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ABSTRACT

Nanoimprint lithography is conventionally used to transfer a pattern from a mold to a deformable and curable
resist layer. Here we report a nanoimprinting technique to selectively transfer components of a pre-assembled
nanostructure to a new substrate, while retaining the advantages of nanoimprint lithography such as low cost and high
throughput. We use this technique to study metal particle roughness in Au “nanofinger” substrates, along with the
effects of annealing to reduce roughness, and the impact of annealing on the Surface Enhanced Raman Scattering
(SERS) signal. The nanofinger substrates consist of Au-coated polymer pillars arranged to collapse into a designed
assembly. Upon exposure to a volatile liquid and subsequent drying, microcapillary forces pull the pillars and their
metal caps together into the designed structure. Successful transfer was achieved using the concept of template stripping
via cold welding using a normal nanoimprinting process with no resist layer but under appropriate pressure to ensure
even and complete transfer of all the nanostructures. Particle roughness was not found to be a significant factor in SERS
from naonfinger substrates as annealing did not increase the observed Raman intensity.
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1. INTRODUCTION

Nanofabrication is a rapidly expanding field, with new techniques and applications being discovered at an amazing
pace in diverse fields such as plasmonics,"” data storage®” and biology.®” A variety of methods are available to generate
nanoscale patterns and particles, which can be split into two main categories, top-down and bottom-up approaches.
Resolution limits of top-down approaches such as EUV and electron-beam lithography are continually improving,® but
still face some fundamental limits.* In addition, direct write processes like e-beam lithography are expensive and time
consuming. This limits there general application to mold or mask fabrication, and the incorporation of additional
processes such as nanoimprint lithography is necessary to achieve economic mass production.” Bottom-up approaches
are often capable of rapidly generating patterns with nanometer scale features, sometimes over large areas, by relying on
self-assegnbly.lo’ll However, it can be difficult to tailor these processes to form the exact spacing and geometric structure
desired.

Even when fabrication of structures with appropriate dimensions is achieved, some important considerations remain.
For example, the roughness and grain size of metals can play an important role in their plasmonic performance.'>"
However, some studies have suggested that surface roughness may not play an important role in some plasmonic
applications, such as Surface-Enhanced Raman Spectroscopy (SERS)."> Other SERS research has focused on the intense
electromagnetic field enhancement found when two or more metal nanoparticles are brought together with gaps on the
order of a few nanometers.'®*° On this scale, the roughness of the particles can have a considerable impact on the actual
gap between two particles, so it would be surprising if this has no effect. However, the discussion of roughness effects
has so far been largely theoretical, so experimental studies are needed to resolve the issue.

In this paper, we discuss the further development of a fabrication technique for generating metal particle assemblies
resting on polymer pillars with designable symmetry and nanometer scale features using a combination of top down and
bottom up fabrication approaches.”’ These arrays have proven to be flexible?? and powerful SERS substrates,”



suggesting the name “nanofingers” due to their tendency to trap molecules in SERS hot spots. However, there is still
much to be learned about their performance, such as the effects of surface roughness. The surface roughness of the metal
particles remains difficult to resolve in the SEM because they sit on top of non-conducting polymer pillars. While we
can assume that is similar to that of the underlying film, which appears to have significant roughness and a relatively
small grain size, we can observe the metal particle structure more directly by transferring them off of the pillars onto a
conducting substrate. This transfer technique is an expansion on a previous study on template stripping by cold
welding.”* While template stripping is often used to generate ultra-flat surfaces,” expanding this technique to the
transfer of patterned metal particle assemblies opens up new possibilities for incorporating plasmonic particles into
devices. Finally, we will examine the effects of reducing metal roughness in Au nanofinger substrates through low
temperature annealing.

2. EXPERIMENTS AND RESULTS

The starting point for the experiments described in this report is an array of flexible polymer pillars fabricated using
a combination of e-beam lithography, reactive ion etching, and nanoimprint lithography in a process described
previously.”’ An array of metal particles is formed on top of these pillars by depositing a thin film in an e-beam
evaporator. The pillars have a height and diameter ranging from 400-700 nm and 100-170 nm, respectively and are
composed of the UV resist used in the nanoimprint process.”® This high aspect ratio is achieved due to the siloxane
backbone formed during the curing process,”’ but enough flexibility remains that these metal-capped pillars collapse into
predefined geometries when exposed to an evaporating liquid due to microcapillary forces.”® Furthermore, when
molecules such as trans-1,2-bis(4-pyridyl)ethylene (BPE) are included in this solution, they can become trapped between
the particles.” This is particularly interesting for SERS applications, where locating analyte molecules precisely at the
“hot spots” that occur when metal particles are brought into close proximity is important but often challenging. It is also
interesting to note that this molecular trapping can be used to modify the gap size, as has previously been reported for
DNA?"* and cucurbit[n]urils.'®
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Figure 1. SEM images taken at a tilt of 35° of (a) Au-capped polymer pillars before closing, (b) Au capped polymer pillars
after closing by exposing to ethanol and drying, (c) Au metal particles transferred to an Au-coated Si substrate and (d) Au-

capped polymer pillars after annealing at 300 °C for 35 minutes. The scale bars are 200 nm in (a), (b) and (d) and 100 nm in
(©).

