
The University of Manchester Research

Self-energized organic-inorganic hybrid composite for
surface enhanced Raman spectroscopy
DOI:
10.1063/5.0048802

Document Version
Final published version

Link to publication record in Manchester Research Explorer

Citation for published version (APA):
Alvarez-Ruiz, D. T., Almohammed, S., Fularz, A., Barwich, S. T., & Rice, J. H. (2021). Self-energized organic-
inorganic hybrid composite for surface enhanced Raman spectroscopy. Journal of Applied Physics , 129(19),
[193102]. https://doi.org/10.1063/5.0048802

Published in:
Journal of Applied Physics

Citing this paper
Please note that where the full-text provided on Manchester Research Explorer is the Author Accepted Manuscript
or Proof version this may differ from the final Published version. If citing, it is advised that you check and use the
publisher's definitive version.

General rights
Copyright and moral rights for the publications made accessible in the Research Explorer are retained by the
authors and/or other copyright owners and it is a condition of accessing publications that users recognise and
abide by the legal requirements associated with these rights.

Takedown policy
If you believe that this document breaches copyright please refer to the University of Manchester’s Takedown
Procedures [http://man.ac.uk/04Y6Bo] or contact uml.scholarlycommunications@manchester.ac.uk providing
relevant details, so we can investigate your claim.

Download date:26. May. 2023

https://doi.org/10.1063/5.0048802
https://research.manchester.ac.uk/en/publications/35447c10-88e0-4409-ad15-4a4da055e618
https://doi.org/10.1063/5.0048802


J. Appl. Phys. 129, 193102 (2021); https://doi.org/10.1063/5.0048802 129, 193102

© 2021 Author(s).

Self-energized organic-inorganic hybrid
composite for surface enhanced Raman
spectroscopy
Cite as: J. Appl. Phys. 129, 193102 (2021); https://doi.org/10.1063/5.0048802
Submitted: 26 February 2021 • Accepted: 06 May 2021 • Published Online: 20 May 2021

 Diana T. Alvarez-Ruiz,  Sawsan Almohammed,  Agata Fularz, et al.

ARTICLES YOU MAY BE INTERESTED IN

Surface-enhanced Raman scattering nanotags for bioimaging
Journal of Applied Physics 129, 191101 (2021); https://doi.org/10.1063/5.0047578

Evolutionary design of nano-cavity-based antireflective layers
Journal of Applied Physics 129, 193101 (2021); https://doi.org/10.1063/5.0046454

Temperature dependent electron–phonon coupling of Au resolved via lattice dynamics
measured with sub-picosecond infrared pulses
Journal of Applied Physics 129, 193104 (2021); https://doi.org/10.1063/5.0043950

https://images.scitation.org/redirect.spark?MID=176720&plid=1401535&setID=379065&channelID=0&CID=496959&banID=520310235&PID=0&textadID=0&tc=1&type=tclick&mt=1&hc=71bf76294ba1eff3502a31fdb96fd8874112c042&location=
https://doi.org/10.1063/5.0048802
https://doi.org/10.1063/5.0048802
http://orcid.org/0000-0003-3634-7148
https://aip.scitation.org/author/Alvarez-Ruiz%2C+Diana+T
http://orcid.org/0000-0002-5990-5088
https://aip.scitation.org/author/Almohammed%2C+Sawsan
http://orcid.org/0000-0001-7794-6177
https://aip.scitation.org/author/Fularz%2C+Agata
https://doi.org/10.1063/5.0048802
https://aip.scitation.org/action/showCitFormats?type=show&doi=10.1063/5.0048802
http://crossmark.crossref.org/dialog/?doi=10.1063%2F5.0048802&domain=aip.scitation.org&date_stamp=2021-05-20
https://aip.scitation.org/doi/10.1063/5.0047578
https://doi.org/10.1063/5.0047578
https://aip.scitation.org/doi/10.1063/5.0046454
https://doi.org/10.1063/5.0046454
https://aip.scitation.org/doi/10.1063/5.0043950
https://aip.scitation.org/doi/10.1063/5.0043950
https://doi.org/10.1063/5.0043950


