
Unconventional Method for Morphology-
Controlled Carbonaceous Nanoarrays
Based on Electron Irradiation of a
Polystyrene Colloidal Monolayer
Yue Li,†,‡,� Eun Je Lee,†,� Weiping Cai,‡ Ki Yup Kim,§ and Sung Oh Cho†,*
†Department of Nuclear and Quantum Engineering, Korea Advanced Institute of Science and Technology, Daejeon 305-701, Korea, ‡Key Laboratory of Materials Physics,
Institute of Solid State Physics, Chinese Academy of Sciences, Hefei 230031, Anhui, China, and §Korea Atomic Energy Research Institute, Jeongeup 580-185, Korea. �These
authors contributed equally to this work.

T
wo-dimensional (2D) nanostruc-
tured arrays (nanoarrays) have re-
cently attracted much interest due

to their various applications in sensors,1

photonic crystals,2 optoelectronic devices,3

surface enhanced Raman scattering,4 and
microfluidic devices.5 Because the proper-
ties of nanoarrays strongly depend on the
morphology and the size of a unit in the ar-
rays, the development of morphology- and
size-controlled synthesis techniques be-
comes an important issue. Conventional
methods for the synthesis of nanoarrays
mainly focus on lithographic techniques,
such as photolithography, electron beam li-
thography, and X-ray lithography.6,7 Corre-
sponding masks need to be prepared for
these methods to fabricate nanoarrays with
different morphologies. Although these
methods have been well developed, high
cost and low throughput still remain un-

solved. Recently, other parallel techniques

mainly based on self-assembling routes

have been developed. Self-assembly is

more suitable for the fabrication of or-

dered nanoarrays with spherical particles

(e.g., 2D colloidal crystals).8–11 However,

when the shape of the particle becomes

nonspherical, it becomes more challenging

to create highly ordered arrays by this

method.12–16 Patterned carbonaceous ma-

terials have been intensively researched for

several decades because of their excellent

properties as field emitters,17

nanoelectrodes,18,19 bionic materials,20 op-

tical devices,21 and biological devices.22

Here, we present a straightforward and

novel route to fabricate morphology-

controlled 2D ordered carbonaceous

nanoarrays with nonspherical units based

on the electron irradiation of polystyrene

(PS) monolayer colloidal crystals followed

by thermal decomposition. In this method,

we utilized the intrinsic orderliness of

monolayer colloidal crystals and the elec-

tron irradiation technique with subsequent

heating. As a result, nanoarrays of various

morphologies are evolved from the colloi-

dal monolayers at different irradiation and

heating conditions. Carbonaceous nanoar-

rays, including network-like and star-like or-

dered arrays as well as hexagonal non-

close-packed (hncp) dot arrays are

produced. The ordered array of star-like par-

ticle is unique and is first reported here. In

addition, the periodicity and the size of ar-

rays can be tuned by changing the sizes of

PS spheres comprising monolayer colloidal

crystals.
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ABSTRACT An unconventional and straightforward route to fabricate morphology-controlled 2D ordered

carbonaceous nanoarrays is presented. This route is based on the electron irradiation of a polystyrene colloidal

monolayer followed by thermal decomposition. This strategy has the advantages of low-cost fabrication and easy

manipulation compared to conventional lithography technique and furthermore overcomes the disadvantage of

the self-assembly technique that generally has the defect of irregular units in ordered arrays. Various nanoarrays

with irregular units, including network-like and star-like ordered arrays as well as hexagonal non-close-packed dot

arrays, were fabricated by this novel route. These ordered arrays can be used as templates or masks to fabricate

other ordered structures and then can be removed completely by thermal decomposition at a high temperature.

Additionally, these arrays are carbonaceous materials that have higher thermal stability and higher refractive

index compared with those of the pristine polymer, which are important for real applications such as optical

devices. This method might also be used for the fabrication of other unique ordered arrays if different polymer

precursor materials are used.

