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S
ince its discovery in the 1970s,1,2 sur-
face-enhancedRaman scattering (SERS)
has shown tremendous potential for

bio/chemical molecular analysis at the trace
and even single molecule level.3�6 Tradi-
tionally, SERS detection is performed on
single planar SERS-active surfaces, which
are prepared by fabricating nanostructures
(nanodomes,7 nanoantenna,8 metal-capped
nanopillars,9 nanoporous silicon,10 and
gold,11,12 etc.) on planar substrates (such as
silicon wafers) using nanoparticle self-
assembly, lithography, nanoimprint, etch-
ing, or annealing. However, due to the
2-dimensional (2-D) configurations, the
available density of SERS-active sites within
the detection volume is limited. Addition-
ally, the 2-D SERS substrates rely on the
analytes in bulk solution to diffuse slowly
to the SERS-active sites. Therefore, the cor-
responding SERS detection is time-consum-
ing and unfavorable for fast, in-line, real-
time analysis with low sample consumption.
Optofluidics is an emerging field that

synergistically integrates optics and micro-
fluidics to significantly enhance the perfor-
mance of various existing detection tech-
niques, including SERS.13�18 In the past few
years, a number of optofluidic SERS plat-
forms have been investigated.17,18 For ex-
ample, photonic crystal fibers (PCFs),19�23

consisting of a central hollow or solid core
surrounded by many air holes, offer inher-
ent fluidic channels for convenient flow-
through analyte delivery. In addition, the
excitation light and Raman-scattered pho-
tons can propagate along the entire length
of the PCFs, enabling 3-D SERS detectionwith
much larger detection area (and hence high-
er sensitivity) than the 2-D planar SERS sub-
strates. A detection of 100 pM for rhodamine

6G (R6G) was reported by using either the
hollow central core or holey cladding of a PCF
as the microfluidic channel and the adsorb-
ed silver nanoparticles as the SERS-active
sites.21,22 An on-chip optofluidic SERS system
was also implemented using an antiresonant
reflecting optical waveguide (ARROW) struc-
ture, which demonstrated a detection
sensitivity to a minimum concentration
of 30 nM of R6G molecules adsorbed to
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ABSTRACT

3-Dimensional surface-enhanced Raman scattering (SERS) detection integrated with opto-

fluidics offers many advantages over conventional SERS conducted under planar and static

conditions. In this paper, we developed a novel optofluidic SERS platform based on

nanoparticle-functionalized flow-through multihole capillaries for rapid, reliable, and ultra-

sensitive analyte detection. The unique configuration not only provides 3-dimensional

geometry for significantly increased SERS-active area and inherent fluidic channels for rapid

and efficient sample delivery, but also confines and transmits light along the capillary for large

SERS signal accumulation. Using a capillary consisting of thousands of micrometer-sized holes

adsorbed with gold nanoparticles, we investigated the proposed optofluidic SERS system using

the transverse and longitudinal detection methods, where the SERS excitation and collection

were perpendicular to and along the capillary, respectively. A detection limit better than

100 fM for rhodamine 6G was achieved with an enhancement factor exceeding 108.

KEYWORDS: optofluidics . surface-enhanced Raman scattering . flow-through .
multihole capillary . microstructured optical fiber . gold nanoparticle
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silver nanoparticles.24 Porous aluminum mem-
branes,25,26 benefiting from both large SERS-active
surface of hundreds of nanochannels within the
detection volume and waveguiding capability along
the 60 μm long nanochannels, have achieved
pico- or zeptogram-level detection of explosives.
In addition, step microfluidic-nanochannel junc-
tions were utilized to concentrate analytes and/or
analyte�nanoparticle aggregates near the inlet of the
narrow nanochannels, and achieved a detection limit
ranging from 3 fM for Cu/Zn-superoxide dismutase
aggregates27 to 10 pM for adenine molecules.28 Nano-
porous materials have also been explored to develop
3-D optofluidic SERS devices. Liu et al. adopted a nano-
porous polymermonolithwithin amicrofluidic channel to
trap and concentrate silver nanoclusters in a 3-D matrix,
which greatly enhanced the SERS intensity and achiev-
edadetection limit of 220 fM for R6G.29While significant
progress has been made in 3-D optofluidic SERS sys-
tems, they still experience either relatively low limited
sensitivity,21,22,24,28 complicated and costly device fab-
rication procedures,24,27,28 short interaction length un-
favorable for large signal accumulation or in-line analyte
monitoring,25,26,29 difficulties in controllingmetallic nano-
particle aggregations and nanoclusters,28,29 or time-
consuming SERS substrate (i.e., metallic nanoparticle)
deposition and analyte accumulation processes.22,27

