of the
base fluid in the immediate vicinity of the nanoparticles
caused by the Brownian motion of the nanoparticles was
analyzed, modeled and compared with existing experimen-
tal data available in the literature.

The earliest explanation of the mechanisms contributing
to the enhanced effective thermal conductivity of nanopar-
ticle suspensions was proposed by Maxwell [19], which is
for non-interacting particles and non-moving particles,
and consisted of an approximation based upon the relative
thermal conductivity of the combination of the particle and
base fluid. The resulting equation has been successfully
applied to predict the effective thermal conductivity of a
wide range of particle and fluid/solid matrices, primarily
for particles in the millimeter or micro size range. Other
investigators have developed a number of equations based
on Maxwell’s original work, for different particle shapes,
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that have resulted in more accurate predictive techniques
[2041]. While the Maxwell approximation technique,
yields accurate results for suspensions in which the particle
sizes are in the range of a millimeter or larger, the accuracy
of the models diminishes as the particle size decreases. This
is not entirely unexpected since, very few of the equations
mentioned above, with the exception of the Maxwell-Gar-
nett model [40,41], include the effect of the particle size on
the effective thermal conductivity. In addition, none of
these early models included the influence of the Brownian
motion of the particles on the properties of the base fluid.
It is clear that the particle size is an important factor in the
enhancement of the effective thermal conductivity of nano-
fluids, and that the effect of the particle size increases as the
particle size decreases [42]. This is complicated by the fact
that the byproduct of stability control, i.e., things like pH,
may introduce changes in the rheologic and thermal prop-
erties of the nanofluids. Of course, the aggregation and sed-
imentation of the nanoparticles will also significantly
influence the behavior of the nanofluids.

Based on the mechanisms mentioned above, a number
of new models have been developed. These newer models,
which incorporate the effect of the Brownian motion are
based on a combination of Maxwell’s equation and the
effect of the Brownian motion [43-45], others are based
solely on the Brownian motion effect [46], and still others
are based on other possible mechanisms, such as a combi-
nation of adsorption, Maxwell’s equations and the Brown-
ian motion effect [47].

Due to the lack of experimental tools required to isolate
the effect of each of these mechanisms, many investigations
have focused only on the effects of the Brownian motion of
the nanoparticles, using either numerical simulation or
experimental techniques [14,16-18,48-51]. There are, how-
ever, inconsistent results from both methods, and incon-
stant results, that result from the dynamic and molecular
dynamic simulation of the Brownian motion alone
[49,50]. Some of the molecular simulations have concluded
that the Brownian motion of the nanoparticles has no
impact on the effective thermal conductivity of the nanofl-
uids [50], while, the experimental study of the diffusion of
nanofluids provides some evidence of the contribution of
the Brownian motion effects, along with other factors
[16-18,51]. In order to better understand the governing
phenomena and to determine the contribution of the
Brownian motion, a numerical simulation was conducted
to determine the validity of the previously stated
conclusions.

2. Inconsistencies in the simulation and experimental results

Very early in the study of nanofluids, a numerical simu-
lation was conducted to investigate the role of the relative
motion between the fluid and the particles, due to the non-
affine motion of particles in a mono-dispersed suspension,
on the effective thermal conductivity [48]. In this simula-
tion, single spherical particles were divided into identical

cubic or spherical cells with each particle occupying one
cell [48]. It was assumed that the temperature gradient
across the cell was the same as the macroscopic tempera-
ture gradient, and that the motion of the fluid was in the
opposite direction of the particle motion. The results indi-
cated that microconvection can play a significant role in the
overall heat transfer at the macroscopic scale, especially in
the volume fraction range of 10-30%. For example, the
enhancement could be up to 100% greater when compared
to the pure fluid.