Self-energized organic-inorganic hybrid composite
for surface enhanced Raman spectroscopy

Cite as: J. Appl. Phys. 129, 193102 (2021); doi: 10.1063/5.0048802

View Online Export Citation CrossMark
Submitted: 26 February 2021 · Accepted: 6 May 2021 ·
Published Online: 20 May 2021

Diana T. Alvarez-Ruiz,1 Sawsan Almohammed,1,2 Agata Fularz,1 Sebastian Tade Barwich,3

and James H. Rice1,a)

AFFILIATIONS

1School of Physics, University College Dublin, Belfield, Dublin 4 D04 V1W8, Ireland
2Conway Institute of Biomolecular and Biomedical Research, University College Dublin, Belfield, Dublin 4 D04 V1W8, Ireland
3School of Physics, Trinity College Dublin, Dublin 2 D02 PN40, Ireland

a)Author to whom correspondence should be addressed: james.rice@ucd.ie

ABSTRACT

In this study, we integrate plasmonic metal nanomaterials with a piezoelectric polyvinylidene fluoride (PVDF) polymer and lithium niobate
(LiNbO3) based composite to form an all-solid-state flexible self-energized sensor. We demonstrate that following the application of a load,
the film enhances the surface-enhanced Raman spectroscopy (SERS) signal of an analyte molecule up to 14 times. The piezoelectric β-phase
of PVDF in the film is optimized through the introduction of multi-walled carbon nanotubes and post-fabrication UV irradiation annealing.
Additionally, the SERS signal enhancement can be further increased by the application of in situ UV light irradiation of the sample, result-
ing in the generation of photoexcited electrons from LiNbO3 microparticles introduced into the composite. Both the application of a
mechanical displacement and the UV light-induced charge generation result in an improved charge transfer between the film and an
analyte molecule. The piezoelectric PVDF/LiNbO3 film has been shown to be a suitable SERS platform for the detection of important
biological molecules, demonstrating the potential of the substrate for fast on-site detection applications.

© 2021 Author(s). All article content, except where otherwise noted, is licensed under a Creative Commons Attribution (CC BY) license
(http://creativecommons.org/licenses/by/4.0/). https://doi.org/10.1063/5.0048802

I. INTRODUCTION

The design and fabrication of chemical sensors with high sen-
sitivity and selectivity have attracted considerable attention in fields
such as environmental monitoring, medical diagnostics, and foren-
sic analysis1–16 Surface-Enhanced Raman Spectroscopy (SERS) is a
powerful vibrational spectroscopic technique widely used in analyt-
ical chemistry that enables precise molecular identification.17 The
two key mechanisms contributing to the SERS enhancement are
the electromagnetic18 and chemical19 mechanisms. The electromag-
netic enhancement contribution results from the amplification of
the local electromagnetic fields near nanostructured metals due to
the excitation of localized surface plasmon resonances. The chemi-
cal enhancement mechanism arises from charge transfer between
the SERS substrate and the analyte molecule. SERS enhancement
may be ascribed to the electromagnetic and/or to the chemical
mechanism, depending on the specific properties of the substrate
and the analyte molecule. We aim to exploit both mechanisms
simultaneously by using plasmon-active metallic nanostructures

combined with a piezoelectric polyvinylidene fluoride (PVDF)
polymer facilitating charge transfer, leading to better SERS effi-
ciency of the substrate.

Electric-field up-regulated surface-enhanced Raman spectro-
scopy (E-SERS) has been shown to effectively increase Raman
signal intensities through combining triboelectric or piezoelectric
materials with plasmonic nanomaterials.8,20,21 For instance, it has
been demonstrated that the SERS signal from a probe molecule can
be enhanced up to threefold by depositing it on a triboelectrically
active material combined with Au–Ag nanostructures.20 It has also
been shown that a self-energizing substrate based on PVDF com-
bined with graphene and silver nanowires provides electrical poten-
tial by converting film deformation from a finger press into stored
electrical energy.21 The E-SERS mechanism enables an increase in
Raman signals up to ten times for a variety of analyte molecules.

