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Efficient and tunable shape selective synthesis of
Ag/CeO, nanostructures modified highly stable
SERS substrate for ultrasensitive detection of
pesticides on the surface of an apple

S. Thirumalairajan @ *@ and K. Girija©®®

Detection of pesticide residues from fruits and vegetables is of significant importance to ensuring human
health and environmental safety. An efficient and tunable shape-selective synthesis of Ag/CeO,
nanostructures as an active flexible SERS substrate for the detection of thiram on an apple surface via
a paste, peel off, and paste again process was performed. The well-controlled formation of silver
assembled CeO, microspheres constituting nanospheres and nanospindles with an average size of
approximately 56 and 32 nm with anisotropic structures has been confirmed through morphological and
crystallographic analysis. Interestingly, CeO, (111) was strongly anchored in the Ag (111) matrix, which
provides a more adequate pathway for rapid ion-electron transportation, as observed from the structural
and chemical composition analysis. The detection of thiram on the surface of an apple using our
proposed nanospindle SERS active substrate achieves a wide detection range from 1072 to 10™° M with
a correlation coefficient of 0.9929 and a low detection limit of 27 nM at S/N = 3. In addition, the charge
transfer mechanism between the Ag/CeO, nanostructures and thiram molecules has also been
proposed. We believe that the present work could provide novel ways to develop SERS active substrates

rsc.li/nanoscale-advances

1. Introduction

The detection of pesticide residues in agricultural production
has been a crucial problem worldwide, as pesticides are widely
used for protecting crops, vegetables, and fruits by regulating
insects, and their residues in food could pose a risk, not only to
human health but also to the environment and ecology.* It has
been estimated that less than 0.2% of the pesticide is used to
increase the yield and to influence the target pest, and the
remaining amount freely enters the environment and may
directly contaminate agricultural products and the food chain
as reported by the food and nutrient division.” India is ranked
second in the production of fruits after China, with 24.6% of the
world's total production, as indicated by the National Horti-
cultural Board.? The intake of pesticide-contaminated fruits and
vegetables can cause serious problems to human health even at
very low concentrations.*® For instance, thiram is an important
pesticide which prevents fungal diseases in seeds, crops, vege-
tables, and fruits, but is harmful to our skin and this is an
important issue with the potential to cause a serious threat.”®
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for highly efficient onsite detection of pesticides on fruits in the near future.

Conventional processes such as gas chromatography-mass
spectrometry (GC-MS) and high performance liquid
chromatography-mass spectrometry (HPLC-MS) for the detec-
tion of pesticides on fruits and vegetables are too intricate to be
used for monitoring. Also, colorimetric, fluorescent, and elec-
trochemical sensors have been developed as convenient tools
for the detection of pesticides. These analytical methods cannot
meet the requirements of low detection limit molecular recog-
nition probes and they are time consuming.’

Surface-enhanced Raman scattering (SERS) as an effective
and sensitive tool, enables the production of an incredibly
enhanced Raman signal for the detection of molecules on
designed surfaces.’ SERS shows an enormous enhancement
(~10%) of the Raman signal intensity for molecules of interests
close to plasmonic (Au or Ag) nanostructures with semi-
conductor metal oxides."*™*