KEYWORDS: carbon nanoarray · non-close-packed array · electron-
irradiation · colloidal monolayer · morphology control
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RESULTS AND DISSCUSION
Polystyrene colloidal monolayers with different

sphere diameters were prepared on a silicon wafer

through the self-assembly of PS nanospheres. The col-

loidal monolayer with its substrate was placed in a

vacuum chamber for the electron-beam irradiation. Af-

ter the electron irradiation, the sample was heated in

ambient air at 360 °C using a furnace. The 2D carbon-

aceous nanostructured arrays thus were manufactured

on the substrate.

Figure 1 shows field-emission scanning electron

microscope (FESEM) images of fabricated 2D nanoar-

rays. Polystyrene colloidal monolayers were prepared

with PS spheres 350 nm in diameter. The colloidal

monolayer kept its original morphology of hexagonal-

closed-packed sphere array after electron irradiation

(Figure 1A). Interestingly, however, if the irradiated

sample was subsequently heated, the morphology of

the monolayer evolved into different ordered arrays.

When the electron-irradiated sample was heated for

1 h, the size of each sphere was decreased to �275 nm.

However, each sphere was still linked with its neighbor-

ing spheres by means of “necks”. As a result, the mor-

phology of the monolayer was converted to a network-

like array (Figure 1B). When the heating time was

increased to 2 h, the particle size was further decreased

to �160 nm and the necks were broken. Consequently,

the morphology of each particle unit assumed a star-

like shape composed of an isolated sphere and six sym-

metric legs around it (Figure 1C). Further increase in

the heating time to 4 h completely removed the necks

and reduced the particle size to �80 nm, resulting in

hncp dot arrays (Figure 1D). All of these created nanoar-

rays exhibited a hexagonal arrangement like that of

the pristine monolayer with each particle unit being lo-

cated at the same place of its corresponding PS sphere.

We observed that such ordered arrays shown in Fig-

ure 1 could not be fabricated only by heating the pris-

tine PS colloidal monolayer. It is well-known that the

glass transition temperature (Tg) of PS is ca. 100 °C,23,24

and the thermal degradation of PS starts at 310 °C.25 If

the PS colloidal crystal is heated at a temperature a little

higher than Tg, it will be deformed as a result of the par-

tial melt of the PS spheres (Figure 2B). In addition, if

the PS colloidal crystal is heated at a temperature above

310 °C, it will be pyrolyzed. When the pristine PS colloi-

dal monolayers comprising 350 nm spheres were

heated at 360 °C for 1 h, they were completely decom-

posed, and finally nothing was left on the substrate, as

shown in Figure 2C. These indicate that electron irradia-

tion is crucial for fabrication of these ordered arrays.

The changes in the chemical structure of PS colloi-

dal monolayers were characterized by Raman spectra

to investigate the effect of the electron irradiation and

the heating. Pristine PS has several peaks in the Raman

spectrum (Figure 3A). However, all of the peaks disap-

peared after electron irradiation, and instead one broad

and asymmetric peak at 1520 cm�1, which can be more

clearly seen in Figure 3B, appeared. The broad peak

can be decomposed into two Gaussian peaks centered

at near 1380 and 1550 cm�1, which correspond to the D

and G peaks of disordered graphitic materials, respec-

tively (Supporting Information, Figure S1). In addition,

the Raman spectrum of the irradiated PS had a linearly

increasing background. These indicate that PS was

transformed into hydrogenated amorphous carbon

(a-C:H) by the electron irradiation.26 When the irradi-

ated PS monolayers were heated at 360 °C, apparent D

and G peaks were seen in the Raman spectra; the posi-

Figure 1. FESEM images of PS colloidal monolayers: (A) after electron ir-
radiation and (B�D) after electron irradiation and subsequent heating at
360 °C for 1, 2, and 4 h, respectively. Scale bars are 1 �m.

