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Complex aggregates of silica microspheres
by the use of a polymer template

Abstract Evaporation of a droplet
of silica microsphere suspension on a
polystyrene and poly(methyl meth-
acrylate) blend film with isolated
holes in its surface has been exploi-
ted as a means of particles self-
assembly. During the retraction of
the contact line of the droplet,
spontaneous dewetting combined
with the strong capillary force pack
the silica microspheres into the holes
in the polymer surface. Complex
aggregates of colloids are formed
after being exposed to acetone va-
por. The morphology evolution of

responsible for the complex aggre-
gates of colloids formation.
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Introduction

The formation of highly ordered colloidal crystals has
been a research focus over the past several decades for
the potential applications, including photonic crystals,
size-exclusion chromatography, enhanced catalytic
reactivity, and sensors [1-4]. There are two main subjects
on the formation of colloidal crystals. One is the fabri-
cation of 3-D and 2-D structure with low concentration
of defects. Many elegant approaches have been devel-
oped to obtain colloidal crystals over large areas, such as
the famous vertical deposition [5] and the fluidic cell
method [6]. The other is the fabrication of complex
colloidal aggregates at the micrometer scale. However,
relatively few approaches exist for controlling the
aggregation and structure of colloidal clusters with small
numbers [7-14]. Colloidal clusters with regular shape
and size can be used in the theoretical research of
hydrodynamic and optical properties of colloids having

the underlying polymer film by
exposure to acetone solvent vapor is

nonspherical morphologies [10, 11]. Spatial confinement
is the most common method to direct the crystallization
of colloidal particles [10-12, 15-17]. Electrostatic forces
are also effective in obtaining regular clusters of micro-
spheres [8, 9]. In addition, flat substrate patterned with
different surface properties is also capable of fabricating
good colloids aggregates [13, 18-21]. Once a droplet of
colloidal suspension is put on a structured surface, the
particles move to certain sites under the capillary force
and/or various interaction. In our experiments, we use
polystyrene (PS) and poly(methyl methacrylate)
(PMMA) film with holes in its surface as the template.
Silica microspheres are selectively packed into the holes
of PS and PMMA blend film during the retraction of a
droplet of suspension. Complex aggregates are thus
obtained using clusters of microspheres in holes of
polymer film as building blocks the exposure to acetone
vapor. The movement of the colloids clusters is driven
by the morphological evolution of the underlying poly-



367

mer film induced by the exposure to acetone vapor. The
proposed approach is a promising route to form more
complex colloidal structures which may exhibit inter-
esting photonic properties [10, 11].

Experimental
Materials

Monodisperse silica microspheres with mean diameters
of 375 nm were prepared by the Stéber method [22].
Standardized PS and PMMA used in this study were
purchased from Aldrich Chemical Company with a re-
ported mass, Mw(PS)=200,000 and Mw(PMMA)=
100,000 g/mol (GPC), and polydispersity, Mw/Mn
(PS&PMMA) = 1.03-1.06.

Preparation of PS/PMMA film with holes

Four weight percentage of PS and PMMA solution with
weight ratio of 5/1 was cast onto a freshly cleaved mica
substrate by microinjector. The solvent evaporation rate
of the samples was controlled at 1.0 I/min [23]. Thus
holes were formed on the blend film owing to convec-
tion.

Filling colloids into the holes in the surface of PS/
PMMA film

Silica microspheres were dispersed in a mixture solvent
of water and ethanol (3/1 v/v) or in pure deionized
water. The typical concentration was 0.5-2 wt%. A 2 ul
drop of certain suspension was deposited on the surface
of PS/PMMA film at room temperature. Ultrasonica-
tion was employed to improve the regularity of the
colloids packing in those holes. After the complete
evaporation of the solvents, a “coffee-ring” of solid sil-
ica was formed on the PS/PMMA film and microspheres
were packed into those holes of certain areas.