Highly dispersed noble metals (Ag, Au, Pt, Pd, Ru, etc.) were
used as active components of the semiconductor catalysts and
also provide a strong SERS activity. The deposition of Ag over the
semiconductor nanostructures is capable of increasing its SERS
effect by creating surface plasmon resonance (SPR) and a local
dielectric field.** CeO, is a one of the lanthanide series of rare
earth metal oxides and has been applied in many applications
such as solar cells, sensors, providing oxygen storage capacity,
and photoactive and hydrogen production, owing to its redox
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behavior (Ce*" < Ce®"), and it is also environmental friendly, low
cost, and has unique physio-chemical properties, hence, CeO, is
awell-known functional material for SERS studies.*® Furthermore,
significant attention has been paid to the emerging flexible
substrate materials in SERS owing to their excellent advantages
such as low-cost, easy preparation and being easy to handle.'**®
Compared with conventional substrates, many flexible materials
possess the distinct capacity for intimate contact with real
complex surfaces, exhibiting impressive advantages in sampling
and rapid analysis with a higher efficiency.’*** A very important
challenge in the substrate would be to effectively and rapidly
collect target molecules from a real complex surface. The majority
of SERS substrates are confined to laboratory research and their
limitations hinder their practical application.>*?® Recently,
significant efforts have been dedicated to fabricating excellent
SERS substrates by controlling the shape, size, and composition
of nanostructures that can be applied in scientific and techno-
logical applications owing to their large surface area and contin-
uous networks.” In addition, the flexible substrates can directly
collect targets from complex surfaces with negligible pretreat-
ment through a simple approach, as required. Therefore, SERS
detection of pesticide residues in fruits and vegetables in the real
world is extremely urgent. To overcome these problems, and also
considering the cost evolution, significant attention has been
turned towards shape-selective Ag/CeO, nanomaterial modified
flexible adhesive SERS substrates for the detection of pesticides
via a paste, peel off and paste again process as an alternative
method. However, to the best of our knowledge, shape-selective
synthesis of Ag/CeO, as flexible SERS active substrates for the
detection of pesticide residues on the surface of apples has not
been explored in the previously published literature.

.._Cerium nitrate _ Surfactant
| Silver nitrate i. Citric acid and SDS
2 Sd*e
\ \ Hydrothermal
/ Process
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In our present work, for the first time, the efficient shape-
selective synthesis of an Ag/CeO, nanostructure with excellent
physicochemical properties for the detection of thiram on the
surface of an apple via a paste, peel off and paste again process
has been discussed. Moreover, the nanostructure, based on
CeO, and Ag, exhibits synergistic properties. The SERS analysis
for the detection of pesticides on apple peels was explored to
find the lower limit of detection, sensitivity, anti-interference
ability, wide linear range, and good stability. The charge
transfer mechanism between the Ag/CeO, nanostructures and
thiram molecules has also been elucidated. We hope that the
developed SERS substrate can be successfully used to regulate
the on-site detection of real samples.

2. Experimental section
2.1 Shape selective synthesis of Ag/CeO, nanostructures

The Ag/CeO, nanostructures were prepared using a facile
hydrothermal process using different surfactants as shown in
Fig. 1. All chemicals purchased were of an analytical pure grade
(Sigma Aldrich) and were used without further purification. In
a typical synthetic process, silver nitrate and cerium(m) nitrate
hexahydrate were used as the starting materials, and citric acid
and sodium dodecyl sulfate (SDS) were used as the structure
direct agents. Two different experiments were employed for the
synthesis of the Ag/CeO, samples. In the first process, cer-
ium(m) nitrate hexahydrate (0.1 M) and the surfactant citric acid
(0.1 M) were dissolved in 50 ml of double-distilled water in
a stoichiometric ratio of 1:1 with vigorous stirring at room
temperature for about 30 min. In a separate beaker, 50 ml of
0.1 M silver nitrate solution was mixed with the citric acid
solution in a stoichiometric ratio of 1 : 1. Both solutions were
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Fig. 1 Schematic illustration of the shape-selective synthesis of the Ag/CeO, nanostructures.
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mixed and stirred at room temperature until homogeneity was
reached. In the second process, citric acid was replaced by SDS,
as described in the first experiment, and added to the starting
material, resulting in a transparent and homogenous solution.
The resulting two solutions were transferred separately into
a 110 ml Teflon-lined stainless steel autoclave, sealed and
treated at 180 °C overnight. The autoclave was cooled down to
room temperature naturally. The obtained materials were
separated by centrifugation, washed repeatedly with alcohol
and distilled water to remove the unreacted ions, by-products,
and organic impurities present in the product, followed by
drying at 80 °C and calcination at 600 °C for 2 h to obtain
Ag/CeO,, which was then subjected to characterization
techniques.

