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The preparation of Ni-plated polystyrene microspheres
using 3-(trimethoxysilyl) propyl methacrylate
as a bridging agent

Wen-Chang Liaw1, Yu-Lin Cheng1, Ming-Kuen Chang2, Wan-Fu Lien3 and Hou-Ren Lai1

This study focuses on the preparation of Ni-plated polystyrene (PS) microspheres (diameter 3.7–4.5 μm). These Ni-plated

PS microspheres have core–shell structures that were designed and prepared using an organic polymer core (PS with

3-(trimethoxysilyl) propyl methacrylate (TSPM)) and an inorganic metal (Ni) plated shell. The polymer microspheres were

synthesized by dispersion copolymerization, and the metal shell was then added by electroless plating. To improve the adhesion

between the organic polymers and the inorganic metal, a silane bridging agent (TSPM) was used, which was copolymerized with

the styrene monomer and modified the PS microsphere surface. Characterization of the Ni-plated PS microspheres was

undertaken using Fourier transform infrared spectroscopy (FT-IR), thermo-gravimetric analysis (TGA), X-ray diffraction (XRD),

field emission scanning electron microscopy (FE-SEM) and the ball mill. The results showed that the Ni-plated PS microspheres

were successfully prepared. The PS microspheres copolymerized with the silane bridging agent contain more binding sites for Ni,

and the bonds formed with Ni are stable. The distribution of Ni-plating on the PS microspheres is more uniform and denser in

the presence of TSPM. In ball mill, the Ni-plated PS microspheres containing silane bridges were more durable than those

without silane bridges.
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INTRODUCTION

Recently, monodisperse metal-plated polymer microspheres have
received much attention owing to their high conductivity and low
density. They combine the properties of both metal and polymer.
Metal-plated polymer microspheres have core–shell structures with
potential applications in biosensors, conductive particles, micro-
electronic devices and electronic packaging.1–5 In the literature,
various approaches have been exploited to produce uniformly sized
polymer core microsphere colloids: these approaches include suspen-
sion polymerization,6,7 emulsion polymerization8 and dispersion
polymerization.9–11 Several polymer microsphere substrates have been
used in electroless plating; these include polystyrene (PS)12–14 and
polymethylmethacrylate (PMMA) microspheres,15,16 as well as poly-
aniline powders17 and acrylate rubber.18

The main problem in the preparation of metal-plated polymer
microspheres is the weak adhesion between the metal layer and the
polymer substrate. The best resolution of this problem is to
copolymerize the monomer with an agent containing organic func-
tional groups, which modify the polymer core surface. This modifica-
tion can increase the affinity and reduce costs in during electroless
plating. The organic functional groups readily adsorb the plating metal

ions. Many functional groups have been studied, such as amino,19

carboxyl,20 sulfonic acid21 and silane groups.22,23

Polysiloxane (a silane bridging agent) has many useful properties,
such as excellent thermal stability, weather resistance, lubricity and
good water repellency.24–26 For example, 3-(trimethoxysilyl) propyl
methacrylate (TSPM) with methoxysilyl groups [Si(OCH3)3] has been
widely used in the preparation of organic/inorganic hybrid
materials.27–29 The silane bridging agent has a trialkoxysilyl group,
which may react with hydroxyl groups on the metal surface and then
form Si-O-metal covalent bonds.30–32 The acrylic functional group of
the silane bridging agent was first cross-linked with styrene monomer,
and the trialkoxysilyl or trihydroxysilyl functional groups of the silane
bridging agent were then exposed on the surface of the PS micro-
spheres to form Si-O-metal covalent bonds during the metal
deposition.
In the synthesis procedure, the silane bridging agent TSPM

copolymerized with the styrene monomer; then, the silane bridging
agent migrated to the surface of the microspheres, as some of the
silane bridging agent was grafted onto the surface of the microspheres
by reaction with PS to form covalent bonds.33 In the electroless plating
stage, the surfaces of these microspheres have trihydroxysilyl
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functional groups, which can improve adhesion between the organic
polymer and the metal as a result of the formation of the Si-O-metal
covalent bonds mentioned above. The silane bridging agent is bound
to the polymer core and inorganic metal shell, and it increases the
number of sites where a stable metal bridge can form.
In this study, a series of PS microspheres was prepared by the