How to achieve a robust, simple, reliable, highly sensi-
tive, and cost-effective optofluidic SERS platform still
remains unanswered.
To address the above challenges, here we devel-

oped a flow-through 3-D optofluidic SERS platform
based on micro/nanostructured capillaries, as shown
in Figure 1. Metallic nanoparticles can be predeposited
on the inner surface of eachmicro/nanofluidic channel
before the analyte is flowed through. Or they can be
premixed with the analyte before being injected into
the capillary and subsequently deposited on the inner
surface of the channels. The detection can be carried
out in two configurations, transverse and longitudinal
detections, where the SERS excitation and collection
are perpendicular to and along the capillary, respec-
tively, as illustrated in Figure 1. Both of the detection
configurations provide unique advantages. In the
transverse method, the SERS signal is from the SERS-
active siteswithin the detection volumedetermined by
the laser excitation and the SERS collection optics.
Owing to the extremely large surface resulting from
thousands of micro/nanosized holes in the capillary,
3-D sensitive SERS detection can be achieved. In addi-
tion, the inherent flow-through channels enable robust
and reliable metallic nanoparticle immobilization, and
fast and convenient analyte delivery. Moreover, the
flow-through capillary with micro/nanosized holes
combines convective flow and short diffusion length
scales, which significantly reduces the time requir-
ed for analytes to reach the SERS-active surface and

increases the analyte capture efficiency.30�32 Further-
more, measurement in the transverse direction enables
in-line SERS detection, which is favorable for real-time
measurement and miniaturized system integration. In
contrast, the porous aluminum membrane25,26 is not
able to operate in the transverse direction restricted by
its short available length (∼60 μm). The longitudinal
detection method takes additional advantage of SERS
signal accumulation along the capillary. The excitation
light is guided within the wall (silica) via total internal
reflection (especially within the triangular junctions
formed by three holes along the capillary22,33,34) and
quasi-guidedby thehole viamultireflection.33 The SERS
generated by the excitation light is then coupled back
to and guided by thewall and hole. As a result, the SERS
signal accumulates along the capillary but also experi-
ences progressive loss due to the scattering/absorption
of gold nanoparticles. Therefore, the overall backward
or forward propagating SERS intensity is expected to be
the sum of the SERS signal gain and its scattering/
absorption loss over the whole capillary length.23 Con-
sequently, the well-defined flow-through micro/nano-
channels are able to increase the SERS accumulative
length as a PCF does, a distinct advantage over the
short-length porous aluminummembrane and nonwa-
veguiding porous polymer monolith.29 In addition, in
contrast to the hollow-core PCFs where the SERS-active
area is limited to the central aqueous guided hollow
core as light is tightly confined there by precisely
arranged surrounding holes,20,21,23 the multihole capil-
lary described here does not have photonic confine-
ment and each hole (or channel) can work indepen-
dently as the SERS-active substrate. Therefore, the
excitation light canbe at anywavelength and can reach
all channelswithin the capillary, which greatly increases
the sensing surface area. It also makes the multihole
capillary quite different from the solid-core PCFs where
a solid central core is surrounded by well-arranged
periodic hole array.19,22,35 Although their effective in-
dex guided core enables them to operate over all
wavelengths, the fundamental guided mode concen-
trates most of the input light energy in the solid core,