2.2 Characterization and property analysis

The surface morphology of the prepared samples was investi-
gated using a JEOL JMS-6700F scanning microscope, operating
at 3.0 kV. The particle size, elemental mapping, and crystallo-
graphic analysis were determined using a transmission electron
microscope (TEM, JEOL JEM, Japan) at an accelerating voltage
of 200 kv along with the selected area electron diffraction
(SAED) pattern. Powder X-ray diffraction (XRD) patterns were
collected with a Rigaku X-ray diffraction system equipped with
Cu Ka A = 1.54059 A, over a Bragg's angle ranging from 20 to
90°. The spectrum of FT-IR was analyzed within the mid wave
number range 4000 to 400 cm ™~ employing a Thermo Nicolet
200 FTIR spectrometer using the KBr pellet method. The
chemical composition and the state of the compositions were
surveyed using X-ray photoelectron spectroscopy (XPS, AXIS-
NOVA, Kratos, Inc) with an Al Ko (1486.6 eV) irradiation
source. The specific surface area and pore volume of the
prepared nanostructures were determined using an N,
adsorption-desorption  isotherm Brunauer-Emmett-Teller
(BET) analyzer from the Quanta chrome autosorb BET Surface
Area. SERS measurements were performed with a Raman
spectroscope (LAB Raman HR 800), using a 785 nm laser as an
excitation source. The excitation power of the laser was set to 75
mW, and the spectrum collection time was 10 s. All of the SERS
spectra results are presented with smoothing and baseline
adjustment.

2.3 Fabrication of the SERS substrate

First, the adhesive tape was made immobile on the glass
substrate. Then, 10 pl of the 5 x 10™> M concentration of the
shape different Ag/CeO, nanostructure solutions were tumbled
uniformly onto the sticky side of the tape. The prepared
substrate was dried at 30 °C for 2 h, as illustrated in Fig. 2 and
used for additional analysis.

2.4 SERS detection of thiram on the surface of an apple

An eating apple was washed with ultrapure water carefully. To
fabricate the real sample for SERS analysis, the as-prepared
pesticide solution (thiram) was spread onto the apple surface
and dried at room temperature. Then, SERS film was pasted
onto a particular surface area and pressed. The tape was kept at
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Fig. 2 Schematic illustration of the fabrication of the SERS substrate
and detection of the pesticide residues.

a certain pressure, pressed for 5 s, and then peeled off carefully
and gradually. The SERS film was fixed onto the glass slide for
further SERS analysis. To evaluate the SERS performance of our
SERS substrate, the enhancement factor (EF) was calculated
using the following equation®®

EF = [Isers/ Csersl/[/Raman/ CRaman]

In which, Craman and Izaman are the concentration and peak
intensity for the regular Raman measurements with a 10> M
Rh6G solution on a conventionally prepared substrate, whereas
Csgrs and Isggs are the concentration and peak intensity for the
SERS measurement, respectively. The EF of the Ag/CeO, nano-
structures as a SERS substrate was calculated as 10°.

3. Results and discussion
3.1 Surface morphological analysis

The surface morphology of the shape-selective synthesis of Ag/
CeO, nanostructures was achieved by using different structure
directing agents, as shown in Fig. 3. Sphere nanostructures were
obtained when citric acid was used as the structure-directing
agent. The low magnification SEM images of the microsphere
with an average diameter of approximately 1.5 um are shown in
Fig. 3a. A detailed understanding of the individual Ag/CeO,
microspheres can be observed from Fig. 3b and ¢, which clearly
indicates that the individual microspheres consist of many
nanospheres with an average size of approximately 50 nm. These
nanospheres arise from the single-center, thereby attaining the
formation of a microsphere structure via a self-assembly process
using the hydrothermal process. In addition, when using SDS as
a structure directing agent, the microsphere shaped Ag/CeO,
nanostructures were present as shown in Fig. 3b. This reveals
that the individual microspheres have a diameter of approxi-
mately 1 pm comprised of small nanospindles in the range of
approximately 35 nm as revealed in Fig. 3d.