Figure 2. (A) FESEM image of pristine PS colloidal monolayer with sphere size of 350 nm. (B and C) FESEM images of the
pristine PS monolayer heated at (B) 120 °C for 6 min and (C) 360 °C for 1 h without electron irradiation. Scale bars are 500
nm.
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tion of the D and G peaks shifted to about 1390 and

1600 cm�1, respectively. This upward shift of the D and

G peaks represents the reduction of bond angle disor-

der and growth of aromatic clusters.27,28 Furthermore,

the intensity ratio of D and G peaks (ID/IG) increased

while the bandwidth of G peaks decreased compared

to those of irradiated PS samples (Supporting Informa-

tion, Table S1). These indicate that irradiated PS became

more carbonaceous material by subsequent heating.

One thing to note is that heating time did not greatly

change the Raman spectra. According to the report of

Schwan et al.26 and on the basis of the measured pa-

rameters shown in Table S1 in Supporting Information,

we can conclude that the electron irradiation changed

PS into a-C:H where aromatic clusters are embedded

and the size of the aromatic clusters (�1 nm) were

slightly increased by the subsequent heating.29

In our previous report, we showed that hydrocar-

bon polymer could be transformed into a-C:H.30,31 Elec-

tron irradiation breaks molecular bonds of polymer fol-

lowed by abstraction of hydrogen from the polymer,

thereby increasing the relative ratio of carbon to hydro-

gen. Additionally, carbon radicals are created as a re-

sult of bond breakage. These radicals bond with each

other to form sp2 and sp3 carbon atoms, as well as aro-

matic clusters. Consequently, as the electron dose in-

creases, the polymeric material is gradually transformed

to a-C:H with aromatic clusters. Aromatic clusters may

tend to be easily formed by the irradiation because PS

has an aromatic ring in a repeating unit.

On the basis of the above analysis, the formation

mechanism for these ordered carbonaceous nanoar-

rays can be easily understood. PS colloidal monolayers

are changed to a-C:H sphere arrays after the electron ir-

radiation. Because such a-C:H sphere arrays have a

much higher thermal stability than pristine PS spheres,

only a small portion of a-C:H spheres are decomposed

after heating at 360 °C for 1 h. The size of each sphere

decreases as a result of the thermal decomposition

while maintaining the spherical shapes. The PS spheres

start to be decomposed from outer part of the par-

ticles. Since the spheres were originally adhered to each

other, slight decomposition of the spheres leaves necks

between the neighboring spheres. As a result, network-

like arrays are created (i in Figure 4). Further increase in

heating time causes the necks to break, resulting in

the formation of star-like arrays (ii in Figure 4). Struc-

tural changes during the formation of star-like arrays

from network-like arrays are shown in Figure 5, which

gives clear evidence of morphology evolution of these

ordered nanoarrays in the thermal decomposition after

electron irradiation. Slightly increasing the heating

time causes the central part of the necks to become

thinner and eventually break. A further increase in heat-

Figure 3. (A) Raman spectra of a pristine PS colloidal mono-
layer (black) and electron-irradiated PS colloidal monolayers:
(a) without heating and after heating at 360 °C for (b) 1, (c)
2, and (d) 4 h, respectively. (B) Background-subtracted Ra-
man spectra of (a�d) in (A).

Figure 4. Schematic layout for the formation process of the
ordered carbonaceous nanoarrays.
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ing time results in further decomposition of the remain-
ing particles creating hncp dot arrays (iii in Figure 4).

We also observed that ordered nanoarrays with simi-
lar morphologies were produced at the same irradia-
tion and heating condition although the PS sphere size
was changed from 350 to 750 nm (Supporting Informa-
tion, Figures S2 and S3). The penetration depth, or
range, of a 50 keV electron, is �42 �m, and thus large
PS spheres of even a few tens of micrometers in diam-
eter can also be modified by the electron irradiation.
The electron range can be further increased by increas-
ing the electron energy (Supporting Information, Fig-
ure S4). Therefore, the periodicity and the size of or-
dered nanoarrays can be easily tuned in a wide range
by changing the size of pristine PS spheres. In addition,
all the ordered arrays of different morphologies were
completely decomposed by heating at 500 °C for 4 h.
This implies that these ordered arrays can be used as
templates or masks to fabricate other ordered struc-
tures and then can be removed completely by thermal
decomposition.