Treatment with acetone vapor

The PS/PMMA film with silica microspheres in the holes
was exposed to saturated acetone vapor in a closed
vessel at room temperature for various times. The
sample was then removed to ambient atmosphere and
dried to remove the remaining solvent. In order to
capture the transitional state of the morphologies evo-
lution, the exposure and characterization were per-
formed on a same sample for several cycles. It is found
that the treatment time less than 30 min have little
influence on the morphologies.

Characterization

The morphologies of the 3-D colloidal crystals were
characterized by the ESEM FEG Scanning Electron
Microscope (Micro FEI PHILIPS). The ESEM was
operated with an accelerating voltage of 20 kV and a
pressure of ~5 Torr. All samples prepared for ESEM
studies had been coated with thin layers of gold
(~50 nm thickness). The drying process of a droplet of
silica microsphere suspension on the PS/PMMA film
was observed under a light microscope (LEICA DMLP)
in reflection mode with a CCD camera attachment and a
video recorder system. The surface topography of sam-
ples was measured at ambient conditions by atomic
force microscopy, using a SPA-300 HV with a
SPI3800N controller (Seiko Instruments Inc., Japan) in
the contact mode. The probes used were standard 200-
um-long V-shaped SizN, cantilevers with narrow legs
(nominal spring constant 0.02 Nm™', nominal tip radius
20-50 nm). Since the size of the AFM probe tip is much
smaller than that of the microspheres or the holes in the
polymer surface, the tip geometry has little influence on
the obtained morphology [24, 25]. The scan speed was
about 1 Hz. The contact angles of silica microsphere
suspension on PS/PMMA film were estimated by Drop
Shape Analysis DSA 10 (Kriiss GmbH, Germany) at the
ambient temperature. Water droplets (about 5 mg) were
dropped carefully onto the films.

Results and discussion
Packing silica microspheres into the holes

Polystyrene and poly(methyl methacrylate) are strong
immiscible blend systems. Phase separation will occur
due to the convection effect by solvent evaporation [23,
26], which resulted in the formation of holes, consisting
of PS, on the film surface (Fig. 1a). The surface of PS/
PMMA film is covered with a PS-rich phase due to its
slightly lower surface free energy with respect to the
PMMA component. The water contact angle of the PS/
PMMA film is about 105°, larger than that of a flat PS
film (about 91°), because the PS/PMMA film has a very
rough surface with respect to the flat PS film [27].

The drying process of a droplet of pure solvent or
suspension containing colloids have been investigated by
many groups [13, 21, 28-38]. The three-phase contact
line of a droplet of pure solvent exhibits stick-slip mo-
tion during its evaporation on a flat substrate [28, 33]. In
contrast, the contact line of a droplet of suspension can
be easily pinned due to the presence of the particles and
the initial roughness or chemical heterogeneities of the
substrate [31-33]. In this case, a “coffee-ring”” will form
after the complete evaporation of the solvent [31, 32].
Multiple ring can be formed in some cases [33].
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Fig. 1 a AFM height images of
the original PS/PMMA film
with holes in its surface. b
Optical micrograph showing
the partial ring formed on the
PS/PMMA film surface after a
droplet of silica microspheres
suspension was dried. A blue
circle in the middle of the ring
can be seen clearly. ¢ ESEM
micrograph showing that the
colloids selectively packed in
the holes during the retraction.
The silica microspheres ring has
been peeled off and only partial
perimeter is remained. d High
magnification shows the good
crystallinity of the “coffee-ring”
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Furthermore, when a sessile droplet of suspension is
dried on a patterned substrate, microspheres in the
suspension can be selectively packed in certain areas
during the movement of the contact line [13, 21, 35, 36].
We use this idea to crystallize silica microspheres into
the holes in the PS/PMMA film surface.