Additionally, it has been shown that SERS signal intensities
can be boosted through the application of light irradiation of a
composite material containing both a metal and a semiconductor.
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The photo-induced enhanced Raman spectroscopy (PIERS) mecha-
nism has been demonstrated for gold nanoparticle/titanium
dioxide (TiO2) platforms.22 The PIERS signal has been reported to
be an order of magnitude higher than the SERS signal of a mole-
cule prior to the super-bandgap pre-irradiation of the substrates.
The additional enhancement in the Raman signal intensity has
been assigned to more efficient charge transfer between the tem-
plate and the analyte molecule.

Here, we report a strategy to increase the SERS signal levels by
combining a SERS-active nanostructure with a flexible piezoelectric
film based on a PVDF–silver nanoparticle (AgNPs) composite.
This film used as a SERS substrate enables boosting of the Raman
signal of analyte molecules by up to an order of magnitude
through the application of a load to the piezoelectric film
[Fig. 1(a)]. We propose that the SERS enhancement is observed fol-
lowing the conversion of the film deformation into stored electrical
energy by the piezoelectric film. The charge generated by the
application of mechanical stress can be transferred to an analyte
molecule, resulting in a strengthened chemical enhancement mech-
anism. PVDF possesses high dielectric and piezoelectric con-
stants23 enabling a self-charging effect. In order to boost the
piezoelectric properties of the film, multiwalled carbon nanotubes
(MW-CNTs) have been interwoven into the PVDF composite,
resulting in the increase of the concentration of the piezoelectric
β-phase of PVDF. Ferroelectric lithium niobate (LiNbO3) micro-
sized particles were also added to the composite. Electronic

transitions created through the application of super bandgap
(UV) irradiation to LiNbO3 can potentially create charges that
transfer to the probe molecule. This process can boost the SERS
signal of the probe molecule through a strengthened chemical
enhancement mechanism. Moreover, other than supplying the
required conditions for PIERS enhancement, UV treatment proce-
dures have also been shown to increase the concentration of
piezoelectric β-phase in PVDF. We propose that the combined
effects of localized surface plasmon resonance excitation in the
metal, stress-induced charge generation in PVDF, as well super-
bandgap excitation in LiNbO3 due to UV light irradiation result
in a significant boost of the SERS signal. The approach is applied
to a range of probe molecules including important biological mol-
ecules, demonstrating the potential of the substrate for fast on-site
detection applications.

II. MATERIALS AND METHODS

A. Preparation of PVDF/LiNbO3/MWC-NT composites

A schematic illustration of the fabrication process of the piezo-
electric film-based SERS substrate is shown in Fig. 1(b).
Nanocomposites based on polyvinylidene fluoride (PVDF) with
different amounts of lithium niobate (LiNbO3) and multi-wall
carbon nanotubes (MW-CNTs) were prepared by the solvent
casting method. The starting raw materials were reagent grade pol-
yvinylidene fluoride (Mw: 534 000 determined by gel permeation

FIG. 1. (a) Schematic drawing of the PHLN + CNT composite film boosting the SERS signal by up to an order of magnitude through the application of a load due to the gen-
eration of a piezoelectric charge. (b) Schematic drawing of the synthesis process of the composite PHLN + CNT film. (c) FTIR spectra of four studied composite films. (d)
The dielectric constant of PCNT and PHLN + CNT samples. (e) SERS spectra of methylene blue added to PHLN + CNT before and after the application of weight of 420 g
(applied at a 7 mm distance from the incident laser spot on the sample). Detailed sample composition is outlined in Table S1 in the supplementary material.
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chromatography), lithium niobate (99.9%), and multi-wall carbon
nanotubes (>90%, D × L 110–170 nm × 5–9 μm) obtained from
Sigma Aldrich Ireland®. First, the suspension of 0.17 and 0.85M
LiNbO3 in dimethylformamide (DMF) (Honeywell®, 99.8%) was
stirred with 0.25 wt./vol. % MW-CNTs for 1 h. The suspension
was then sonicated for 1 h to breakup MW-CNTs agglomerates.
7.5 wt./vol. % PVDF was added to the LiNbO3/MW-CNTs
mixture and further stirred for 1 h at 340 K. 50 μl of the well-
mixed suspension was drop cast on a coverslip heated to 340 K
and left to dry for 1 h. For subsequent characterizations, the
PVDF nanocomposite films were peeled off from the coverslips.
For comparison purposes, composites without LiNbO3 and
MW-CNTs were prepared following the same methodology as
described above. The details regarding sample composition are
listed in Table S1 in the supplementary material. The thickness of
the nanocomposite films reported here was about ∼300 μm and
was kept constant regardless of the composition of the sample
(MW-CNTs or LiNbO3 loading).