It can be observed that an individual microsphere is an
assembly of many nanospindles, as presented in Fig. 3f. The
formation mechanism of both the microspheres can be controlled
by intrinsic and extrinsic factors, including the diffusion of the
reaction, crystal orientation, surface energy, and the nature of the
structure directing agent in the solution reaction system. OH™

This journal is © The Royal Society of Chemistry 2020
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Fig. 3 Low and high magnification SEM images of (a), (c), and (e) microspheres constituting Ag/CeO, nanospheres and (b), (d), and (f) micro-

spheres constituting Ag/CeO, nanospindles.

ions originating from citric acid and SDS perform a crucial role.
When citric acid was used as the structure direct agent, the OH™
ions absorbed on the surface of the Ag/CeO, nanospheres directed
the self-assembly process of the nanoparticles by molecular
interaction to form the microsphere structure with certain crys-
tallographic orientations.”® When SDS was used as the structure
direct agent, the OH™ ions absorbed onto the surface of Ag/CeO,
were formed in the direction of the reaction process and this
continues until the spindles aggregate into microsphere struc-
tures via nucleation, aggregation, and recrystallization processes.
During the reaction process, the structure directing agent is
absorbed by the growth rate of the crystal faces, which thereby
controls the size and shape through an Ostwald ripening
process.*® Furthermore, Ag/CeO, samples without a surfactant
were also synthesized, in which only the agglomerated structures
were observed, which is of no interest for the present study.

3.2 Particle size and crystallographic analysis

To gain further insights into the shape inside the Ag/CeO,
microsphere structures, typical TEM, high resolution TEM

This journal is © The Royal Society of Chemistry 2020

(HRTEM), and SAED patterns were taken as shown in Fig. 4. The
TEM images of the low magnification Ag/CeO, microspheres
shown in Fig. 4a reveal that the structures have a diameter of
approximately 1.5 um. A part of the microsphere has been
investigated using a highly magnified image as shown in Fig. 4c,
which shows the presence of numerous Ag/CeO, nanospheres
with an average size of approximately 50 nm, which is in good
agreement with that of the SEM analysis.

Fig. 4b presents the typical TEM image of the formed
uniform microsphere structures with an average size of
approximately 1 pm, which is composed of a radically assem-
bled spindle structure within the average size of approximately
35 nm (Fig. 4d). From the in-depth observation of the results, it
can be reported that the interconnections and formation of the
Ag/CeO, microspheres are responsible for the nanosphere and
nanospindle structures. The HRTEM image recorded at the tip
of the individual Ag/CeO, nanospheres and nanospindles is
presented in Fig. 4e and f. It was observed that the particles are
polycrystalline in nature. Also, the interplanar distance was
found to be 0.24 and 0.26 nm (Ag), and 0.31 nm (CeO,) nm

Nanoscale Adv., 2020, 2, 3570-3581 | 3573
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Fig. 4 TEM, HRTEM and SAED pattern images of (a), (c), and (e) nanospheres and (b), (d), and (f) the nanospindles shape of the Ag/CeO,
nanostructures. The insets in (e) and (f) show the corresponding profile plot for the interlayer spacing (bottom), and the corresponding SAED

pattern (top).

based on the measurements of 50 fringes selected at random, as
shown in Fig. 4e and f, inset at the bottom. The corresponding
lattice interplanar spacing is the lattice plane of Ag (111) and
CeO, (111) respectively; and in the same direction, further
growth of the structure takes place. The SAED pattern of the two
different structures has been presented in Fig. 4e and f in the
top right corner (inset). The bright diffraction spots can be
indexed to the cubic structure of Ag/CeO, with a polycrystalline
nature. The major diffraction spots correspond to (111) for Ag
and (111), (200), and (311) for the CeO, planes. No diffraction
spots were attributed to impurities or Ag and Ce containing
secondary phases. Thus, by correlating the results from the

3574 | Nanoscale Adv, 2020, 2, 3570-3581

TEM and HRTEM images, it can be concluded that the observed
results are in good agreement with the SEM and XRD results.