Recently, a Brownian dynamics simulation was used to
determine the effective thermal conductivity of nanofluids
[49]. In this simulation, the Langevin equation of motion
was used to describe the particle movement and the effect
of solvent molecules and was represented by a combination
of random forces and frictional terms. The potential energy
between the two particles was described by an exponential
model as:

®ji = Aexp {—B WT_d] (1)

where d is the particle diameter, 4 and B are the parameters
for the system, and r;; is the distance between particles j and
i. The simulation results agreed with the experimental re-
sults reasonably well and demonstrated that the Brownian
motion of the nanoparticle is a key factor contributing to
the enhanced thermal conductivity of the fluids.

More recently, a molecular dynamics simulation was
implemented to study the effects of the Brownian motion
of the nanoparticles on the enhancement of the effective
thermal conductivity of the nanofluids [50]. This approach
utilized kinetic theory to calculate the contribution to the
effective thermal conductivity. To determine the contribu-
tion of the nanoparticle, the base fluid was assumed to be
dragged along with the nanoparticle. The thermal conduc-
tivity was represented as:

kg = DBCp (2)

The thermal conductivity of the base fluid was assumed to
be the result of the diffusion of the molecules and was rep-
resented as:

kF = DTCp (3)

From this, the enhancement of the thermal conductivity
could be calculated as:
F F

where kg is the thermal conductivity, due to the diffusivity
of the nanoparticle; kr is the thermal conductivity, due to
the diffusivity of the fluid molecules; Dy is the diffusivity
of the nanoparticle, due to the Brownian motion; Dt is
the diffusivity of the fluid molecule; and ¢, is the specific
heat capacity of the fluid molecule.

This approach is similar to that which has been applied
to the thermal conductivity of gases, i.e., the enhancement
comes from the net displacement of the fluid molecules and
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not the mixing effect. As a result, the simulation results did
not show the contribution of the Brownian motion effect of
the nanoparticles.

Aside from the inconsistency of the simulation results,
some of the experimental results also show, directly or indi-
rectly, that the Brownian motion of the nanoparticles plays
an important role in the enhancement of the thermal con-
ductivity of nanofluids [51].

Tests of the effective thermal conductivity of Al,O3/DI
water and CuO/DI water nanofluids demonstrated a strong
dependence on the temperature, and the enhancement
increased with increases in temperature [16-18]. Given
the possible mechanisms proposed, the contribution result-
ing solely from the high thermal conductivity of the nano-
particle materials should decrease with increases in the
temperature, due to the fact that the thermal conductivity
of the base fluid will increase with temperature, while the
thermal conductivity of the nanoparticle will decrease with
temperature. For example, within the range of tempera-
tures evaluated in the current experiments, the bulk ther-
mal conductivity of Al,O; decreases with increasing
temperature, from 0.4144 W/cm K at 0°C to 0.3103 W/
cm K at 100 °C, while the thermal conductivity of pure
water increases with increasing temperature, from
0.0057 W/em K at 0 °C to 0.0067 W/ecm K at 100 °C, and
the normalized enhancement of effective thermal conduc-
tivity of nanofluids increases with temperature with regard
to the thermal conductivity of water at each temperature
[42]. The intensity of the Brownian motion has a positive
square root relationship with temperature, which implies
that Brownian motion could contribute to the enhanced
thermal conductivity.

Another study that evaluated the relationship between
the change of thermal conductivity enhancement and the
sample sonication time and aggregation of nanoparticles,
indicated that the longer the sonication time, the less aggre-
gation occurred and hence, the higher the resulting
enhancement. In addition, following sonication, the longer
the elapsed time before testing, the worse the enhancement
[16,17]. Because within certain limitations, there is little or
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no sedimentation, the contribution from the high thermal
conductivity of the nanoparticle material should remain
the same, however, after the clusters are formed, the inten-
sity of the Brownian motion gets weaker, due to the inverse
proportion between the level of Brownian motion and the
cluster size.