B. Preparation of probe molecule solution

4-aminothiophenol (4-ABT, CAS 1193-02-8, New Star
Chemical) powder was dissolved in methanol at an initial concen-
tration of 10−2M and then diluted in de-ionized water down to
10−4M. Methylene blue (MB, CAS 122965-43-9, Sigma-Aldrich)
and meso-tetra (N-methyl-4-pyridyl) porphine tetrachloride
(TMPyP; T40125, Frontier Scientific) powders were dissolved in
distilled water and then diluted down to a final concentration of
10−4M. Thymine (T0376, Sigma-Aldrich) and cytosine (C3506,
Sigma-Aldrich) were dissolved in de-ionized water at a concentra-
tion of 10−3M, then stirred for around 30 min using a magnetic
stirrer until the powder dissolved.

C. SERS measurements

For SERS measurements, 10 μl of silver nanoparticle suspen-
sion in water (CAS 795,968, Sigma-Aldrich) with a diameter of
40 nm and a concentration of 0.02 mg/ml was drop cast on the
surface of the PVDF composite and then left to dry at room tem-
perature. Subsequently, 10 μl of the probe molecule solution was
drop cast on the top of the AgNPs and left to dry at room tempera-
ture until the solvent evaporated. The SERS spectra were measured
using a bespoke Raman system, comprising an inverted optical
microscope (IX71, Olympus®), a monochromatic green laser
(532 nm, ThorLabs®) with a beam splitter and long pass filter
(RazorEdge, Semrock®), a spectrograph (SP-2300i, Princeton
Instruments®), and a CCD camera (IXON, Andor®). The 5 mW
laser was focused using a 50× objective lens. For the loading experi-
ment, a weight of 420 g was applied at a 7 mm distance from the
incident laser spot on the sample. The effect of the applied load on
the SERS spectra was studied immediately after the load was
applied. The spectra were obtained in an accumulation mode
(1 s integration time, accumulating 30 times) and the total acquisi-
tion time of the spectra was 30 s. The load was kept on the piezo-
electric film while the data were being collected to ensure that the
load was maintained during SERS acquisition. After 30 s, the load
was removed and the data for the discharged film were measured.
For UV light exposure SERS measurements, the composites with

the plasmonic nanoparticles and analyte molecule on the surface
were irradiated by a short-wave UV quartz pencil (Edmund Optics,
#40-759, 253.7 nm, 4.89 eV, a nominal output power of
4.5 mW/cm2) in 20-min increments up to a total irradiation time
of 120 min. SERS measurements were taken when the UV lamp
was off. Five measurements from one location on the same sample
were taken and the average is reported; the spatial variability was
assessed by averaging spectra recorded from three different
locations.

D. Microscopy and spectroscopy characterization

Fourier transform infrared spectroscopy (FTIR) measurements
were performed using an Alpha platinum-ATR spectrometer
(12209186, Bruker®). The spectra were collected using transmission
mode scanning from 400 to 4000 cm−1, taking 64 scans per mea-
surement with a resolution of 1 cm−1.

Absorbance measurements were carried out using a UV–Vis
spectrometer (V-650, JASCO, Inc.®) from 190 to 900 nm using a
1 nm step size, 1 nm bandwidth, and a scan speed of 400 nm/min.

