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Abstract

and good reproducibility.

A microliter-scale solution process was used to fabricate large-area, uniform films of silver nanowires (AgNWs). These
thin films with cross-AgNWs were deposited onto Au substrates by dragging the meniscus of a microliter drop of a
coating solution trapped between two plates. The hot spot density was tuned by controlling simple experimental
parameters, which changed the optical properties of the resulting films. The cross-AgNW films on the Au surface served
as excellent substrates for surface-enhanced Raman spectroscopy, with substantial electromagnetic field enhancement
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Background

Surface plasmon resonance (SPR) is the collective
oscillation of conduction band electrons on a metal sur-
face excited by incident light at a metal-dielectric inter-
face [1-3]. For nanostructures of noble metals such as
gold and silver, the SPR absorption band is present in
the visible region, and its exact wavelength is very sensi-
tive to particle size, shape, spacing, and the surrounding
dielectric medium [4, 5]. In particular, when two nano-
particles are close to each other with a nanoscale gap,
the electromagnetic field is confined in this gap [6, 7],
also known as a “hot spot.” Many efforts have been
studied to reliably produce surface-enhanced Raman
spectroscopy (SERS) hot spots, through the use of metal
nanoparticle aggregates [8, 9], patterned arrays of nano-
structures [10, 11], and metal films over nanospheres
[12, 13]. This allows for highly sensitive SERS sensing
systems, but their application is limited by the ability to
fabricate structures with regular gap dimensions, which
is a current challenge in nanofabrication.
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Silver nanowires (AgN'Ws) have been studied as an ideal
SERS candidate due to their large surface area, high phase
purity, and good crystallinity [14]. For single nanowire
studies, surface etching of AgNWs [15] and decorated me-
tallic nanoparticles on AgNWs [16] have been shown to
increase the amount of SERS active “hot spots.” To further
increase these enhancements, AgNWs have been paired
(crossed and parallel) [17, 18] and bundled [19] to create
gaps between neighboring nanowires, increasing the elec-
tromagnetic fields present. AgNWs have been assembled
into large surface area parallel arrays [20, 21], which
showed strong SERS enhancements in the gaps between
parallel AgNWs. While parallel arrays of AgNW films
have been extensively studied, large-scale crossed AgNW
assemblies have received less attention.

Homogeneous SERS substrate can provide uniform
distributions of hot spots for single molecule detection.
Many routes have been proposed to fabricate SERS-active
nanostructures, such as Langmuir-Blodgett assembly [20],
layer-by-layer assembly [22-25], convective assembly
[26, 27], and electron-beam lithography [28—30]. How-
ever, some of these techniques are expensive, complex,
and time-consuming, whereas others are not suitable for
large-scale production of uniform SERS substrates.

Herein, we present a simple and scalable approach to
fabricate high-density cross-patterned AgNW films on
Au surfaces by utilizing a meniscus-dragging deposition
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(MDD) method. AgNWs were aligned in the coating
direction while the deposition plate was moved back and
forth, dragging the meniscus of a microliter of AgNW
solution injected into the gap between the moving
deposition plate (on top) and the Au substrate (on the
bottom). To produce a large number of SERS hot spots,
we fabricated cross-junctions between the nanowires by
rotating the pre-coated substrate by 90° and repeating
the process, resulting in uniform cross-AgNW films. In
this study, we demonstrated that the cross-AgNW films
show higher Raman intensity than drop-AgNW films of
the same surface density. In particular, the cross-AgNW
films on Au films shows 1.8 times stronger SERS en-
hancement than drop-AgNW films.

Experimental

Fabrication of Cross-AgNW Films

Silicon wafers (P/Boron, 1-30 Q c¢m, 525+/-25 pm, Wafer
Biz) were treated with piranha solution (HyO,:H,SO,4 = 1:1)
to produce a hydrophilic surface. To fabricate an Au
substrate, an Au film (50 nm) was deposited onto a pre-
cleaned silicon substrate by thermal evaporation deposition.
A suspension of AgNWs (0.5 wt%) in isopropanol (IPA)
was purchased from Sigma Aldrich. The average diameter
and length of the AgNWs were approximately 60 nm and
10 pm, respectively. To produce high-density cross-
AgNW films, the purchased AgNW/IPA suspension was
concentrated to 1.5 wt% AgNWs by evaporating IPA in
the 0.5 wt% AgNWs solution on a hot-plate at 100 °C for
30 min. Preparation of high-density cross-AgNWs was
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achieved using an MDD method [31-33] as follows: glass
slides (25 x 75 mm? with plain ends, Fisher Scientific)
were treated with piranha solution for 30 min, rinsed in
DI water, and dried before coating. Then, 2 pL of the
1.5 wt% AgNW solution was injected between the glass
slide and the prepared Au film substrate, in contact with
each other at an angle of 8 = 30°. The deposition plate was
moved back and forth using a motorized stage (AL1-
1515-3S, Micro Motion Technology) at a rate of 20 mm/s
to cover a 2 x 2 cm” section of the Au film substrate. As
the deposition plate was moved, the IPA was dried and
the AgNWs became aligned with the shear stress applied
by the moving plate (Fig. 1a). To fabricate a cross-array
of AgNWs (Fig. 1c), the substrate with the as-
deposited film was rotated by 90° (Fig. 1b), and this
process was repeated. AgNW films were also prepared
on Au substrates by drop-casting using the same con-
centrated AgNW/IPA suspension as a control sample.