Still another recent report indicated that the mixing
effect of the nanoparticle Brownian motion could enhance
the thermal conductivity of nanofluids [51]. In this experi-
mental investigation, a drop of dye in pure water diffuses
much more slowly than the same drop of dye in Al,Os/
water nanofluids. It was also determined that the optimal
volume fraction for the diffusion is around 0.5%. These
results would appear to provide significant evidence of
the effect of the Brownian motion on the enhanced thermal
conductivity of nanofluids.

3. Simulation on Brownian motion effect of effective thermal
conductivity

Visual observations of the Brownian motion indicate
that each nanoparticle can be modeled as having a local
periodic motion within the suspension, as shown in
Fig. 1. As illustrated, point A and C can be used to repre-
sent the farthest points of local periodic motion, and point
B is the location at which the local periodic motion has the
highest velocity. Based upon this diagram, the velocity and
range of influence can be determined from the following
expressions as

Cx o (5)
Mae T T
or
dx b
@ + wx = O, w = % (6)
x(t) = xo cos wt + vy/w sin wt (7)

where m is the mass, x is the displacement, 7 is the time, b is
a constant, w is the angular velocity, vy is the viscosity, and
X 1s the initial location.

-
A

v

-
b

Fig. 1. The local periodic motion of a single nanoparticle.
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The range of influence for this local periodic motion
model can be calculated and the governing equations for
the convection caused by the motion of the nanoparticles
in three-dimensional form can be determined as shown
below:

Continuity:
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! (10) 300.15782
(9) 300.132720

(8) 300.115832

(7) 300.101210
(6) 300.083671
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(3) 300.027835
(2) 300.010334

(1) 300.000000

[K]

Fig. 3. The simulated temperature field around a single nanoparticle.
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where p is the density, u, v, w, and Fy, F), F- are the velocity
components and external forces in the x, y, z directions, p is
the static pressure, ¢, is the specific heat capacity, T is the
temperature, k is the thermal conductivity, oy is the expan-
sion coefficient, u is the viscosity, and @ is the diffusion
matrix.

This model was generated using CFX 5.5.1 software [52]
(a computational fluid dynamics software of British AEA

Pressure

(10) 4.518893
! (9) 3.497683
el

(8) 2.476472

(7) 1.455261
1

‘ -.‘ (6) 0.434051

“ J (5) 0.587160
|
(4) -1.608370

1 (3) -2.629581
(2) -3.650791

- (1) -4.672002
[Pa]

Technology Inc.) on a Pentium-III personal computer.
The size of the particle was enlarged from the nanometer
to the micron scale, due to the limitations of the software,
and a similitude method was used to ensure the validity of
the simulation results, which includes the geometrical sim-
ilarity, the spherical geometry, Kinematic similarity, Re,
and thermodynamic similarity [53].

The properties of the matter used, were selected from
standard figures available from the CFX software. The side
boundary surfaces and the surface of the nanoparticles
were assumed to be adiabatic, except the left heated sur-
face, which was assumed to have a constant heat flux of
1499.6 W/m? and the right isothermal surface, which had
a fixed temperature of 300 K (27 °C), as shown in Fig. 6.
For the purpose of the parametric study, the initial temper-
ature of the water, Thyik water» Was set at 300 K (27 °C). The
velocity of 0.01 m/s was adopted for the nanoparticles,
which was the same as the previous study [54].

Pressure
(10) 0.000390

' (9) -0.000685

(8) -0.001760

(7) -0.002835

| (6) -0.003911

| (5)-0.004986
- (4) -0.006062
' (3)-0.007137
(2) -0.008212

(1) -0.009288

[Pa]

Fig. 4. The simulated relative pressure field around a single nanoparticle at different moving stages.
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Initially a single nanoparticle case was studied along
with the isothermal, pressure and velocity fields were
imaged. Then, the difference between a single nanoparticle
and two adjacent nanoparticles was studied, and finally the
multi-particle case was investigated.