When the silica microspheres aqueous solution is
spread on the PS/PMMA surface, the contact line

81031
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remains fixed for several minutes, and then retracts
slowly as the droplet shrinks because of the uniform
slow evaporation throughout the liquid/gas interface
due to the high contact angle [13, 32, 34]. Along with the
solvent, silica microspheres are selectively packed into
the holes of the polymer film and nearly no particle is
adsorbed on the surface while the contact area of the
droplet decreases [29]. During the evaporation, the
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concentration of the microspheres steadily increases,
which, in turn, increases the chance of the contact line
pinning. In order to obtain large area of silica micro-
spheres clusters in the holes of polymer film, the pinning
of the contact line of the droplet should be avoided or
delayed. The microspheres in the droplet start to
aggregate when the concentration of microspheres
reaches a critical value; that is, the contact line is pinned
[21]. Such pinning of contact line will induce the out-
ward flow of the inner suspension and finally form a
thick silica microspheres ring on the polymer film. For
comparison, we add ethanol to the suspension to reduce
the contact angle of the drop on the polymer film to
about 70°. The droplet of such low contact angle forms a
thinner liquid layer at the three-phase contact line. Thus,
the periphery of the droplet dries much faster than its
center. Combined with the strong pinning due to the
solute microspheres, the contact line can easily be pin-
ned during its retraction. Samples for further treatment
are all made from silica colloids suspended in pure wa-
ter.

When the receding contact line meets the holes, it
becomes pinned at the periphery of these holes and pulls
back from the nonwetting PS film, which induces the
suspension to flow out of the hydrophobic PS surface
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and into the holes in the polymer film [13]. The dew-
etting between the suspension and PS film can be proved
by the arches between adjacent holes at the periphery of
the ring (indicated by the arrows in Fig. 1d). During the
retraction of the droplet on the PS/PMMA film, the
capillary force is sufficiently strong to push the colloidal
particles into the holes in the polymer surface, and left
nearly no microspheres on the top surface of the film
[10]. If the concentration of microspheres dispersion was
high enough, each hole would be filled with the maxi-
mum number of silica microspheres as determined by
geometrical confinement (Fig. 1c). The microspheres
within each hole tended to be in compact contact as a
result of attractive capillary force caused by subsequent
solvent evaporation in each hole [39].

On the other hand, the finally formed silica micro-
spheres ring has good crystallinity (Fig. 1d). So this
approach has another potential application in fabricat-
ing high-quality 3-D colloidal crystals with large area. It
is interesting to observe that there is always a blue circle
in the middle of the silica microspheres ring under
optical microscopy. The ring can be peeled off by
vibration or using tape, and only the holes within the
blue circle are filled with microspheres. Other holes out
of the circle are only partially filled with microspheres
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Fig. 2 ESEM micrographs of the different complex aggregates of silica microspheres on the same PS/PMMA film surface after treated by

acetone vapor for 1 h



370

because of the dewetting between silica microspheres
suspension and PS film. So the color of the circle is
probably caused by the close packing of colloids at
certain areas.

Formation of complex colloids aggregates

The morphology of the blend polymer film can preserve
without notable change during the deposition because
water and ethanol are nonsolvent for PS. However, after
exposure to saturated vapor of acetone for 1 h, complex
aggregates of microspheres were formed on the polymer
film at different place (Fig. 2). The various numbers of
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Fig. 3 a ESEM micrographs of transitional state of the evolution
of PS/PMMA film with colloids in its holes after treated by acetone
vapor for about 45 min. b The superimposed cross section of AFM
topographic images of the two adjacent holes at different states of
the solvent vapor treatment (time of each treatment shown near the
curves). These curves have been scaled to a constant height, and
vertically offset for clarity

colloidal clusters in these aggregates resulted from the
random distribution of the holes in the surface. In order
to investigate the mechanism for the formation of these
complex aggregates, the evolution of PS/PMMA film
with microspheres in its holes during the treatment of
acetone vapor was tracked. Figure 3a shows morpho-
logies of PS/PMMA film at the transitional stage in the
course of the vapor exposure. It can be seen that the
holes in the surface of the PS/PMMA film expand and
some coalesce with adjacent holes after the treatment.
On the other hand, the middle point of adjacent holes
turns to be the deepest position of the coalescent holes
(Fig. 3b). The depth of holes in the original PS/PMMA
film is about 500 nm. After being treated with acetone
vapor for 45 min, the holes in the polymer film become
much shallower and expand simultaneously. After being
treated for another 45 min, the adjacent two holes al-
most coalesce with each other. Another treatment of
60 min results in the complete coalescence of adjacent
holes. In this example, we show the process of the coa-
lescence of adjacent two holes. In fact, adjacent holes of
other number can coalesce with each other in the same
way.