3.3 Structural analysis

The crystal structure and phase purity of the prepared samples
were determined using powder XRD analysis. The XRD patterns
of the Ag/CeO, nanostructures (spheres and spindles) shown in
Fig. 5a, reveal the polycrystalline nature of all the samples and
exhibit the mixed phase of the Ag/CeO, structures. The observed
XRD patterns can be identified and assigned to the cubic fluo-
rite structure of CeO, according to JCPDS File no. (34-0394)*' for

This journal is © The Royal Society of Chemistry 2020
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Fig. 5 (a) XRD pattern and (b) FTIR analysis of the shape-dependent Ag/CeO, nanostructures.

the diffraction peaks at 26 values of 28.54, 33.08, 47.48, 56.33,
59.08, 69.4, 76.69 and 79.06° assigned to the (111), (200), (220),
(311), (222), (400), (331) and (420) planes, respectively. Similarly,
sharp and well-defined peaks indicate that the 26 values 38.42,
44.35, 64.56 and 81.60° correspond to the (111), (200), (220) and
(311) planes assigned to the single face-centered cubic silver
(Ag) phase (JCPDS data # 04-0783).>> No other secondary
impurity peaks corresponding to Ag containing or Ce contain-
ing phases were detected in the XRD patterns, indicating that
the Ag/CeO, samples of high purity could be obtained under the
preparation conditions. The strong and sharp diffraction peaks
suggest that the Ag/CeO, nanostructure samples are highly
crystalline and the spacing of the lattice fringes were 0.241 nm
(Ag) and 0.31 nm (CeO,), along the growth direction and were
well-indexed with the “d” spacing of the Ag (111) and CeO, (111)
plane as discussed in the HRTEM analysis. The average crys-
tallite size calculated using the Debye-Scherrer formula® was
found to be 51 and 32 nm, respectively. Interestingly, CeO, is
strongly anchored in the Ag matrix, which provides a more
adequate pathway for the charge transfer mechanism which is
discussed in a later section.

Furthermore, functional groups were identified using the
FTIR spectrum of the shape-dependent Ag/CeO, nanostructures
recorded in the range of 400 to 4000 cm ™ * as shown in Fig. 5b. It
clearly shows that the absorption band around 3789 cm™*
corresponds to the stretching vibration of the -OH functional
group. Herein, the bands observed at 1456 cm™ " were attributed
to the bending vibrations owing to the surface hydroxyl group
and the strong band at 1375 cm ™' is a result of the Ce-OH
stretching vibration. The band at 864 cm ' owing to the
stretching mode of the Ce-O bond corresponds to the wave-
number of pure CeO, (846 cm ').** The intense peak at
535 cm ™" corresponds to the stretching vibration of Ag-O and is
found to be a higher wavenumber as compared to 513 cm ™" as
reported in the literature. This can be attributed to the inter-
action between the Ag"** nanostructures and oxygen during the
redox reaction between Ag and Ce’", and can also be considered
to weaken the Ce-O bond.* Additionally, weak absorption
peaks can be attributed to the absorption of moisture. These
results also agree with the results discussed in the XRD section.
Furthermore, for the formation of the interface with Ag, the

This journal is © The Royal Society of Chemistry 2020

cerium atoms in the CeO, monolayer are all Ce*" cations. After
the interface formation, electrons are transferred to CeO, from
the Ag interface layer. Ag oxidation and electron transfer to ceria
were evaluated by calculating the Bader charges on the atoms
before and after interface formation.*® Alignments between the
Ag and CeO, segments are shown in Fig. 4b (inside), an Ag atom
at the interface, a Ce atom of the first CeO, is aligned along [111]
with the Ag atom, then an O atom of the layer below the Ce layer
is aligned with the same Ag atom, and an O atom of the layer
above the Ce layer is aligned with the same Ag atom.