CONCLUSIONS
A novel and straightforward strategy to fabricate

2D carbonaceous nanoarrays with different morpholo-
gies is presented based on electron irradiation of a PS
monolayer and subsequent thermal decomposition.
Morphologies of ordered arrays can be readily con-
trolled by changing the heating time after an electron
irradiation. The periodicity and the size of arrays can be
tuned by changing the sizes of PS spheres comprising
monolayer colloidal crystals. The presented strategy is

completely distinguished from electron beam lithogra-

phy. Electron beam irradiation in this strategy is neces-

sary only to change the polymer to a-C:H with graphitic

clusters. In addition, the top-down electron irradiation

and the subsequent heating are parallel processes, and

moreover a mask is not required in this strategy. Thus,

large-area nanoarrays can be readily fabricated with

relatively low cost using this strategy. The final prod-

ucts are carbonaceous materials that have higher ther-

mal stability and higher refractive index compared with

those of the pristine polymer, which are important for

real applications such as optical devices. This strategy

may also be used for the fabrication of other unique or-

dered arrays if different polymer precursor materials

are used.

METHODS
Silicon wafers with the size of 1 cm � 1 cm were ultrasoni-

cally cleaned in acetone and subsequently in ethanol for 1 h
and finally cleaned in Piranha solution (70% H2SO4 � 30% H2O2)
for 1 h, followed by triple rinsing in distilled water. Monodis-
persed PS suspensions (2.5 wt % in water, surfactant-free) with
diameters of 350 and 750 nm were purchased from Polysciences
Inc. The standard deviation in the diameter of the PS spheres is
less than 5%. PS colloidal monolayers were prepared on silicon
wafer substrates through the self-assembly of PS
nanospheres.32–37

The PS colloidal monolayer with its substrate was put into
the chamber of an electron beam irradiation device and irradi-
ated with an electron beam that was generated from a thermi-
onic electron gun.38,39 The irradiating process was carried out at
ambient temperature in a vacuum chamber under a pressure of
less than 2 � 10�5 torr. The energy of the electron beam irradi-
ating the samples was fixed at 50 keV, and the current density of
electron beam was 45 �A. The electron beam diameter was 15
mm, and the total electron fluence was 1.7 � 1018 cm�2. The
water-cooling system was used in order to remove a small quan-
tity of heat produced in the electron beam irradiation process.
After the electron irradiation, the samples were put into a fur-
nace for heating in ambient air at 360 °C. Morphology of the
samples was characterized by a field-emission scanning elec-
tron microscope (Hitachi, S-4800). Raman spectrum was mea-
sured by means of a micro-Raman spectrometer with an Ar ion
laser (LabRam HR, Jobin-Yvon).

Acknowledgment. This work was supported by the Korea Sci-
ence and Engineering Foundation (KOSEF) grant funded by the Ko-
rea government (MOST) (no. 2008-00393), the Anhui Provincial
Natural Science Foundation of China (grant no. 070414199), the
Major State research program of China “Fundamental Investiga-
tion on Micro-Nano Sensors and Systems based on BNI Fusion”
(grant no. 2006CB300402), and the National Natural Science Foun-
dation of China (grant nos. 50601026 and 50671100).

Supporting Information Available: Background-subtracted
Raman spectrum of electron-irradiated PS colloidal mono-
layer without heating; FESEM images of ordered arrays from
the PS colloidal monolayer with PS sphere size of 750 nm af-
ter electron irradiation and subsequent heating with differ-
ent time; corresponding FESEM image with a tilted angle of
60°; relationship between electron range and the electron en-
ergy; and detailed analysis data of Raman spectra in Figure
2. This information is available free of charge via the Inter-
net at http://pubs.acs.org.

REFERENCES AND NOTES
1. Zhao, J.; Zhang, X.; Yonzon, C. R.; Haes, A. J.; Duyne, R. P. V.

Localized Surface Plasmon Resonance Biosensors.
Nanomedicine 2006, 1, 219–228.