Characterization of Cross-AgNW Films

The fabricated Au/cross-AgNW films were characterized
using digital photography (Lumix DMC-LX5, Panasonic),
field emission scanning electron microscopy (FE-SEM,
Carl Zeiss SIGMA), and UV-vis-NIR spectrophotometry
(V-670, Jasco). To perform SERS using the prepared sub-
strates, Au/cross-AgNW films were heated on a hot-plate
at 110 °C for 10 min to remove the polyvinylpyrrolidone
(PVP) layer on the AgNW surface. The SERS substrates
were then dipped in 100 mM benzenethiol in ethanol
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(Sigma Aldrich) for 15 min, rinsed with ethanol, and then
dried under N,. Raman spectra of benzenethiol were
collected using a confocal Raman microscope (Alpha 300,
WITec) with a 785 nm excitation laser. The integration
time was 0.5 s, and the laser power was ~ 15 mW. Raman
spectral images (40 x 40 pm?®) were obtained under
15 mW laser power and 0.2 s integration times.

Results and Discussion

To fabricate cross-patterned AgNW assemblies on Au
film substrate, we used a MDD method as shown in Fig. 1.
The concentrated AgN'W/IPA suspension was injected
between the deposition plate and the Au film contacted at
an angle of O = 30°, and a meniscus was formed between
the end of deposition plate and the Au surfaces due to
capillary action (Fig. la). When the deposition plate
moved back and forth, the shear stress applied to the
AgNWs in the meniscus causes them to assemble parallel
to each other and align along the direction of the shearing
force. After this process, the AgNW film substrate was
rotated 90° (Fig. 1b), and another layer of AgN'W was as-
sembled on top of it (Fig. 1c). This process was repeated
to form a high density of cross-AgN'W assemblies with 8—
18 layers. Using multiple deposition steps, we fabricated
high density cross-AgNWs on Au film substrates, where
8, 10, 14, and 18 deposited layer samples are denoted as
C-8, C-10, C-14, and C-18, respectively. The photograph
in Fig. 1d shows the high-density AgNW assemblies on
Au film with 18 deposition number, covering a relatively
large area (2 x 2 cm?).

To compare the performance of our cross-AgNW
films to random-AgNW films, we fabricated four
different surface densities of irregular AgNW films by
drop-casting, such that the surface density of AgNWs
was controlled by the concentration of the AgNW
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suspension. The different surface densities of the drop-
casted AgNW films were defined by D-8, D-10, D-14,
and D-18, corresponding to C-8, C-10, C-14, and C-18
above, respectively. The calculated surface densities of
the AgNWs are 4.7 pg/cm® (C-8, D-8), 5.9 pg/cm?
(C-10, D-10), 8.3 pg/cm? (C-14, D-14), and 10.6 pg/cm>
(C-18, D-18). Figure 2 shows FE-SEM images of the cross-
AgNW films (Fig. 2a-d) and random-AgNW films
(Fig. 2e—h). The cross-AgNWs films show highly
uniform cross-networks over the entire surface area,
evident even at low magnification levels. In addition,
the films became denser at increased deposition num-
bers and show increased numbers of AgNW junc-
tions. On the other hand, images of random-AgNW
films show both locally aligned and randomly depos-
ited morphologies.

AgNWs enable a very intense light absorption band in
the visible region. Figure 3 shows the UV-vis absorption
spectra of cross-AgNW films on Au films with various de-
position numbers. As can be seen in Fig. 3a, two
maximum absorption peaks were detected, those being a
weak peak at 343 nm and a broad peak at 351-359 nm.
By increasing the number of AgNW conjunctions, the
broad SPR peak is red-shifted from 351 to 359 nm
(Fig. 3b). In addition, the absorption intensity of the SPR
band gradually increases at increased surface densities
(Fig. 3c). These results indicate that high-density AgN'W
films can lead to high light absorption by multiple
plasmon couplings between neighboring AgNW's (crossed
and parallel gaps) and between the Au film and the
AgNW films.