dispersion copolymerization of styrene (St) and TSPM. The PS
microspheres, which include the same PS core and different thick-
nesses of the polysiloxane surface, can have different particle sizes and
thermal stabilities. The sizes of the PS microspheres were controlled in
the range of 3.5–4.7 μm. The Ni was then sequentially deposited on
these PS microspheres using electroless plating. The main purpose of
this study was to prepare Ni-plated PS microspheres by using a silane
bridging agent to form covalent bonds between the PS microspheres
surface and the Ni layer. The polymer microsphere surfaces have

trialkoxysilyl groups and trihydroxysilyl functional groups, and the
formation of the Si-O-Ni covalent bond can improve the adhesion
between the interface of the organic polymer microspheres and the
nickel metal. The products of Ni-plated PS microspheres were
characterized using Fourier transform infrared spectroscopy (FT-IR),
thermo-gravimetric analysis (TGA), field emission scanning electron
microscopy (FE-SEM), X-ray diffraction (XRD) and the ball mill.

EXPERIMENTAL PROCEDURE

Materials
St, TSPM, succinic acid disodium salt (C4H4Na2O4) and palladium chloride

(PdCl2) were sourced from Sigma-Aldrich (St Louis, MO, USA). 2,2-Azobisi-

sobutyronitrile (AIBN, initiator) was purchased from SHOWA Chemical Co.

Ltd (Tokyo, Japan). Polyvinyl pyrrolidone (PVP K30 Mw= 40 000, stabilizer)

was purchased from First Chemical Co. Ltd (Taipei, Taiwan). Ethanol was

purchased from Uni-onward Co. Ltd (95%, Taipei, Taiwan). Stannous chloride

dihydrate (SnCl2·2H2O), nickel chloride hexahydrate (NiCl2.6H2O) and

sodium hypophosphite (NaH2PO2·H2O) were obtained from Shimakyu

Chemical Co. Ltd (Osaka, Japan). Deionized water was used in all experiments.

Preparation of functionalized PS microspheres
Functionalized PS microspheres were prepared by dispersion copolymerization

using St, TSPM, AIBN and PVP. The polymerization was conducted in a

500-ml five-neck round-bottom flask equipped with a stirrer, reflux condenser,

thermometer, nitrogen inlet tube and feeding funnel. In the initial stage,

St, TSPM, AIBN and PVP were homogeneously dissolved in the ethanol. The

polymerization temperature was fixed at 70 °C, and the speed of the stirrer was

250 r.p.m. in a nitrogen atmosphere. The polymerization proceeded for 8 h.

The resultant product was filtered with a Buchner funnel, and the filter cake

was washed with ethanol and then with deionized water three times. Finally, the

PS microspheres that had been copolymerized with TSPM were dried in an

oven at 50 °C for 24 h. All of the ingredients used are summarized in Table 1.

Table 1 Composition of the core–shell structure of Ni-plated PS

microspheres

Sample code TSPM (g) TSPM (wt%)

Before Ni-plating After Ni-plating

PS PS/Ni 0 0

PSS1 PSS1/Ni 0.18 0.3

PSS2 PSS2/Ni 0.3 0.5

PSS3 PSS3/Ni 0.45 0.75

PSS4 PSS4/Ni 0.6 1

Abbreviations: AIBN, 2,2-azobisisobutyronitrile; PS, polystyrene; PVP, polyvinyl pyrrolidone;
TSPM, 3-(trimethoxysilyl) propyl methacrylate. The styrene (60 g), PVP K30 (2.4 g), AIBN (2 g)
and different TSPM were homogeneously dissolved in the ethanol (140 g).
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Scheme 1 Reaction diagram for electroless nickel plating on functionalized PS microspheres. A full color version of this figure is available at Polymer Journal
online.
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Electroless nickel plating on functionalized PS microspheres
Nickel was coated onto the functionalized PS microspheres by electroless
plating. The procedure is illustrated in Scheme 1. The functionalized PS
microspheres were sensitized using an acidic SnCl2 solution (0.044mol l− 1