3.4 Compositional analysis of shape-dependent Ag/CeO,
nanostructures

The XPS spectra was examined to identify the chemical
composition and the state of the elements for the shape-
selective Ag/CeO, nanostructures. Fig. 6a displays the survey
spectrum of the shape different Ag/CeO, nanostructures that
exhibit peaks containing Ce 3d, O 1s, Ag 3d, and C 1s that are
also consistent with the XRD results. The XPS peak for C 1s is
ascribed to the adventitious hydrocarbon from the XPS
instrument.

The high resolution spectra of the Ce 3d XPS is shown in
Fig. 6b, which reveals the cerium ionic composition, that is Ce**
and Ce*". The Ce 3d spectrum is composed of two terminals (v
and u). These terminals demonstrate the spin-orbit split 3ds,
and 3dj;/, core holes. The spin-orbit splitting is about 18.6 eV.
Each spin-orbit component of the Ce 3d XPS spectrum is
dominated by three features. Six peaks corresponding to the
pairs of spin-orbit doublets can be identified in the Ce 3d;/, and
Ce 3ds, spectrum, which is in good agreement with other
reports.” The highest binding energy peaks, u and v'
respectively, located at about 916.79 and 898.46 £ 0.1 eV are the
result of the Ce 3d°4f° O 2p° final state. The lowest binding
energy states u, v, ul! and vi, respectively, located at 900.7,
882.1, 907.6, and 888.6 + 0.1 eV are the result of the Ce 3d°4f> O
2p* and Ce 3d°4f' O 2p° final states. The existence of the Ce**
and Ce*" states, directly and indirectly, describes the presence
of O™ vacancies in the CeO, crystals because of their trans-
formations from the Ce®" to Ce*" state.’” The Ag 3d spectrum of
the Ag/CeO, sample consisted of two peaks at approximately

Nanoscale Adv., 2020, 2, 3570-3581 | 3575
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368 and 374 eV, corresponding to the binding energies of Ag
3ds,, and Ag 3dj/,, as shown in Fig. 6¢c. These two peaks were
further deconvoluted into four peaks at 373.4, 373.0, 367.5, and
369.5 eV. The peaks at 373.4 and 367.5 eV can be attributed to
the Ag”" of AgO, whereas the peaks at 373.0 and 369.5 eV can be
attributed to the presence of Ag ions over the surface of CeO,.**
Fig. 6d revealed that the O 1s XPS consists of two resolved
binding energies at 528.9 and 531.2 eV which originate from the
0°" confined by the Ce** ions and O*~ ions to the Ce®" ions,
respectively. For instance, the elemental mappings of the Ag/
CeO, nanospheres confirmed the presence of elements such as
Ag, Ce, and O as shown in Fig. 6b-d (inset). These clearly
demonstrate that the elements were uniformly distributed in

-

00

O 1s. The insets show the corresponding elemental mapping.

the compound. From the relative intensities of the XPS spectra
and the elemental mapping, the compositional stoichiometry
was calculated between Ag, Ce, and O, and it was found to be
about 1 : 1 : 2. This kind of metal-support interaction has been
taken as a significant factor in the detection analysis
mechanism.

3.5 Surface area analysis of the shape-dependent Ag/CeO,
nanostructures

The specific surface area and pore volume of the shape-
selective synthesis of the Ag/CeO, nanostructure samples
were studied by using the N, adsorption-desorption isotherm
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using the BET and Barrett-Joyner-Halenda (BJH) methods as
shown in Fig. 7a and b. As can be seen in Fig. 7a, the Ag/CeO,
nanosphere sample exhibits a type-IV isotherm with a hyster-
esis loop at a relative pressure (P/P,) of 0.8 to 1. The value of
the specific surface area was found to be 87.59 m”> g~ . Fig. 7a
(inset) shows the BJH pore size distribution plot of the Ag/
CeO, nanospheres, from which the predominant pore volume
was found to be 0.516 cm® g~ '. Meanwhile, the specific
surface area and pore volume were measured for the Ag/CeO,
nanospindles and found to be 135.98 m* g”*, and 0.367 cm®
g~ ', by using the corresponding isotherm and distribution
profile as shown in Fig. 7b (inset).