Raman intensities were compared between cross-
AgNW films and drop-casted AgNW films incubated in
100 mM benzenethiol (Fig. 4). The Raman spectra of
benzenethiol exhibit an in-plane ring-breathing mode
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Fig. 2 FE-SEM images of AgNW films with different deposition numbers and prepared by different coating methods. a-d The cross-AgNW films

with different surface concentrations of AGNWs. e-h The drop-casted AgNW films with corresponding AgNW concentrations. Surface density of
AgNWs on Au substrate: a, e 4.7 pg/cm? b, f 5.9 pg/cm?, ¢, g 8.3 pug/cm?, and d, h 10.6 ug/cm?
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(351-359 nm) peaks depending on deposition number

(998 cm™), an in-plane C-H bending mode (1021 cm™),
and an in-plane ring-breathing mode coupled with a C-S
stretching mode (1071 cm ™) [34]. The SERS intensity of
the cross-AgNW films increases with the AgNW surface
density up to C-14, as shown in Fig. 4a. However, the
SERS intensity of the C-18 sample was lower than that of
the C-14 sample despite the high surface density of

AgNWs, as strong inter-nanowire plasmon couplings
shielded the propagating surface plasmon (PSP) of the Au
film surface [35, 36]. The D-14 drop-casted AgNW films
exhibits higher Raman intensity than the D-18 drop-
casted AgNW films for this same reason (Fig. 4b). From
these results, we can conclude that a suitable surface
density of AgNWs is required for the amplification of
SERS intensity. The C-14 and D-14 samples have the
same surface density of AgNWs (8.3 pg/cm?®) on the
Au film, suitable for producing strong SERS intensity in
samples prepared by both coating methods. However,
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the cross-AgNW films exhibited 1.8—36-fold higher SERS
intensity than the drop-casted AgNW films because of
geometric differences between the uniformly coated
AgNWs (cross-AgNW films) and the partially aggregated
AgNWs (drop-casted AgNW films), as shown in Fig. 4c.
Consequently, the SERS intensities were affected by the
array forms of AgNWs on Au films, and strong SERS in-
tensity was created on the cross-AgNW films.

Raman mapping was performed to study the
homogeneity and spatial distribution of the integral area
of Raman intensity at the 1071 cm™ band of benze-
nethiol. The Raman spectral images in Fig. 5 show SERS
hot spots on the Au-AgNW films. The reliability and re-
producibility of Raman intensity quantification can be
determined by counting these hot spots. As the number
of layers increases, the Raman intensity increases and
the spatial distribution of the Raman intensity becomes
more homogeneous. In addition, the cross-AgNW films
show regular and strong hot spots over the entire
surface, but the drop-casted AgNW films were covered
with randomly distributed hot spots. Therefore, the
cross-AgNW films showed more uniform and stronger
SERS intensity than the drop-casted AgNW films. In
particular, C-14 (Fig. 5¢) and C-18 (Fig. 5d) showed
more hot spots than D-14 (Fig. 5g), demonstrating that
the cross-AgNW films generated a larger number of hot
spots than the drop-casted AgNW films for strong SERS
enhancement.

Conclusions

In summary, we have presented solution-based fabrica-
tion of extremely enhanced and reproducible large-area
SERS substrates with uniform cross-arrays of AgNWs
on Au; these arrays were produced using microliter vol-
umes of AgNW suspension. The AgN'Ws were aligned by

the shear stress applied to the meniscus of a droplet of
AgNW suspension injected between the deposition plate
and the coating plate. The regularly assembled AgNW
films demonstrated better structural homogeneity and
SERS intensity 1.8-36-fold higher than random, drop-
casted AgNW films. The increased SERS intensity was
attributed to an increase in SERS multiple plasmon
couplings among AgNWs (crossed and parallel gaps) and
between the Au film and the AgNWs. We have
demonstrated that the SERS enhancement brought about
by the cross-AgNW films was optimized at C-14 (Au/
cross-AgNW films). Therefore, the cross-AgNW-based
SERS substrate is sufficient to fabricate a highly sensitive
SERS system. This approach has great potential for use in
a wide range of applications in optoelectronics, nanoelec-
tronics, and sensors.

Acknowledgments

This work was supported by the National Research Foundation of Korea (NRF)
grant funded by the Korea government (MSIP) (No. 2016R1A2B4012992) and
the Chung-Ang University Graduate Research Scholarship in 2017.