SnCl2 and 0.22mol l− 1 HCl) for 30min at 45 °C, resulting in the adsorption of
Sn2+ ions onto the surface of the PS microspheres. Then, the PS microspheres
were centrifuged to remove unabsorbed Sn2+ and washed with deionized water.
Next, the Sn2+-functionalized PS microspheres were activated using an acidic
PdCl2 solution (5.6× 10− 3 mol l− 1 PdCl2 and 0.22mol l− 1 HCl) for 1 h at 75 °
C. A surface redox reaction occurred in this step, which involved the reduction
of Pd2+ to Pd and the oxidation of Sn2+ to Sn4+. In this step, metallic Pd,
serving as the catalytic sites, was formed and was chemically bonded to the
functional groups (trialkoxysilyl and trihydroxysilyl) on the functionalized
surface of the PS microspheres. After removal of the supernatant by
centrifugation, the activated functionalized PS microspheres were washed with
distilled water.
Ni-plated PS microspheres (PS/Ni) were prepared by immersing the

pretreated microspheres in a nickel-plating solution at 90 °C to produce an
Ni layer under constant stirring. The compositions of the nickel-plating
solution are provided in Table 2. Mechanical agitation was employed during
this electroless plating process. After 30min, the gray-black powders were
filtered and washed with distilled water, then dried at 50 °C for 24 h.

Characterization
The functional groups of the microspheres were observed by FT-IR
(Perkin-Elmer, Spectrum One) (Waltham, MA, USA), within the range
450–4000 cm− 1. The thermal degradation and thermal stability of the

microspheres were monitored by TGA (TA Instruments Inc., Q500) (New
Castle, DE, USA). The TGA measurements were performed under a nitrogen
atmosphere at a heating rate of 20 °C per minute, from 25 to 800 °C.
Micrographs of the PS microspheres before and after TSPM functionalization,
as well as after nickel plating, were taken by FE-SEM (Jeol Ltd, JSF 6701F)
(Tokyo, Japan), which also provides energy-dispersion X-ray analysis (EDX).
The elements of the PS microspheres before and after nickel plating were
identified by XRD patterns at a scanning rate of 5° per minute within the range
of 2θ= 20–80° (Bruker, P4 single crystal X-ray diffractometer) (Rheinstetten,
Germany). The adhesion strength between the coated metal layers and the
microspheres was explored through a ball mill (Shin Kwang Machinery
Industry, UBM-1 ball mill) (Taipei, Taiwan) for 30min at a rate of 150 r.p.
m. The volume of the ball mill was 250ml. The average diameter of the balls
used for milling was 1.62mm. The ball mill loading included 100 g balls and
2 g Ni-plated PS microspheres in 10ml water. After the ball mill, the milled
Si-O-Ni surface was also characterized using FE-SEM.

RESULTS AND DISCUSSION

FT-IR characterization
FT-IR revealed chemical changes to the microspheres during synthesis.
The method was used to verify the presence of functional groups.
Figure 1 compares the spectra for PS, TSPM and PSS4. The PS
microspheres show the characteristic absorption peaks for the benzene
ring at 1600, 1493 and 1452 cm− 1, the C-H stretching of the phenyl
ring absorption peaks in the range 3100–3000 cm− 1, and the C-H
bending absorption peaks at 757 and 697 cm− 1.34 These absorption
peaks confirmed the phenyl ring (styrene) as the main component of
the microspheres.
The FT-IR spectra of the TSPM and PSS4 microspheres show the

characteristic broad absorption peaks of the trihydroxysilyl group
(Si(OH)3) at 3200–3600 cm

− 1, the trialkoxysilyl group at 1083 cm− 1

(SiOCH3) and the carbonyl group (C=O) at 1722 cm− 1.35 This result
confirms that the PS microspheres carrying alkoxysilane groups were
synthesized in the dispersion copolymerization using a silane bridging
agent (TSPM) as a functional comonomer. The hydrolysis of the
trialkoxysilyl group in the copolymerization solution was transferred
to the trihydroxysilyl groups upon the copolymerization reaction
between the styrene monomer and the silane bridging agent (TSPM).
The resultant Si-OH function groups paved the way for subsequent
covalent bonding (Si-O-Ni). All of these results suggest that some
silane bridging agent bound to the PS microsphere surface. The SEM
results discussed below confirm that the silane bridging agent migrates