Scanning electron microscopy (SEM) images of the compos-
ites were taken using a cold field emission (CFE) SEM operating at
5 kV (Regulus 8230, Hitachi-HighTech®). Prior to SEM imaging, a
thin (∼8 nm) layer of iridium was sputtered (Quorum Q150T®) on
the samples to avoid charging on the surface.

E. Dielectric measurements

Dielectric constant (ε) and ac conductivity (σac) measure-
ments were carried out using a parallel-plate capacitor structure.
The capacitance (C) and tangent loss (tan δ) of the samples were
measured using an HP 4284A® Precision LCR meter in the fre-
quency range of 20 Hz to 1 MHz applying an electric field of 1 V.
The dielectric constant was then evaluated using the parallel-plate
capacitor equation: ε = Cd/ε0A, where d and A are the thickness
and the area of the films, respectively. C is the capacitance of
the sample and ε0 is the permittivity of the free space
(8.854 × 10−12 F/m). The ac conductivity was calculated using the
following formula:

σac ¼ ωε0ε tan δ,

where ω is the angular frequency applied.

III. RESULTS AND DISCUSSION

Synthesized films were prepared through the mixing of PVDF,
MW-CNTs, and LiNbO3 in a solvent, followed by drop-casting and
drying of the substrate [shown schematically in Fig. 1(b)]. The
precise composition of the resulting samples is outlined in Table S1
in the supplementary material and Sec. II. PVDF composites
containing LiNbO3 and MW-CNTs (sample PHLN + CNT) were first
prepared. Infrared absorption spectroscopy (FTIR) showed that
the PHLN + CNT sample contained electroactive β and γ phases
[Fig. 1(c)]. SEM images of PHLN + CNT confirm that the composites
consisted of homogenously distributed MW-CNTs and LN parti-
cles on a well-connected plain spherulites matrix of about 6 μm
diameter [Figs. S2(b) and S2(c) in the supplementary material].
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Such well-connected plain spherulites have been reported to be
present when PVDF is formed in electroactive β and γ phases.24

The surface-enhanced Raman spectroscopy spectrum of meth-
ylene blue (MB) added to the PHLN + CNT sample as probe molecule
was recorded and is shown in Fig. 1(e). The effect of pressing the
substrate on the SERS spectra was then studied. The application of
a load via pressing the sample surface [Fig. 1(e)] resulted in a
tenfold increase in the SERS signal. The SERS signal intensity was
reduced back to its original intensity following the removal of the
load. The SERS spectra recorded show Raman bands consistent
with the ones previously reported in the literature for methylene
blue, i.e., peaks at 1623 cm−1 (ascribed to C—C ring stretching),
1436 cm−1 (C—N asymmetric stretching), and 1385 cm−1 (C—H
in-plane ring deformation).25

The FTIR spectrum of PVDF without carbon nanotubes or
lithium niobate added (sample P0) [Fig. 1(c)] consisted of absor-
bance bands characteristic for α, β, and γ PVDF crystallites. Small
absorbance bands of the α crystal are observed at 530 (CF2
bending), 615 and 765 cm−1 (CF2 bending and skeletal bending),
and 976 cm−1 (CH out-of-plane deformation). Strong β and γ
bands at 511 (β CF2 bending), 833 (γ), 840 (β and γ), and
1279 cm−1 (β CF out-of-plane deformation) indicate that the
sample consists of dominant ferroelectric β phase with a minor
amount of electroactive γ and non-polar α phases. The addition of
MW-CNTs to PVDF (sample PCNT) [Fig. S2(a) in the supplemen-
tary material] suppressed the nucleation of the α polymorph. SEM
images of PCNT show a well-connected plain spherulites matrix of
about 6 μm diameter [Figs. S2(b) and S2(c) in the supplementary
material]. The data support the assertion that the addition of
MW-CNTs results in the generation of electroactive β and γ PVDF
phases.24 FTIR spectroscopy showed that the incorporation of only
LiNbO3 into PVDF (PLN) [Fig. 1(c)] did not prevent the nucleation
of the α polymorph, however, the addition of MW-CNTs and
LiNbO3 together to PVDF did prevent the nucleation of the α poly-
morph within the sample showing predominant β and γ crystal
phases.