3.1. Single nanoparticle case

In Fig. 2, the mesh was generated with 3.4 x 10° mesh
elements. The nanoparticle had a diameter of 27 nm includ-
ing the possible adsorption layer [13] which is the actual
regime for mutual interaction between the liquid molecules

Velocity
(10) 0.000010

{9) 0.000009
(8) 0.000008

(7) 0.000007 {

{6) 0.000006

(5) 0.000005 |
(4) 0.000003
(3) 0.000002
(2) 0.000001

(1) 0.000000
[mi/s]
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and the nanoparticle surface. The cube domain volume was
300 x 300 x 150 nm. For this model, the transient state was
modeled using a time step of 1 x 107> s and a total time of
0.01 s. The actual time needed to compute the total time
0.01 s was approximately 48 h in order to achieve a conver-
gent steady-state solution. A refined grid analysis may have
resulted in a greater refinement of the mesh in the region of
nanoparticles, but current grid appeared to have the enough
accuracy for this single nanoparticle study case.

Fig. 3 illustrates the typical simulated temperature field
around a nanoparticle after the first stage of modeling. As
indicated, the isotherms began to break apart in places

Fig. 5. The velocity field of single nanoparticle simulation.

Temperature

T

[K]

f
x Wy

Fig. 6. The comparison for simulated temperature fields around single nanoparticle and two adjacent nanoparticles.
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where they contact the nanoparticles and bend along the
direction of the nanoparticle movement. As the nanoparti-
cle surface was treated as adiabatic, the curvature of the
isotherm was caused by the micro convection induced by
the Brownian motion of the nanoparticle.

The pressure field at the top of Fig. 4 shows that the
pressure in front of the nanoparticle increases very quickly
and the pressure difference between the region behind and
in front of the nanoparticle is approximately 9 Pa, with the
pressure gradient in front of the nanoparticle, larger than
behind the nanoparticle. The bottom one of Fig. 4 shows
that at the farthest point of the local periodic motion, the
pressure difference between the front and back of the nano-
particle is approximately 0.01 Pa, but that the area of influ-

Temperature
350
350
350
350
349

—349
-349
-349
-349
-349
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ence is considerably larger than at the beginning of the
local periodic motion.

Fig. 5 illustrates the velocity field, which shows a much
greater influence in front of the particle than behind it, sim-
ilar to the pressure field. It is interesting to note that the
induced flow velocity gradient is considerably larger in
front and behind the nanoparticle than as compared to
the velocity gradient above and below the nanoparticle.
The most interesting aspect of the velocity field is the area
slightly farther away from the nanoparticle. When two
nanoparticles are close to each other, the influence on the
area will be more than doubled due to the hydrodynamic
interaction. This, in turn, increases the heat transfer capac-
ity of the nanofluid in the macroscale.

Temperature

| N |
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Fig. 8. The mesh generated for modeling multiple nanoparticles.
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3.2. Comparison of one and two adjacent nanoparticles
effects

The modeling of two adjacent nanoparticles clarifies
how the induced micro convection influences the heat
transfer capability. The details of the isothermal field are
shown in Figs. 6 and 7 and discussed below. In the plane
parallel to the moving direction of the nanoparticles, the
isotherms around two adjacent nanoparticles are compared
to that around a single nanoparticle as shown in Fig. 6.
Here, as illustrated, the isotherms reach a maximum over
the two adjacent nanoparticles, i.e. the Brownian motion
influence is more prominent for multiple nanoparticles.

In the plane perpendicular to the direction of the tem-
perature gradient, the highest temperature appears very
close to the two adjacent nanoparticles, then reduces
slightly to the other area of the plane as shown in Fig. 7.
The temperature of the area right in front of the two adja-
cent nanoparticles are the highest, which means the hydro-
dynamic interaction between the nanoparticles greatly
enhances the thermal transport capability beside the nano-
particles, not only in front, but also, behind the nanoparti-
cles. It is also apparent that two adjacent nanoparticles in

Velocity

1.000

l 0.889

0.778
0.667

| 0.556

' | 0.444
0.333

0.222

0.000

cm/s

Total Temperature
(10) 303.305906

| (9) 302.938599
' (8) 302.571259

(7) 302.203949
(6) 301.836609
‘ (5) 301.469299
(4) 301.101959
? (3) 300.734650

(2) 300.367310

{1) 300. 000000
K]

close proximity will have a greater influence on the temper-
ature field than two single nanoparticles, far apart from
each other, due to the interaction.