Table 2 Compositions of the solutions for sensitization, activation and

electroless plating

Process Chemicals Concentration (mol l−1)

Sensitization SnCl2·2H2O 0.044

HCl 0.22

Activation PdCl2 5.6×10−3

HCl 0.22

Electroless Ni-plating NiCl2·6H2O 0.0841

NaH2PO2·H2O 0.217

C4H4Na2O4 0.0987

Figure 1 FT-IR spectra of (a) PS, (b) TSPM and (c) PSS4. Figure 2 TGA curves of (a) PS, (b) PSS1, (c) PSS2, (d) PSS3 and (e) PSS4.
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to the surface of the microspheres and results in increased nickel
plating.

TGA characterization
The thermal degradation temperatures (Td, at 5% weight loss) of the
microsphere composites were studied by TGA. This study focused on
the thermal degradation temperatures of PS microspheres prepared
using different concentrations of TSPM. Figure 2 shows that (a) PS,
(b) PSS1, (c) PSS2, (d) PSS3 and (e) PSS4 had thermal degradation
temperatures of 311, 322, 333, 335 and 339 °C, respectively. This trend
is related to the amount of TSPM, as the C-Si-O and Si-O-Si network
structures were formed by condensation on the surface of the polymer
core. The thermal stability of PS microspheres depends on the
formation intensity of the PS microspheres and the covalent bonds
between C, O and Si. The bond dissociation energy of the C-C bond is
lower than that of the C-Si and Si-O bonds. On this basis, we prepared
the PS microspheres with different TSPM concentrations. The thermal
degradation temperature increased with TSPM content. The silane

Figure 3 TGA curves of (a) PS/Ni, (b) PSS1/Ni, (c) PSS2/Ni, (d) PSS3/Ni
and (e) PSS4/Ni.

Figure 4 SEM images of (a) PS, (b) PSS1, (c) PSS2, (d) PSS3 and (e) PSS4.
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bridging agent cross-linked network structure can thus enhance the
thermal stability compared with bare PS microspheres.
The effect of the PS microsphere particle sizes on the Ni-plating

content was studied. Figure 3 shows that (a) PS/Ni, (b) PSS1/Ni,
(c) PSS2/Ni, (d) PSS3/Ni and (e) PSS4/Ni had weight residues of
31.36, 38.14, 37.12, 35.5 and 34.02 wt%, respectively. Clearly, the
nickel weight residues of PS microspheres modified with TSPM
are larger than for the PS microspheres with 0 wt% TSPM. The
particle size of the PS microsphere increased with the TSPM content
(0.3–1 wt%). However, the nickel weight residue (wt%) of the PS
microsphere decreased as the particle size increased, as the smaller PS
microsphere particles had larger surface areas.

SEM characterization
FE-SEM was used to observe the morphology and the microscopic
structure of the microspheres. Figure 4 shows SEM images of the PS
microspheres synthesized with various concentrations of TSPM. The

average particle sizes of (a) PS, (b) PSS1, (c) PSS2, (d) PSS3 and
(e) PSS4 increased from 3.421 to 4.158 μm (average of all five types).
The TSPM concentration influences both the average particle size and
the uniformity. Dispersion polymerization is more sensitive than the
other synthesis methods. The uniformity of the final particle will
change significantly with slight variations in the polymerization
ingredients. The acrylic structure of TSPM increased the solvency of
the homogeneous reaction mixture, resulting in an increase in particle
sizes. The copolymer is more soluble in the reaction medium than is
PS, resulting in larger particle sizes.36 In this study, all of the particles
have retain their spherical shape with TSPM feed ratio increases. It is
clear that the silane bridging agent is bound to the PS microspheres in
a uniform manner, and the surface of these microspheres is very
smooth. As expected, the alkoxysilane of the polysiloxane layer surface
of the microspheres has an anchoring function.
Figures 5a–e show the SEM images of PS microspheres containing

different concentrations of TSPM after electroless nickel plating.