Authors’ Contributions

SJand JL equally contributed to this work. HK and SC developed the idea of
the Au/cross-AgNW film for a highly sensitive SERS substrate. SJ and SN
prepared the samples and performed the SEM images measurements. JL and
SJ measured the UV-vis and Raman spectra. All authors read and approved
the final manuscript.

Competing Interests
The authors declare that they have no competing interests.

Publisher’s Note
Springer Nature remains neutral with regard to jurisdictional claims in
published maps and institutional affiliations.



Jang et al. Nanoscale Research Letters (2017) 12:581

Received: 2 August 2017 Accepted: 24 October 2017
Published online: 03 November 2017

References

1.

20.

21,

22.

23.

Rycenga M, Cobley CM, Zeng J, Li W, Moran CH, Zhang Q, Qin D, Xia Y
(2011) Controlling the synthesis and assembly of silver nanostructures for
plasmonic applications. Chem Rev 111(6):3669-3712

Hutter E, Fendler JH (2004) Exploitation of localized surface plasmon
resonance. Adv Mater 16(19):1685-1706

Homola J, Yee SS, Gauglitz G (1999) Surface plasmon resonance sensors:
review. Sensors Actuators B Chem 54(1-2):3-15

Kelly KL, Coronado E, Zhao LL, Schatz GC (2003) The optical properties of
metal nanoparticles: the influence of size, shape, and dielectric
environment. J Phys Chem B 107(3):668-677

Tam F, Moran C, Halas N (2004) Geometrical parameters controlling sensitivity
of nanoshell plasmon resonances to changes in dielectric environment. J Phys
Chem B 108(45):17290-17294

Chen G, Wang Y, Yang M, Xu J, Goh SJ, Pan M, Chen H (2010) Measuring
ensemble-averaged surface-enhanced Raman scattering in the hotspots of
colloidal nanoparticle dimers and trimers. J Am Chem Soc 132(11):3644-3645
Wang Z, Lukyanchuk B, Guo W, Edwardson S, Whitehead D, Li L, Liu Z, Watkins K
(2008) The influences of particle number on hot spots in strongly coupled metal
nanoparticles chain. J Chem Phys 128094705

Bosnick KA, Jiang J, Brus LE (2002) Fluctuations and local symmetry in
single-molecule rhodamine 6G Raman scattering on silver nanocrystal
aggregates. J Phys Chem B 106(33):8096-8099

Corni S, Tomasi J (2002) Surface enhanced Raman scattering from a single
molecule adsorbed on a metal particle aggregate: a theoretical study.

J Chem Phys 116(3):1156-1164

Choi CJ, Xu Z, Wu H-Y, Liu GL, Cunningham BT (2010) Surface-enhanced
Raman nanodomes. Nanotechnology 21:415301

Huebner U, Boucher R, Schneidewind H, Cialla D, Popp J (2008)
Microfabricated SERS-arrays with sharp-edged metallic nanostructures.
Microelectron Eng 85(8):1792-179%4

Farcau C, Astilean S (2010) Mapping the SERS efficiency and hot-spots
localization on gold film over nanospheres substrates. J Phys Chem C
114Q27)11717-11722

Masson J-F, Gibson KF, Provencher-Girard A (2010) Surface-enhanced Raman
spectroscopy amplification with film over etched nanospheres. J Phys Chem
C 114(51):22406-22412

Xu J, Liu W, Liu H, Hu Y (2007) Controlled synthesis of uniform silver nanowires
with high aspect ratios in aqueous solutions of gemini surfactant. Front Chem
Eng China 1(3)221-227

Goh MS, Lee YH, Pedireddy S, Phang IV, Tjiu WW, Tan JMR, Ling XY (2012) A
chemical route to increase hot spots on silver nanowires for surface-enhanced
Raman spectroscopy application. Langmuir 28(40):14441-14449

Gunawidjaja R, Peleshanko S, Ko H, Tsukruk W (2008) Bimetallic
nanocobs: decorating silver nanowires with gold nanoparticles.