Figure 1. Schematic of a flow-through optofluidic Raman
system based on a multihole capillary. The SERS excitation
and detection are arranged transversely (top) or longitudi-
nally (bottom) with respect to the capillary.
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and only a small portion of the energy in the aqueous
regions surrounding the core is available as the eva-
nescent field to interact with metal nanoparticles for
Raman enhancement. Moreover, both hollow-core and
solid-core PCFs normally need long fiber length (a few
to tens of centimeters) to achieve large SERS signal,
which increases the difficulty of immobilizing metal
nanoparticles onto the inner surface of the PCFs.19,23

However, as shown below, the multihole capillary can
achieve a large signal with a short length less than
3mm,greatly simplifying thenanoparticles immobiliza-
tion process. Furthermore, the multihole capillary does
not require delicate effort to arrange the holes to
construct the photonic crystal structure or periodic hole
array, and therefore, it can be fabricated with the same
fiber drawing method as for PCFs, but more easily and
more cost-effectively.
In this paper, we used a multihole capillary with

micrometer-sized flow-through 2700 holes and 117 nm
gold nanoparticles as a model system to demonstrate
the flow-through 3-D optofluidic SERS platform. Both
transverse and longitudinal detections were investi-
gated. Ultrasensitive SERS detection of low concentra-
tions of R6G molecules adsorbed on discrete gold
nanoparticles was achieved with a detection limit

better than 100 fM, a sampling time less than 5 min,
and a data acquisition time of 2 s.

RESULTS AND DISCUSSION

The flow-through multihole capillaries used in our
experiments were 190 μm in outer diameter and had
2700 uniform 2.9-μm holes with 0.7-μm thick wall
between two adjacent holes (see Figure 2a,b). They
were fabricated using an in-house computer con-
trolled fiber/capillary drawing system and a borosili-
cate glass preform (1.30mmouter diameter and 18 μm
hexagonal holes).

Transverse Detection. We first investigated the pro-
posed SERS platform using the transverse detection
method. All Raman and SERS measurements were
carried out with the customized Raman spectroscopy
system where the probe beam from a 785 nm diode
laser was focused by using an aspheric lens (NA = 0.55
and f = 4.51 mm) to produce a spot size of approxi-
mately 3 μm in diameter with 6 mW of optical power.
The effective detection volume is approximately
850 μm3 (i.e., 0.85 pL) which is determined by the
excitation laser spot size and Raman signal collection
optics (120 μm collection depth across the capillary)
(see Figure S1 in Supporting Information). Since the

Figure 2. (a) Scanning electron microscopy (SEM) images of the multihole capillary with the outer diameter of 190 μm, hole
size of 2.9 μm, and wall thickness of 0.7 μm; (b) enlarged images of the holes; (c) facet of the capillary adsorbed with gold
nanoparticles; (d) cross section of flow channels with adsorbed gold nanoparticles.
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multihole capillary provides a very large surface-to-
volume ratio of 0.87 μm�1, the total effective illumi-
nated surface area is estimated to be 740 μm2, over 2
orders of magnitude larger than 7 μm2 obtained with a
single flat surface using the same excitation and collec-
tion optics.