The above results lead us to bring forward a probable
model for the system upon solvent treatment, which is
shown in Fig. 4. The original holes are all separated in
the polymer surface. As the contact line of the droplet
recedes, silica particles are drawn with the fluid to pack
into the holes, where subsequent evaporation allows
colloidal crystals to form colloidal crystals induced by
strong attractive capillary forces between individual
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Fig. 4 Schematic mechanisms of the formation of silica micro-
spheres complex aggregates during exposure to acetone vapor
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microspheres. However, during the solvent annealing for
certain time, sufficient acetone enters the PS film to
cause the T, of PS to drop. Therefore, the PS film is
highly mobile and can reconstruct itself easily [40]. The
diameters of those holes increase and adjacent holes
ultimately coalesce with each other. These colloidal
crystals remain in their shape during the evolution of the
underlying polymer film. Considering the dewetting be-
tween the silica particles and PS and the gravitational
force, the colloidal clusters in adjacent holes will com-
pose larger aggregates at the center of the coalescent
holes. It is worth noting that the holes become shallower
during the exposure to acetone vapor. With careful
control, the complex aggregates can be made on a flat
polymer film.

After solvent annealing, the surface of colloidal
crystal is covered with PS thin film. The water contact
angle of the surface of colloid crystal is about 91°,
almost equivalent to that of PS (about 89°). This
migration of PS occurs because of its lower surface
energy and high mobility during the solvent annealing
[40].

Conclusions

In summary, we have shown that aggregates of colloids
can be fabricated when the PS/PMMA film with holes is
used as the carrier. By choosing proper solvent, we can
control the drying process of a droplet of silica suspen-
sion on the polymer surface. Microspheres can be
selectively packed into those holes in the polymer sur-
face during the retraction of the droplet. This new ap-
proach is very simple and carries potential for packing
colloids to form various clusters on different patterned
substrates. The colloidal clusters in holes then act as
building blocks to form complex aggregates during the
morphological evolution of PS/PMMA film induced by
the treatment of acetone vapor.

Acknowledgements This work is subsidized by the National Nat-
ural Science Foundation of China (50125311, 20334010, 20274050,
50390090, 50373041, 20490220, 20474065, 50403007), the Ministry
of Science and Technology of China (2003CB615601), the Chinese
Academy of Sciences (Distinguished Talents Program, KJCX2-
SW-H07), and the Jilin Distinguished Young Scholars Program