PVDF films prepared with MW-CNTs and LiNbO3 (sample
PHLN + CNT) were flexible and entirely black [Fig. 2(b)] suggesting
that the MW-CNTs were homogeneously distributed in the com-
posite at the macroscopic level in line with our SEM results. Based
on the UV–Vis absorption data, the sample absorbs light in the
UV region [Fig. 2(b)]. Current–voltage characteristic curves of the
polymers with and without MW-CNTs were measured in the −5 to
5 V range to avoid excessive heating of the samples [Fig. 2(a)].
PVDF-based composites with small additions of MW-CNTs (with
and without LN) showed a quasi-ohmic behavior, whereas samples
without MW-CNTs were completely insulating and could not be
measured using our experimental setup. The IV plot of PCNT com-
posites has been attributed to a tunneling effect in the electrical
conductivity of the composite when the CNT concentration is close
to the percolation threshold.26 The conducting paths formed by the
well-dispersed MW-CNTs help to reduce the internal resistance of
the composite as well, which has been demonstrated to lead to
short voltage lifetime and high output characteristics.27

The effect of LiNbO3 addition on the dielectric properties, i.e.,
dielectric constant, tangent loss, and the ac conductivity of samples
with MW-CNTs was studied in the 20 Hz–1MHz frequency range

and is shown in Figs. 1(d) and 3. The dielectric constant of the
MW-CNT-containing samples is improved with LiNbO3 addition,
reaching the highest value of ∼50 at 0.85M incorporation of
LiNbO3 (PHLN + CNT), while the dielectric constant of the sample
containing only MW-CNT (PCNT) was about 22 at the same fre-
quency. The improvement in the dielectric constant through
LiNbO3 addition did not significantly diminish the dielectric losses
at low frequencies. The relatively low dielectric loss observed in the
MW-CNTs-containing samples (Fig. 3) further confirms the homo-
geneous distribution of the nanotubes throughout the sample. The
mass percentage of conducting MW-CNTs in the composite was
kept low (0.25 wt./vol. %) to facilitate the formation of the electro-
active PVDF phases, decrease the internal resistance, and not affect
the dielectric properties [Fig. 1(d)] of the composite.26–31

Based on the FTIR and SEM studies, we can see the role
MW-CNTs play in preventing the nucleation of the paraelectric α
phase and promotion of the β-phase. The electrical measurements
further confirm that the role of MW-CNTs is not only limited to
the formation of electroactive PVDF phases but also the decrease
in the internal resistance of the PVDF films.

Further enhancement of the nucleation rate of electroactive β
crystallite in the PHLN + CNT film was achieved by employing a
simple and cost-effective method of exposing the film following
drop-casting deposition to UV light irradiation (λex∼ 253.7 nm).
Exposure of PHLN + CNT to UV light promoted the γ to β phase
transition, as can be observed in Fig. 2(c). The characteristic bands
of the β polymorph (511 and 1279 cm−1) become stronger at
expense of the γ crystallite bands (833 and 1234 cm−1). The left
shoulder in the 840 cm−1 band commonly ascribed to γ (833 cm−1)
starts disappearing upon UV light exposure. Samples made with a
low concentration of LiNbO3 (PLLN + CNT) produced a weaker con-
version to the β-phase compared to when a higher concentration of
LiNbO3 is used (PHLN + CNT).

The γ to β or α to β phase transformation upon UV light
exposure was not observed in samples prepared with pure PVDF
(sample P0) or samples prepared by adding only MW-CNTs to
PVDF (sample PCNT) composites [Fig. S2(b) in the supplementary
material]. Due to the attention directed to the β phase and its supe-
rior ferroelectric performance, the γ phase has been previously mis-
takenly reported in the literature as the β phase.32 Here, we
unambiguously show the γ to β phase transition by accurately
assigning the γ and β bands in our FTIR spectra.