The multihole capillary with micrometer-sized flow
channels also enables metallic nanoparticles to be
immobilized onto the inner surface as SERS-active sites.
Here we intentionally chose large-sized gold nanopar-
ticles as they have high scattering efficiency and thus
produce high SERS intensity.36 In the experiments, gold
nanoparticles with a diameter of 117 ( 20 nm were
employed, which were synthesized by the modified
UV-assisted photochemical method as described pre-
viously.36 They had a resonance wavelength of 570 nm
(see Figure S2 in Supporting Information) and achieved
an enhancement factor over 106 in SERS measure-
ments.36 Immobilization of gold nanoparticles onto
the inner surface of the capillary was achieved
throughpolyelectrolytemediation. First, poly(allylamine
hydrochloride) (PAH) was flowed through a long capil-
lary (∼20 mm) and allowed to adsorb on the channel
surface, providing anchoring sites for gold nanoparti-
cles. Then, a 3mm longportion of thePAH-treated capil-
lary was cut and mounted on a needle connected to a
syringe. Gold nanoparticles or the mixture of gold
nanoparticles and analytes were loaded into the capil-
lary through atmospheric pressure. Because of the high
capture efficiency associated with the micro/nanostruc-
tured channels,30�32 the sample consumption required
for SERS detection can be significantly reduced. In our
experiments, only 2 μL of solution was used to flow
through the capillary within 5min. Figure 2 panels c and
d show the typical scanning electron microscopy (SEM)
images for goldnanoparticles adsorbed in themultihole

capillary. Inside the flow channels, discrete gold nano-
particleswere quite uniformly distributed on the surface
area with a density of 6.1 ( 0.5 particles/μm2, except a
few sparked dimers or trimers.

The performance of the flow-through multihole
capillary for Raman spectroscopy was then character-
izedwith thewell-studiedmolecular probe R6G dye. To
fully attach R6G molecules to gold nanoparticles for
enhancement, we mixed the R6G solution and gold
nanoparticles solution with a predetermined ratio for
several minutes before loading the mixture into the
capillary, similar to others' work reported earlier.4,6 This
proceduremade it easier for us to estimate the number
of R6G molecules detected by using the number of
gold nanoparticles within the laser probe area, under
the assumption that R6G molecules and gold nano-
particles were stoichiometrically bound to each other.

Typical SERS spectra for R6G at the concentration of
5 � 10�7 M were taken stepwise at a 160 μm interval
from the capillary head to a position 1.6 mm down-
stream, as plotted in Figure 3a. Distinctive Raman shifts
at 785, 1206, 1319, 1369, and 1516 cm�1 were ob-
served, which are associated with the characteristic
vibration modes of a C�H band and an aromatic C�C
stretching band of R6G, respectively.37 Since nanopar-
ticle transport is dominated by convection in the
microfluidic channel,38 the gold nanoparticle density
adsorbed onto the PAH-modified channel surface grad-
ually decreases along the flowing direction, as reflected
by the gradually reduced SERS signal in Figure 3a,b.
Note the decrease in the SERS intensity is mono-
tonic without any abrupt change, suggesting that the
SERS signal results mainly from discrete single nano-
particles rather than nanoclusters or aggregations,
which would cause large fluctuations in the SERS
intensity distribution along the capillary. All the results

Figure 3. (a) Series of SERS spectra for 5 � 10�7 M R6G obtained by the stepwise measurement along the capillary in an
increment of 160 μm. All spectrawere acquired using the transverse detectionmethodwith 6mWof excitation power and 2 s
of integration time, with no postdata processing except for a 5-point adjacent-averaging smooth. (b) SERS intensity
distribution along the capillary extracted from panel a.
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indicate that the gold nanoparticle functionalized
multihole capillary has achieved large SERS-active sur-
face area and reliable SERS-active sites for subsequent
SERS detection.

To investigate the capability of the flow-through
optofluidic SERS platform, we measured a series of low
concentrations of R6G solutions from 5 � 10�10 M to
5 � 10�13 M, which were prepared by mixing the R6G
solutions of 1 � 10�9 M to 1 � 10�12 M with 4.8� 109

particles/mL gold nanoparticle at a 1:1 ratio in volume,
respectively. Assuming that all the R6G molecules are
attached to the gold nanoparticles, the ratio between
R6G molecules and gold nanoparticles is 125:1, 12.5:1,
1.25:1, 0.125:1 for the R6G concentration of 5 �
10�10M, 5 � 10�11M, 5 � 10�12M, and 5 � 10�13M,
respectively. Note that each nanoparticle is expected
to contain mostly zero or a few R6G molecules accord-
ing to the Poisson distribution for those low R6G
concentrations. On the basis of the gold nanoparticle
density of 6.1 particles/μm2 obtained previously, we
estimate that 4.5 � 103 gold nanoparticles are within
the effective detection volume, corresponding to 5.6�
105, 5.6 � 104, 5.6 � 103, and 560 R6G molecules,
respectively, for the R6G concentrations mentioned
above, which results in a much larger SERS signal than
in the 2-D planar SERS detection.