The obtained mesoporous characteristics can be ascribed to
the presence of an interspace or void in the interconnected
packing of both the nanostructure and the large specific
surface area when compared to pure CeO, (36.85 m* g ).
Comparatively, the Ag/CeO, nanospindles exhibited a higher
specific surface area compared to that obtained for the Ag/CeO,
nanospheres samples, owing to the size and dimensions
formed by aggregation. Thus, both the nanostructures can
generate mesoporosity in the material owing to the inter-
nanostructure space. The large specific surface area and pore
volume indicate that the Ag/CeO, nanostructures possess
a fascinating ability to adsorb analytes for the detection of
pesticides on the surface of fruits, because it is associated to
the shape and size.

View Article Online
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3.6 Detection of pesticides on the surface of an apple and
the possible interaction mechanism

The enhancement factor in SERS is suitable for use in probe
molecules that detect pesticides in flexible SERS substrates used
for the rapid extraction of trace molecules in fruits and vege-
tables. Additionally, the sensitivity and stability play a vital role
in the flexible SERS-active substrate. We propose a proof-of-
concept, SERS active substrate for direct and rapid extraction
and detection of the target molecules. From this point of view,
thiram appears to be promising for use in testing the Ag/CeO,
nanostructures. The fungicide is fully insoluble in water but is
soluble in nonpolar solvents, thus making it easy to extract from
fruits. Furthermore, thiram has a disulfide bond that sponta-
neously breaks upon exposure to the plasmonic and metal oxide
composition substrate. In this work, tunable shape-selective
synthesis of an Ag/CeO, nanostructures modified flexible
adhesive SERS tape substrate was used to detect thiram. 10 pl of
the thiram pesticide solution with different concentrations
(107> M to 10~° M) was evenly dropped onto the apple surface
and dried at room temperature. Before the detection of pesti-
cides, 10 ul of ethanol was first dropped onto the surface of the
peel and then allowed to evaporate naturally. The traces of the
thiram were collected from the apple surface using the Ag/CeO,
nanostructures flexible adhesive substrates via a simple “paste
and peel off” process. The SERS spectra obtained from the apple
surface is shown in Fig. 8a and b. The most intense bands from
the detection of thiram using the different Ag/CeO, nanosphere
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and nanospindle SERS method were confirmed at 1384 and
1386 cm™ ' and can be attributed to the CN stretching mode and
the symmetric d(CH;) deformation mode. As this is the stron-
gest peak in the SERS spectra, the band was used to calibrate the
SERS intensity as a function of the thiram concentration. In
addition, the peak at 1151 and 1153 cm™ ' corresponds to both
the »4(CH3) and p(N-CHj;) vibrations, the band appearing at
984 cm ™' can be assigned to the pure (CN) vibration.*® The
bands at 560 and 562 cm ™" can be assigned to v4(S-S).** The
intensity of the major peaks at 1384 and 1386 cm ' depend
linearly on the thiram concentration up to 10 ° M. Such
a significant improvement in the detection sensitivity might be
attributed to the higher response of the Ag/CeO, nanospindles,
as compared with that of the Ag/CeO, nanospheres. From these
results, our Ag/CeO, nanostructures as a SERS substrate
revealed a prominent sensitivity to thiram. The reason is the
formation of a resonated radical structure to the thiram mole-
cule when interacting with the metal surface, leading to the S-S
bond cleavage of thiram, which gives rise to two dimethyl
residues that are strongly adsorbed onto the Ag/CeO, nano-
structures.”” The experiments with different nanostructures
indicate that the Raman signal intensities from the same
pesticide behave differently and are distinct. The variations in
sensitivity can be attributed to the differences in the surface
area, shape, particle size, and SPR performance.