3.3. Effect of multiple nanoparticles

The macro effect of multiple nanoparticles on the ther-
mal conductivity of suspensions, with each nanoparticle
considered having local periodic motion and an even distri-
bution of the nanoparticles in the suspension is illustrated
in Fig. 8.

Fig. 8 illustrates ten nanoparticles and the mesh is gen-
erated angularly with a maximum edge length of 40 nm and
340,000 mesh elements. Every nanoparticle in this model
has a diameter of 27 nm including the adsorption layer.
The cube domain volume is 200 x 200 x 2800 nm. Three
models were used in this simulation to test the effects of
the variations of local periodic motion nanoparticles. For
each model, transient runs, which required a time step of
1 x 107> s and a total time of 0.01 s, were reported every
5 x 107> s. The actual time needed to achieve a convergent
steady-state solution was approximately 60 h. The extra
time spent on this case was the result of a refinement of

Fig. 9. The velocity and temperature fields of multiple nanoparticles (upper, only velocity fields; lower, combination of velocity and temperature fields).
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the mesh in the region of the nanoparticles. These 10 nano-
particles were set to start moving simultaneously with the
same velocity, same direction and same life cycle by setting
the movement this way, we also tried to illustrate the
potential of using an external field to control the speed
and movement range of nanoparticles, thereby to control
the effective thermal conductivity of nanofluids.

Fig. 9 illustrates a non-parallel isothermal pattern of the
temperature distribution. As shown, the temperature gradi-
ent is much smaller than that in the pure fluid. The isother-
mal regions with the nanoparticles are wider than the
regions without nanoparticles, and the isothermal regions
with more nanoparticles are wider than the regions with
fewer nanoparticles. In addition, the isotherms behind the
nanoparticle are influenced more heavily than those in
front of the nanoparticle. Fig. 9 also illustrates the corre-
sponding velocity field. Here, the micro convection around
each nanoparticle and the region it influences are very
clear. In this case, the nanoparticles are far away from each
other, which implies a volume fraction smaller than 0.1%.
In the bottom image of Fig. 9, both velocity and tempera-
ture fields are illustrated. In the regions close to the nano-
particles the velocity contours are apparent and even
though the distance between the nanoparticles is relatively
large, it is still clear that the heat transfer was enhanced as
shown by the curved isotherms. All of these observations
illustrate the existence and effect of microconvection (the
mixing effect of nanoparticle Brownian motion) which
serves to greatly enhance the effective thermal conductivity
of nanofluids.

4. Conclusions

The corresponding temperature, pressure and velocity
fields were simulated using CFX 5.5.1 software and a
finite-volume algorithm. The simulations for single, adja-
cent and multiple nanoparticles were discussed in detail.
The results clearly indicate that micro convection/mixing
induced by the Brownian motion of the nanoparticles
could significantly affect the macro heat transfer capability
of the nanofluids. This information, is especially interesting
when coupled with other work on the variation of the vis-
cosity of nanofluids, due to the Brownian motion hydrody-
namic interaction between nanoparticles [55-61]. The
results, clearly indicate the effect of the micro convection/
mixing caused by the Brownian motion of nanoparticles
in these types of suspensions and demonstrates that the
Brownian motion is one of the key factors behind the
observed high effective thermal conductivity of nanofluids.

Further investigation of the transport phenomena
should be directed at experimental validation and theoret-
ical quantification of the heat transfer enhancement caused
by this micro convection/mixing effect, and other possible
mechanisms, such as the impact of the adsorbed fluid layer,
cluster formation, and thermophysical property changes
resulting from the size effect and clustering.
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