Adv Mater 20(8):1544-1549

Clayton DA, McPherson TE, Pan S, Chen M, Dixon DA, Hu D (2013) Spatial
and temporal variation of surface-enhanced Raman scattering at Ag
nanowires in aqueous solution. Phys Chem Chem Phys 15(3):850-859
Chang S, Ko H, Gunawidjaja R, Tsukruk W (2011) Raman markers from silver
nanowire crossbars. J Phys Chem C 115(11):4387-4394

Lee SJ, Morrill AR, Moskovits M (2006) Hot spots in silver nanowire
bundles for surface-enhanced Raman spectroscopy. J Am Chem Soc
128(7):2200-2201

Tao A, Kim F, Hess C, Goldberger J, He R, Sun Y, Xia Y, Yang P (2003)
Langmuir—Blodgett silver nanowire monolayers for molecular sensing using
surface-enhanced Raman spectroscopy. Nano Lett 3(9):1229-1233

Liu J-W, Wang J-L, Huang W-R, Yu L, Ren X-F, Wen W-C, Yu S-H (2012)
Ordering Ag nanowire arrays by a glass capillary: a portable, reusable and
durable SERS substrate. Sci Rep 2:987

Ariga K, Hill JP, Ji Q (2007) Layer-by-layer assembly as a versatile bottom-up
nanofabrication technique for exploratory research and realistic application.
Phys Chem Chem Phys 9(19):2319-2340

Aroca RF, Goulet PJG, dos Santos DS, Alvarez-Puebla RA, Oliveira ON (2005)
Silver nanowire layer-by-layer films as substrates for surface-enhanced
Raman scattering. Anal Chem 77(2):378-382

24.

25.

26.

27.

28.

29.

30.

32.

33.

34.

35.

36.

Page 6 of 6

Kahraman M, Zamaleeva A, Fakhrullin R, Culha M (2009) Layer-by-layer
coating of bacteria with noble metal nanoparticles for surface-enhanced
Raman scattering. Anal Bioanal Chem 395(8):2559-2567

Kim K, Lee HS, Yu HD, Park HK, Kim NH (2008) A facile route to stabilize
SERS-marker molecules on pAg particles: layer-by-layer deposition of
polyelectrolytes. Colloids Surf Physicochem Eng Aspects 316(1-3):1-7
Kuncicky DM, Prevo BG, Velev OD (2006) Controlled assembly of SERS
substrates templated by colloidal crystal films. J Mater Chem 16(13):1207-1211
Kahraman M, Yazici MM, $ahin F, Culha M (2008) Convective assembly of
bacteria for surface-enhanced Raman scattering. Langmuir 24(3):894-901
Abu Hatab NA, Oran JM, Sepaniak MJ (2008) Surface-enhanced Raman
spectroscopy substrates created via electron beam lithography and
nanotransfer printing. ACS Nano 2(2):377-385

Gunnarsson L, Biemeld EJ, Xu H, Petronis S, Kasemo B, Kéll M (2001) Interparticle
coupling effects in nanofabricated substrates for surface-enhanced Raman
scattering. Appl Phys Lett 78(6):802-804

Deng X, Braun GB, Liu S, Sciortino PF, Koefer B, Tombler T, Moskovits M (2010)
Single-order, subwavelength resonant nanograting as a uniformly hot substrate
for surface-enhanced Raman spectroscopy. Nano Lett 10(5):1780-1786

KoY, Cho S, Choi KS, Park Y, Kim ST, Kim NH, Kin SY, Chang ST (2012) Microlitre
scale solution precessing for controlled, rapid fabrication of chemically derived
graphene thin films. J Mater Chem 22(8):3606-3613

Yin Z, Song SK, You D-J, Ko Y, Cho S, Yoo J, Park SY, Piao Y, Chang ST, Kim YS
(2015) Novel synthesis, coating, and networking of curved copper nanowires
for flexible transparent conductive electrodes. Small 11(35):4576-4583

Ko Y, Song SK, Kim NH, Chang ST (2016) Highly transparent and stretchable
conductors based on a directional arrangement of silver nanowires by a
microliter-scale solution process. Langmuir 32(1):366-373

Shin K-S, Ryoo H-W, Lee Y-M, Kim K (2008) Surface-enhanced Raman
scattering of benzenethiol adsorbed on silver-exchanged copper powders.
Bull Kor Chem Soc 29(2):445-449

Lee J, Hua B, Park S, Ha M, Lee Y, Fan Z, Ko H (2014) Tailoring surface
plasmons of high-density gold nanostar assemblies on metal films for
surface-enhanced Raman spectroscopy. Nano 6(1):616-623

Stuart HR, Hall DG (1998) Enhanced dipole-dipole interaction between
elementary radiators near a surface. Phys Rev Lett 80(25):5663

Submit your manuscript to a SpringerOpen®
journal and benefit from:

» Convenient online submission

» Rigorous peer review

» Open access: articles freely available online
» High visibility within the field

» Retaining the copyright to your article

Submit your next manuscript at » springeropen.com




	Abstract
	Background
	Experimental
	Fabrication of Cross-AgNW Films
	Characterization of Cross-AgNW Films

	Results and Discussion
	Conclusions
	Authors’ Contributions
	Competing Interests
	Publisher’s Note
	References