Figure 4a shows the SERS spectra of R6G at con-
centrations of 5 � 10�12 and 5 � 10�13 M. For com-
parison, the SERS spectrum of pure gold nanoparticles
in the absence of R6G and the normal Raman spectrum
(NRS) of R6G at a concentration of 1� 10�2 M in a 1-mL
glass cuvette are also shown. The characteristic R6G
peaks are clearly observed for 5 � 10�12 M, despite
some differences from the normal Raman spectrum,
which are expected as the interaction between themol-
ecules and gold nanoparticles results in conformation
changes and variations in molecular vibration modes.
For R6G with the concentration of 5 � 10�13 M,
although fewer than 600 R6G molecules are within the
detection volume, according to the above calculation,

the SERSpeaks at 785 and1369cm�1 are still observable
to indicate the presence of R6G molecules, attesting to
the excellent sensing performance of the multihole
capillary as the optofluidic SERS platform.

The enhancement factor (EF) of the proposed
SERS system can be estimated using the following
equation:39

EF ¼ (ISERS=Inorm)(Nnorm=NSERS)

where ISERS and Inorm are the measured Raman
intensity for SERS and NRS, respectively. Nnorm and
NSERS are the number of R6G molecules in the
detection volume for NRS and SERS, respectively.
We used the strongest signature stretching mode at
1369 cm�1 at 5 � 10�12 M for SERS and 1 � 10�2 M
for NRS shown in Figure 4a. The number of R6G mol-
ecules detected is 5.6� 103 for 5� 10�12 M solution
in SERS and 5.1� 109 for 1� 10�2 M solution in NRS.
With 35 times higher SERS intensity than NRS intensity,
the EF is calculated to be 3.2� 107. Referring to our pre-
vious results,36 we estimate that over 106 fold enhance-
ment results from the gold nanoparticle adsorbed on
the capillary surface. Additional enhancement may be
attributable to the light confinement and multiple sur-
face reflections or scattering of the multihole capillary.
To verify this, a control experiment was performed to
measure the normal Raman spectra of 1� 10�2 M R6G
in the multihole capillary, which showed that over 20-
fold enhancement in NRS could be achieved as com-
pared to the same experiment performed using a 1-mL
glass cuvette (see Figure S3 in Supporting Information).

The limit of detection (LOD) for the multihole
capillary optofluidic SERS system was also evaluated
by varying R6G concentrations, then measuring the in-
tensity of characteristic R6G band at 1369 cm�1 at a
positionwithmaximumsignal along the capillary (mostly
close to the flow inlet), as plotted in Figure 4b. The
experimental data were obtained using at least three
independent capillaries for each concentration, achiev-
ing reliable measurements with less than 20% SERS

Figure 4. (a) SERS spectra of different concentrations of R6G (0, 5 � 10�13, 5 � 10�12 M) using SERS-active capillary, and
normal Raman spectrum (NRS) of 1� 10�2MR6G in solution in a glass cuvette (size: 10mm� 10mm� 10mm) (with 10 times
magnification). (b) SERS intensity at 1369 cm�1 for a series of concentrations of R6G from 5 � 10�13 M to 5 � 10�10 M.
Error bars were obtained with at least three runs. The solid curve shows the Langmuir isotherm fit to the experimental data.
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intensity variation. Moreover, it was well fit by a Lang-
muir isotherm curve with nonlinear least-squares re-
gression.37 By substituting three standard deviations of
the blank signal into the fitted Langmuir isotherm
curve, an estimated LOD of 70 fM is obtained, which
is three orders of magnitude better than that achieved
with a long PCF with discrete silver nanoparticles,21,22

and similar to that in the nanoporous polymermonolith
with silver nanoparticle aggregations.29