2. Wang, X.; Neff, C.; Graugnard, E.; Ding, Y.; King, J. S.;
Pranger, L. A.; Tannenbaum, R.; Wang, Z. L.; Summers, C. J.
Photonic Crystals Fabricated Using Patterned Nanorods
Arrays. Adv. Mater. 2005, 17, 2103–2106.

Figure 5. Magnified FESEM images showing the structural change from
network-like arrays to star-like arrays. Those structures were fabricated
by electron irradiation and subsequent heating at 360 °C for (A) 1.25 and
(B) 1.5 h, respectively. Scale bars are 300 nm. Area I: a junction on the
“neck” in the network-like array, which comes from the original interface
contact of two neighboring PS spheres. Areas II and III: the necks begin to
be broken from junctions and are finally broken as a result of thermal
decomposition.

A
RTIC

LE

www.acsnano.org VOL. 2 ▪ NO. 6 ▪ 1108–1112 ▪ 2008 1111



3. Xu, J.; Xia, J. F.; Lin, Z. Q. Evaporation-Induced Self-
Assembly of Nanoparticles from a Sphere-on-Flat
Geometry. Angew. Chem., Int. Ed. 2007, 46, 1860–1863.

4. Zhang, X.; Zhao, J.; Whitney, A. V.; Elam, J. W.; Duyne,
R. P. V. Ultrastable Substrates for Surface-Enhanced Raman
Spectroscopy Fabricated by Atomic Layer Deposition:
Improved Anthrax Biomarker Detection. J. Am. Chem. Soc.
2006, 128, 10304–10309.

5. Blossey, R. Self-Cleaning Surfaces�Virtual Realities. Nat.
Mater. 2003, 2, 301–306.

6. Wallraff, G. M.; Hinsberg, W. D. Lithographic Imaging
Techniques for the Formation of Nanoscopic Features.
Chem. Rev. 1999, 99, 1801–1822.

7. Ito, T.; Okazaki, S. Pushing the Limits of Lithography.
Nature 2000, 406, 1027–1031.

8. Ctistis, G.; Patoka, P.; Wang, X.; Kempa, K.; Giersig, M.
Optical Transmission through Hexagonal Arrays of
Subwavelength Holes in Thin Metal Films. Nano Lett. 2007,
7, 2926–2930.

9. Rybczynski, J.; Ebels, U.; Giersig, M. Large-scale, 2D Arrays
of Magnetic Nanoparticles. Colloids. Surf., A 2003, 219, 1–6.

10. Li, Y.; Cai, W.; Duan, G. Ordered Micro/Nanostructured
Arrays Based on the Monolayer Colloidal Crystals. Chem.
Mater. 2008, 20, 615–624.

11. Li, Y.; Cai, W.; Cao, B.; Duan, G.; Sun, F.; Li, C.; Jia, L. Two-
Dimensional Hierarchical Porous Silica Film and Its
Tunable Superhydrophobicity. Nanotechnology 2006, 17,
238–243.

12. Denkov, N. D.; Velev, O. D.; Kralchevsky, P. A.; Ivanov, I. B.;
Yoshimura, H.; Nagayama, K. Two-Dimensional
Crystallization. Nature 1993, 361, 26.

13. Kosiorek, A.; Kandulski, W.; Glacynska, H.; Giersig, M.
Fabrication of Nanoscale Rings, Dots, and Rods by
Combining Shadow Nanosphere Lithography and
Annealed Polystyrene Nanosphere Masks. Small 2005, 1,
439–444.

14. Yan, X.; Yao, J.; Lu, G.; Li, X.; Zhang, J.; Han, K.; Yang, B.
Fabrication of Non-Close-Packed Arrays of Colloidal
Spheres by Soft Lithography. J. Am. Chem. Soc. 2005, 127,
7688–7689.

15. Jiang, P. Surface-Templated Nanostructured Films with
Two-Dimensional Ordered Arrays of Voids. Angew. Chem.,
Int. Ed. 2004, 43, 5625–5628.

16. Zhang, G.; Wang, D. Y.; Möhwald, H. Decoration of
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