The UV light irradiation of the substrate may be used not
only to increase the concentration of the piezoelectric β-phase in
the film but also to boost the charge generation in LiNbO3 via the
previously described PIERS mechanism. Measuring the SERS signal
intensity from a probe molecule recorded on PHLN + CNT as a func-
tion of UV irradiation time showed that the Raman signal intensity
increased with UV irradiation time. A greater than tenfold increase
in SERS intensity from 4-ABT adsorbed onto AgNPs was achieved
using PHLN + CNT after 100 min of UV light exposure [Fig. 2(d)].
The SERS spectra of 4-ABT possess features in agreement with
those reported in the literature, e.g., four b2 (at 1142, 1390, 1433,
and 1575 cm−1) and one a1 (1082 cm

−1, C-S stretching) symmetry
species of benzene ring vibrations.33 To show the reproducibility,
ten continuous measurements of charging/discharging cycles were
recorded using the PHLN + CNT composite, shown in [Fig. 2(e)].
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FIG. 2. (a) Current–voltage characteristic (I–V plot) curve of PLLN + CNT and PHLN + CNT samples. (b) UV–Vis absorption spectra of the PHLN + CNT composite. The inset
shows a picture of the substrate demonstrating its flexibility. (c) FTIR spectra of PHLN + CNT before and following 30 min of UV exposure. (d) SERS spectra of probe mole-
cule 4-ABT on PHLN + CNT under periodic load application (charged) and following removal of the load (relaxed). (e) SERS intensity of the highest intensity peak in the
4-ABT spectrum on PHLN + CNT under periodic load application and relaxation cycles. (f ) SERS signal intensity following mechanical deformation due to the application of a
weight of 420 g (applied at a 7 mm distance from the incident laser spot on the sample) as a function of UV exposure time. Detailed sample composition is outlined in
Table S1 in the supplementary material.
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Small variations in the Raman intensity are observed due to the
variations in the force exerted in each cycle.

The SERS of 4-ABT spectra prior to UV light exposure (i.e., 0
min exposure time) was studied for three composites (e.g., PCNT,
PLLN, and PHLN) following mechanically deforming the sample
through the application of a load [Fig. 2(f )]. The SERS spectra
showed a 1.6-fold enhancement in signal intensity for PCNT, while
PLLN and PHLN composites showed a 2.7- and 2.3-fold enhance-
ment, respectively [Fig. 2(f )]. Following these studies, we then
assessed the impact of UV exposure on the SERS signal intensity of
4-ABT from all three composites. Composites containing LiNbO3

particles exhibited a superior SERS performance compared to
PVDF samples containing only MW-CNTs. Examination of the
plot [Fig. 2(f )] shows that a sufficient amount of LiNbO3 is
required to optimize the impact of UV irradiation of the substrate
in order to maximize the enhancement in SERS signal levels.
Noting that due to the diminishing effect of the paraelectric α
phase on the piezoelectric performance of the P0 and PHLN

samples, samples without MW-CNTs were not further studied for
SERS applications. We propose that the role of LiNbO3 in enhanc-
ing the SERS signal intensities is through the application of super-
bandgap UV irradiation through PIERS.22 The effect of in situ UV
light irradiation on lithium niobate on insulator (LNOI)–silver
nanoparticle templates was previously described in detail in the lit-
erature.34 LiNbO3 is a wide-bandgap semiconductor (bandgap of
∼3.9 eV), and it can be directly excited by UV light of energy equal
to 4.8 eV (253.7 nm). We believe that the main mechanism follow-
ing UV irradiation charge generation in the LiNBO3 particles in
the PVDF film, which are later transferred to the probe molecule,
resulting in an enhancement of the SERS signal via the chemical
enhancement mechanism. UV light exposure can potentially gener-
ate shallow defects in the LiNbO3 crystal.