Figure 5 SEM images of (a) PS/Ni, (b) PSS1/Ni, (c) PSS2/Ni, (d) PSS3/Ni and (e) PSS4/Ni.
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The surface patchiness observed in the background is likely to
be due to the carbon conductive tape or free nickel particles.
Comparing these SEM images, the deposited nickel clearly
makes the PS microspheres rougher. In Figure 5a (PS/Ni), there

were few nickel aggregate particles on the surface of the PS
microspheres containing 0 wt% TSPM. The discontinuous
nickel particles on the surface of PS/Ni reveal that the deposited
nickel particles are insufficient to cover the whole surface of the PS

Table 3 Particle sizes before and after electroless Ni-plating

Sample code Particle size (μm)

Before Ni-plating After Ni-plating Before Ni-plating After Ni-plating

PS PS/Ni 3.421 3.710

PS1 PSS1/Ni 3.474 3.790

PS2 PSS2/Ni 3.552 3.871

PSS3 PSS3/Ni 4.079 4.451

PSS4 PSS4/Ni 4.158 4.548

Abbreviations: FE-SEM, field emission scanning electron microscopy; PS, polystyrene. The
average diameters of particles are measured by FE-SEM.

Figure 6 SEM images of (a) PS/Ni, (b) PSS1/Ni, (c) PSS2/Ni, (d) PSS3/Ni and (e) PSS4/Ni after extraction using tetrahydrofuran (THF).

Table 4 Ni shell thickness obtained by different methods.

Sample code Ni shell

thickness (μm)a
Ni shell

thickness (μm)b

Before Ni-plating After Ni-plating

PS PS/Ni 0.145 0.132

PS1 PSS1/Ni 0.158 0.152

PS2 PSS2/Ni 0.160 0.165

PSS3 PSS3/Ni 0.186 0.195

PSS4 PSS4/Ni 0.195 0.217

Abbreviations: PS, polystyrene; SEM, scanning electron microscopy.
aCalculated from the particle sizes before and after electroless Ni-plating in Table 3.
bMeasured from SEM photographs of cross-section results in Figure 6.
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microspheres. Table 3 shows the particle sizes before and after
electroless Ni-plating.
Figures 5b (PSS1/Ni) and c (PSS2/Ni) show that the nickel plating

on the PS microspheres gradually increased and became more uniform
in the TSPM concentration range of 0.3–0.5 wt%. Moreover,
Figures 5d and e show the surfaces of PSS3/Ni and PSS4/Ni,
respectively. The nickel on the PSS3/Ni and PSS4/Ni microspheres
was more uniform than on the PS/Ni, PSS1/Ni and PSS2/Ni micro-
spheres when the TSPM concentration increased from 0.75 to 1 wt%.
Therefore, it can be concluded that the uniformity of nickel distribu-
tion on PS microspheres surfaces is proportional to the TSPM
concentration.
Hollow nickel particles were prepared through a core extraction

process using tetrahydrofuran. The PS cores were removed by
exposure to the solvent. The hollow nickel particles were placed on
the carbon conductive tape, and the cross-sections of broken hollow
nickel particles were searched for and observed by FE-SEM analysis.
The thickness of the nickel plating layer can be obtained for PS/nickelFigure 7 XRD patterns of (a) PSS1 and (b) PSS1/Ni microspheres.