Longitudinal Detection. Apart from excellent perfor-
mance achieved with the transverse direction, further
improvement is possible with the longitudinal mea-
surement by accumulating SERS intensity along the
capillary.We first investigated the light guiding proper-
ties of the multihole capillary. As shown in the inset of
Figure 5a, the light propagation can be observed along
the capillary for a long distance of 10 cm (see also
the images of the light coming out of the endface
of a multihole capillary in Figure S4 in Supporting
Information). Using the cut-backmethodwith the same
optical system, we measured the transmission loss to
be 0.9 and 0.6 dB/cm for air and water filled capillary,

respectively. Clearly, when the gold nanoparticles are
adsorbed onto the inner surface of the capillary, the
transmission loss is expected to be much larger due to
the nature of absorption and scattering of the metallic
nanoparticles. However, it is difficult to measure the
transmission loss of a much shorter (∼3 mm) capillary
immobilized with gold nanoparticles using the cut-
back method experimentally. Instead, we adopted an
equivalent method, where we quantified the scattered
light from the same excitation source (785 nm diode
laser) at different locations of the capillary along the
light propagationdirection (see Figure S5 in Supporting
Information). As expected, the transmission loss was
dramatically increased to 20 dB/cm (see Figure 5b),
similar to what was reported earlier.35 Such a large
transmission loss indicates that the multihole capillary
allows large field-metal nanoparticle interaction for
SERS enhancement.22,35 The characteristic length for
3 dB loss is 1.50 mm, which implies that the proposed
optofluidic SERS system is able to excite and collect the
SERS with an effective length of 0.75 mm along the
capillary. This effective length provides much larger

Figure 5. (a) Transmission loss formultihole capillary filled with air or water. The inset shows the picture of light propagating
within the capillary. (b) Transmission loss for gold nanoparticle-functionalized multihole capillary.

Figure 6. (a) SERS intensity distribution along the multihole capillary in the transverse direction. (b) Comparison of SERS
intensity in the transverse and longitudinal detection using the same multihole capillary adsorbed with the mixture of R6G
molecules and gold nanoparticles.
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interaction area for signal accumulation than in the
transverse direction.

To demonstrate the advantage of using the long-
itudinal detection, we used a 3-mm-long multihole
capillary loaded with a 2 μL mixture with the final
concentration of 5 � 10�12 M R6G and 2.4 � 109

particles/mL gold nanoparticles. We first measured
the SERS intensity at several positions along the capil-
lary using the transverse detection and found contin-
uous SERS signal along the capillary (Figure 6a). Then
we switched to measure the SERS intensity along the
longitudinal direction. Even without optimization of
the capillary (such as endface flatness) for better SERS
collection efficiency, more than 5.5 times higher SERS
signal was achieved than the maximum signal in the
transverse direction (Figure 6b), which suggests that
the capillary has the ability to accumulate SERS signal
along the capillary length. The total EF in the long-
itudinal direction is estimated to be over 108, and the
LOD is estimated to be 14 fM.

CONCLUSION

In summary, we have developed a novel optofluidic
SERS-active platform using a flow-through multihole
capillary, which provides a unique 3-D configuration

for large SERS-active area, inherent fluidic channels for
sample delivery, and well-defined structure for light
guiding. It also allows for simple, costly effective fabrica-
tion, and low sample consumption. Moreover, ultra-
sensitive SERSdetectionwith an enhancement factor of
over 108 and a detection limit better than 100 fM for
R6G molecules, has been achieved. Adjustments of
experimental conditions, including the use of an ex-
cited laser source close to the resonances of analytes
and metallic nanoparticles,40 optimization of metallic
nanoparticle density and the accumulation length,23

and the use of modifications of the nanoparticle sur-
faces to enhance selected interactions between ana-
lytes and the sensor41 are expected to yield further
improvements in sensitivity and selectivity using the
SERS-active multihole capillary. In addition, the opto-
fluidic platform provides facile integration of the sen-
sing elements into a range of capillary and microfluidic
devices for bio/chemical detection. For example, inte-
grating with the label-free biosensor demonstrated
recently30 can provide complementary information on
molecular interaction.42,43 We believe that the robust
flow-through optofluidic SERS platform described here
will drastically enhance the applicability of SERS-based
biological and chemical detections.