10,22 Electronic transitions
from the defect-related energy levels can be driven by the laser
used for the Raman measurements; the charges excited can then

transfer to the probe molecule from the substrate. This electron
transfer process can enhance the Raman signal intensity of the
probe molecules through a chemical enhancement mechanism.
Such a process has been proposed to explain PIERS in previous
studies.10,22

The SERS signal of an analyte molecule deposited on the
PCNT sample that did not contain LiNbO3 remained constant
throughout the measurement for up to 100 min of UV exposure.
Therefore, we believe that the molecule used in the experiment is
stable under UV irradiation for the duration of time used in the
experiment, and any changes observed in the intensity of the spec-
trum are due to additional charge generation after super-bandgap
excitation in LiNbO3.

35 Longer UV irradiation exposure times
affected the SERS signal of the analyte molecule due to possible
photooxidative effects.36

In order to demonstrate the universality of the method and
the potential of the piezoelectric PHLN + CNT substrate for biomole-
cule monitoring applications, the load application method was
employed for three additional analyte molecules, as shown in
Fig. 4. Porphyrins such as TMPyP are conjugated organic mole-
cules that can self-assemble into nanoscale superstructures that
appear in many biological systems.37 Due to the high light-
harvesting efficiencies of such systems, porphyrins have potential
applications in solar energy harvesting and organic electronics.38

The Raman spectrum of TMPyP on the PHLN + CNT substrate is
characterized by peaks at 1249 cm−1 (C-pyrrole bending), 1451 and
1557 cm−1 (C−C stretching), as well as 1639 cm−1 (pyrrole
bending) in agreement with values previously reported in the litera-
ture.10,39 Following the application of the load, the relative intensity
of the peaks increased twofold. Additionally, two nucleobases,
thymine and cytosine, were investigated as analyte molecules.
Detection of DNA or RNA sequences is of high importance in the
field of diagnostics and early disease detection;40 nucleobases are,
however, difficult to detect using SERS due to their low Raman

FIG. 3. (a) Dielectric losses and (b) ac conductivity of PHLN + CNT and PCNT samples.
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cross sections.41 When thymine is deposited on the polymer sub-
strate only one peak at 1655 cm−1, which was previously reported
to be the marker band of thymine associated with CvO stretching,
can be seen.40,42 Following the application of the load the peak
intensity is enhanced fourfold and additional peaks at 574 cm−1

(ring deformation) 752 cm−1 (ring breathing), and 1356 cm−1 (CH3

bending and C—H deformation)42 appear in the spectrum. The
spectrum of cytosine is characterized by peaks at 562 cm−1 (ring
deformation), 797 cm−1 (ring breathing), 1289 cm−1 (ring stretch-
ing C—N), and 1617 cm−1 (CvO stretching) among others in
agreement with values reported in the literature.42 The intensity of
the cytosine peaks was enhanced up to fourfold following the appli-
cation of the load.

IV. CONCLUSIONS

We have reported nucleation of single β-phase PVDF film by
the use of LiNbO3/MW-CNTs sample loading and post-treatment
UV light irradiation. The fabricated piezoelectric PVDF composites
could be applied as self-energized touch sensors able to enhance
the SERS response of different analyte molecules including impor-
tant biomolecules. A higher than tenfold increase was observed
after the application of a load to the piezoelectric film with a high
LiNbO3 concentration (0.85M). Compared with samples containing
the paraelectric α phase, single β phase PVDF composites signifi-
cantly increased the SERS enhancement of analyte molecules in
response to the applied mechanical stress. Samples with higher
LiNbO3 loading showed enhanced SERS response when being
pressed after UV radiation exposure. The enhanced SERS signal is
attributed to a combination of two charge transfer mechanisms: the
first one produced as a consequence of the mechanical stress
applied to the piezoelectric PVDF film; the second one resulting

from the promotion of UV-photoexcited electrons from the
LiNbO3 particles to the analyte molecule, resulting in the number
of Raman photons emitted.

SUPPLEMENTARY MATERIAL

See the supplementary material for SEM and FTIR data as
well as the composition of the samples.
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