The surface roughness of Au particles is examined in an FEI Sirion XL30 SFEG scanning electron microscope
(SEM) and shown in Figure 1, but is difficult to resolve in the as fabricated state shown in Figure 1a. However, the



roughness of the underlying film implies that there is significant roughness in the metal caps themselves. To confirm
this, metal particles were transferred off of the polymer posts onto a conducting substrate. A thin Au film was deposited
onto a Si substrate in an e-beam evaporator. The Au-capped pillar template and Au-coated substrate are then pressed
together in a nanoimprinting tool for about 12 hours, as shown in the schematic in Figure 2. While cold welding has
been demonstrated at extremely low pressure in ultra-high vacuum (UHV) conditions, our nanoimprinting does not
achieve UHV conditions,” so a pressure of 150 psi was applied to the backside of the pillar template to ensure transfer.
The image shown in Figure 1c confirms that the particle roughness is similar to that observed in the underlying film.
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Figure 2. Illustration of method to transfer metal nanoparticles to a new substrate using metal-metal cold
welding.

To reduce the Au particle roughness, the pillar template was annealed in a furnace with a nitrogen flow rate of 25
scem. As shown in Figure 1, annealing at 300 °C for 1 hr was sufficient to significantly reduce the Au roughness in the
nanofinger samples. Annealing for longer time or at higher temperature causes the underlying film to bead up, making
comparison to the original geometry more difficult. Some further examples of the negative effects of annealing on the
polymer pillars are shown in Figure 3. Annealing at elevated temperatures of 390 °C or more led to significant shrinkage
and instability of the polymer pillars, as can be seen in the narrow necks and tilting of the pillars in Figure 3a. Even
annealing at lower temperature can lead to increased polymer stiffness, leading to unreliable pillar closing when exposed
to ethanol in the normal experimental procedure.

Figure 3. SEM i 1mages of Aucapped polymer plllars (a) annealed at 390 °C for 100 minutes and (b) 306 °C for 35
minutes followed by finger closing. Scale bars are 200 nm.

The effect of annealing to reduce roughness of the Au particles is assessed by measuring their SERS performance
using a standard raman active molecule, trans-1,2-bis(4-pyridyl)ethylene (BPE). As described previously, BPE is an



ideal molecule for these pillar structures as the two pyridine rings at either end of the molecule bind well to Au, often
bridging the gap between two particles in the closed state, locating them optimally for SERS enhancement.”> For the
SERS measurements presented in Figure 4, the pillar templates were soaked in 1 mM BPE in ethanol for 10 minutes,
allowed to air dry causing the nanofinger closing, and then rinsed with ethanol to remove physically adsorbed molecules.
The annealed pillars show significantly reduced performance as compared to unannealed structures, at least in part due to
suboptimal closing behavior. Since the annealed nanofingers close in a dimer pattern, the results of unannealed dimer
nanofingers are displayed in in Figure 4 and show more than double the Raman intensity of the annealed nanofingers.
There are a number of factors that could explain this change. For example, it is possible that a small degree of roughness
enhances the local SERS hot spots, and annealing to remove this roughness is detrimental to performance. Another
possibility is that changes to the underlying Au film during the annealing process, such as the enlarged voids due to Au
diffusion see in Figure 3 and Figure 4, play an important role in the plasmon resonance that is central to the SERS
enhancement effect. Finally, the size and shape of the metal particles is observed to change in the annealing process,
which can modify the plasmonic response of the nanofinger substrate. Further study would be necessary to determine
the true cause of the reduced performance, but we can conclude that the as deposited Au roughness does not substantially
degrade SERS performance.
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Figure 4. SERS spectra of Au nanofinger pentamers annealed at 306 °C for 35 minutes compared with unannealed Au
nanofinger dimers and pentamers. Scale bars are 200 nm.

4. CONCLUSIONS

We studied the effect of Au roughness on SERS performance in nanofinger substrates by low temperature
annealing. Particle roughness was not found to play a significant role in the SERS intensity of metal particles in close
proximity, while annealing had a number of unexpected effects on the substrate. Furthermore, a transfer technique
similar to template stripping by cold welding was presented as a method to study metal particle roughness. This transfer
technique has potential for wide ranging applications, as it represents a system for incorporating plasmonic nanoparticle
assemblies in an arbitrary new environment with no chemical modifications.
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