(20010101).
References
1. Joannopoulos JD, Meade RD, Winn 15. Blaaderen AV, Ruel R, Wiltzius P 29. Routh AF, Russel WB (1998) AIChE J
JN (1995) Photonic crystals. Princeton (1997) Nature 385:321 44:2088
University Press, Princeton 16. Yang SM, Ozin GA (2000) Chem 30. Nguyen VX, Stebe KJ (2002) Phys Rev
2. Xia YN, Fudouzi H, Lu Y, Yin Y, Commun 24:2507 Lett 88:164501
(2003) In: Caruso F (ed) Colloids and 17. Kim E, Xia YN, Whitesides GM (1996)  31. Deegan RD, Bakajin O, Dupont TF,
colloid assemblies. Wiley-VCH, Wein- Adv Mater 8:245 Huber G, Nagel SR, Witten TA (1997)
heim, p 284 18. Gu ZZ, Fujishima A, Sato O (2002) Nature 389:827
3. Park SH, Xia YN (1999) Langmuir Angew Chem Int Ed 41:2068 32. Haw MD, Gillie M, Poon WCL (2002)
15:266 19. Fustin C, Glasser G, Spiess HW, Jonas Langmuir 18:1626
4. Weissman JM, Sunkara HB, Tse AS, U (2003) Adv Mater 15:1025 33. Adachi E, Dimitrov AS, Nagayama K
Asher SA (1996) Science 274:959 20. Lu G, Chen X, Yao J, Li W, Zhang G, (1995) Langmuir 11:1057
5. Jiang P, Bertone JF, Hwang KS, Colvin Zhao D, Yang B, Shen J (2002) Adv 34. Ko HY, Park J, Shin H, Moon J (2004)
VL (1999) Chem Mater 11:2132 Mater 14:1799 Chem Mater 16:4212
6. Park SH, Qin D, Xia YN (1998) Adv 21. Uno K, Hayashi K, Hayashi T, Ito K,  35. Sun Y, Walker GC (2002) J Phys Chem
Mater 10:1028 Kitano H (1998) Colloid Polym Sci B 106:2217
7. Yeh S, Seul MB, Shraiman I (1997) 276:810 36. Su G, Guo Q, Palmer RE (2003)
Nature 386:57 22. Stober W, Fink A, Bohn E J (1968) Langmuir 19:9669
8. Aizenberg J, Braun PV, Wiltzius P Colloid Interface Sci 26:62 37. Parisse F, Allain C (1997) Langmuir
(2000) Phys Rev Lett 84:2997 23. Cui L, Wang HF, Ding Y, Han YC 13:3598
9. Chen KM, Jiang X, Kimerling LC, (2004) Polymer 45:8139 38. Tan BJY, Sow CH, Lim KY, Cheong
Hammond PT (2000) Langmuir 16:7825  24. Bustamante C, Keller D (1995) Phys FC, Chong GL, Wee ATS, Ong CK
10. Yin Y, Lu Y, Gates B, Xia YN (2001) J Today 48:32 (2004) J Phys Chem B 108:18575
Am Chem Soc 123:8718 25. Zenhausern F, Adrian M, Heggeler- 39. Denkov ND, Velev OD, Kralchevsky
11. Velev OD, Lenhoff AM, Kaler EW Bordier BT, Eng LM, Descouts P (1992) PA, Ivanov IB, Yoshimura H, Nagay-
(2000) Science 287:2240 Scanning 14:212 ama K (1992) Langmuir 8:3183
12. Lee I, Zheng H, Rubner MF, Ham- 26. Sakurai S, Furukawa C, Okutsu A, 40. Peng J, Xuan Y, Wang HF, Yang YM,
mond PT (2002) Adv Mater 14:572 Miyoshi A, Nomura S (2002) Polymer Li BY, Han YC (2004) J Chem Phys
13. Fan F, Stebe KJ (2004) Langmuir 43:3359 120:11163
20:3062 27. Wenzel RN (1949) J Phys Colloid Chem
14. Yan X, Yao J, Lu G, Chen X, Zhang K, 53:1466
Yang B (2004) J] Am Chem Soc 28. Shanahan MER (1995) Langmuir

126:10510

11:1041



	Sec1
	Sec3
	Sec5
	Sec7
	Sec9
	Sec11
	Sec13
	Sec15
	Sec17
	Fig1
	Fig2
	Sec19
	Fig3
	Fig4
	Sec21
	Ack
	Bib
	CR1
	CR2
	CR3
	CR4
	CR5
	CR6
	CR7
	CR8
	CR9
	CR10
	CR11
	CR12
	CR13
	CR14
	CR15
	CR16
	CR17
	CR18
	CR19
	CR20
	CR21
	CR22
	CR23
	CR24
	CR25
	CR26
	CR27
	CR28
	CR29
	CR30
	CR31
	CR32
	CR33
	CR34
	CR35
	CR36
	CR37
	CR38
	CR39
	CR40