MATERIALS AND METHODS
Materials. Gold(III) chloride solution (30 wt % of HAuCl4 in

dilute HCl), poly(allyamine hydrochloride) (PAH) (average mol-
ecular weight of 15000 g/mol), sulfuric acid (96.0%, Acros
Organics, ACS reagent), were purchased from Sigma-Aldrich,
USA. Sodium citrate (enzyme grade) was purchased from Fisher
Scientific, USA. Theywere usedwithout further purification.Milli-
Q water was filtered by Quantum Ex, Ultrapure Oranex Cartridge
(Millipore) filtration columns and used for all experiments. All
glassware were cleaned overnight in the mixture solution pre-
pared by dissolving 120 g of Nochromix (Godax Laboratories,
Inc., MD, USA) powder in 3.78 L of concentrated sulfuric acid and
were then thoroughly rinsed with Milli-Q water.

Fabrication and Treatment of the Multihole Capillary. The micro-
structured multihole capillary was fabricated using an in-house
computer controlled fiber/capillary drawing system and a boro-
silicate glass preform obtained from Incom. Inc., Charlton, MA.
Specially, the multihole capillary has 2700 uniform hexagonal
holes with 18-μm hole size. Before pulling, the preform was
treated with the following procedure: first illuminated under
UV light for 1 h, then put in ethanol cleaning in ultrasound for
30min, and illuminated under UV light for another 1 h. To keep a
certain air pressure inside the channels, a piece of 5 cm long
preform was used and sealed both ends using glue. Suitable
heating time, feeding, and pulling speeds are chosen to pull a
long-length and large surface-to-volume ratio capillary. The
pulled capillary was treated with the same procedure as the
preformbeforeuse. After treatment, a desirable lengthof capillary
(such as 3 mm) was assembled into a flat-end needle. A PAH
solution inwater (0.05mg/mL)was injected into the capillarywith
0.01 mL/min for 20 min, and then Mill-Q water was continuously
allowed to flow to thoroughly rinse the PAH-modified capillary so
that the unbound and/or weakly adsorbed PAH molecules were
completely removed from the multihole capillary.

Synthesis of Gold Nanoparticles. Gold nanoparticles were synthe-
sized using aUV-assisted photochemicalmethod as described in
the previous report.36 Briefly, to achieve gold nanoparticles

which have an average size of 117 nm in diameter, a molar ratio
of 1:1.7 for HAuCl4 and sodium citrate were stirred for ∼2 min
and then placed under a UV lamp (Dymax 2000-EC UV curing
light source flood lamp system). The sample was then under
continuous stirring for 10 min until the color of the solution
changed from yellow to reddish or orange.

System for Raman and SERS Measurements. Raman and SERS
measurements were carried out with the customized Raman
spectroscopy system, consisting of a 785 nm excitation laser
(Process Instruments, PI-ECL-785-300-FC-SH) and a spectro-
meter (Horiba Scientific iHR550, focal length, 550mm) equipped
with a 600 grooves per mm grating and a spectroscopy grade
CCD. An aspheric lens (NA = 0.55 and f = 4.51 mm) was used for
delivery of the laser excitation and collection of the Raman
signal. The excitation light was focused onto a spot of approxi-
mately 3 μm in diameter. All the Raman data were acquired with
6 mW excitation power and 2 s exposure time.

Supporting Information Available: Additional information
and graphics as described in the text. This material is available
free of charge via the Internet at http://pubs.acs.org.
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