Figure 8 SEM images of (a) PS/Ni, (b) PSS1/Ni, (c) PSS2/Ni, (d) PSS3/Ni and (e) PSS4/Ni after ball mill durability test for 0.5 h.
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microspheres as shown in Figure 6. The hollow structure was clearly
observed in the broken microspheres, indicating that the PS cores had
been completely removed. Figure 6 shows an important feature in the
SEM images. The white wheel rim (nickel shell) around the micro-
spheres is continuous and uniform, and the thickness of the observed
nickel shell can be measured and the average thickness calculated.
Figure 6 shows that (a) PS/Ni, (b) PSS1/Ni, (c) PSS2/Ni, (d) PSS3/Ni
and (e) PSS4/Ni had nickel thicknesses of 132, 152, 165, 195 and
217 nm, respectively. Figure 6a (PS/Ni) shows that the PS/nickel
microspheres have a non-uniform layer with a nickel thickness of
approximately 132 nm. Figure 6e shows PSS4/Ni images of a
continuous metal layer on aggregated nanoparticles, and the thickness
is approximately 217 nm. When the silane bridging agent concentra-
tions increase, the PS microsphere surface has more Si-OH function
groups, which react with nickel ions to form Si-O-Ni covalent bonds
and increase the thickness of the nickel layer. Therefore, the silane
bridging agent concentration becomes the key factor in controlling the
metal layer thickness. The concentration of the silane bridging agent
(TSPM) can be used as a design parameter for PS microsphere nickel
layer thickness.
Table 4 shows the Ni shell thickness obtained from different

methods using a semi-quantitative approach. The nickel shell thick-
ness of PS microsphere was calculated by using the results before and
after electroless Ni-plating in Table 3 and by measuring the cross-
sections of the microspheres in the SEM images in Figure 6. The nickel
shell thickness increases with the silane bridging agent content, and
there are small differences between the two sets of data.

XRD characterization
Figure 7 shows the XRD patterns of PSS1 and PSS1/Ni microspheres.
XRD verified the presence of nickel metal on the PS microspheres.
The peaks that appeared at 2θ= 44.5°, 51.7° and 75.7° are attributed to
the (1 1 1), (2 0 0) and (2 2 2) planes of nickel, respectively.37 It can be
concluded that a nickel coating forms on the surface of the PS
microspheres during electroless plating.

Mechanical stability
Good adhesion between the plated Ni layer and the PS microspheres is
important in preparing high-conductivity composites, such as anti-
static and Anisotropic Conductive Film.38,39 Figures 8a and e show the
morphologies of Ni-plated PS microspheres with 0–1 wt% TSPM, as
determined by SEM, after the ball mill (for the same samples as in
Figure 5). After 30min of the ball mill, the PSS4/Ni microspheres
remained intact, while the PS/Ni microspheres did not maintain their
integrity. Figure 9 compares the element maps of EDX signals of Ni
for (a) PS/Ni and (b) PSS4/Ni after the ball mill test for 30min and
demonstrates that Ni appears on the surfaces of the PS microspheres
(shown by the red dots). There is more Ni metal and therefore
stronger EDX signals of Ni in the element maps at high TSPM
concentrations. These results indicate that PSS4/Ni contains sufficient
silane bridging agent to promote good adhesion of nickel to the
surfaces of the PS microspheres. Each Si atom of the silane
bridging agent has three −OH groups; thus, the silane bridging
agent can provide more bridging sites for combining with Ni. The
two-dimensional Si-O-Si network structure on the surface of the PS
microspheres may provide another mechanism to improve the
mechanical properties of these microspheres. The silane bridging
agent makes the nickel layer surface of PS microspheres more compact
and uniform in distribution and seems to provide a stronger bond
between the metal shell and the polymer core, as well as more
adsorption area for Si-O-Ni. PSS4/Ni has better mechanical stability
than the other microspheres in the series in the ball mill and can be
applied to conductive polymer composites.

CONCLUSIONS

Functionalized PS microspheres containing TSPM were prepared by
dispersion copolymerization, and nickel layers were successfully
introduced onto the surface of the microspheres by an electroless
plating method. TSPM provided strong bonding (Si-O-Ni) between
functionalized PS microspheres and nickel, forming a close and
uniform metal layer on the functionalized PS microspheres. In
particular, when the TSPM concentration was 1.0 wt%, the PS
microspheres remained intact, and the enhanced bridging efficiency

Figure 9 Element maps of EDX signals of Ni for (a) PS/Ni and (b) PSS4/Ni after ball mill durability tests for 0.5 h. A full color version of this figure is
available at Polymer Journal online.
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provided the best performance in the ball mill. The enhancement of
bridging efficiency increased as the TSPM concentration increased
from 0.3 to 1.0 wt%.
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