Fig. 8c and d show the linear calibration curve constructed
by the shape-selective synthesis of Ag/CeO, nanostructures
modified flexible adhesive SERS tape substrate as a function of
the analyte concentration of thiram. The monitored band at
1384 and 1386 cm™ ' was chosen as the calibration band owing
to its strong intensity. As can been seen, the intensity versus log
[C] shows an excellent linear relationship. The correlation
coefficient R* (0.9929) and the limit of detection (LOD) (27 nM)
was higher for the Ag/CeO, nanospindles, when compared to an
R* = 0.9907 and LOD 30 nM for the Ag/CeO, nanospindles. The
detection of the thiram molecule proved the feasibility of the
prepared SERS substrate for quantitative analysis. The LOD and
the correlation coefficient R> for each calibration curve was
calculated. The limits of quality were calculated and determined
by substituting the minimum distinguishable signal to fit the
equation of the linear calibration curve.*

2800
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To evaluate the stability, the Ag/CeO, nanostructures modified
SERS adhesive substrate was tested under an N, atmosphere and
ambient environment respectively. As we can see in Fig. 9a and b,
for the Ag/CeO, nanostructures, the Raman intensity decreased
gradually after it was stored for 10 d under ambient conditions,
and continued to drop down slowly until the end of the storage
day. However, after the 20™ day, the Raman intensity did not
decrease further and it remained at a high level. This may be
attributed to the oxide coating formed rapidly after preparation
on the surface of the Ag/CeO, nanostructures when exposed to
the ambient environment, which in-turn protected the Ag/CeO,
nanostructures from further oxidation and then remained stable
for a longer time.** Although the Raman intensity decreased to
a certain extent, the intensity did not have a significant impact on
the sample detection. Moreover, the Ag/CeO, nanostructures
modified SERS adhesive substrate exhibits convenient storage in
the air without any treatment when compared to the other
substrates conserved in water or other organic solvents. More-
over, these modified SERS substrates can retain 98.2% of their
initial response after one month of aging effects, which suggests
a good long-term stability. The excellent stability of the Ag/CeO,
nanostructures can be attributed to the unique shape, size, and
anti-interference ability.

3.7 Charge transfer mechanism of pesticides and the Ag/
CeO, nanostructures

Charge transfer mechanisms between the Ag/CeO,
nanospheres/nanospindles and thiram pesticide molecules are
presented in the schematic diagram in Fig. 10. We can observe
that, during the interaction between the Ag/CeO, nanostructure
and the thiram molecule, there is a possibility of a complete
charge transfer (CT) system of “donor bridge acceptor” owing to
the Fermi level of silver being lower than the surface state
energy level of CeO,.*” When the Ag particle is in contact with an
n-type semiconductor CeO,, the charge distribution is read-
justed for equilibration of the Fermi level between the two
particles, which results in the elevation of the Ag Fermi level
and the formation of a depletion layer (Schottky barrier) at the
junction between the two materials.** The Ag assembled in the
CeO, nanoparticles surface is excited by the incident SERS laser
light and the photoexcited electrons are injected into the
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Fig.9 Stability and storage times for the modified SERS substrate with selected intensities of thiram (10~° M) in an N and air atmosphere: (a) Ag/

CeO, nanospheres, and (b) Ag/CeO, nanospindles.
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Fig. 10 Schematic illustration of the charge transfer mechanism between the Ag/CeO, nanospheres/nanospindles and the pesticide thiram

molecules.

conduction band of CeO, connected to Ag and/or subsequently
onto the lower energy level of CeO, and then transferred to the
lowest unoccupied molecular orbital (LUMO) energy levels of
the molecules adsorbed on the CeO, nanoparticles, which
enhances the photoabsorption of the charge-transfer complex.
These additional electrons provide CeO, with a considerable
SERS effect for the adsorbed molecules. Also, an intrinsic
charge transfer from CeO, to thiram and thiram to Ag could
occur when the energy levels of the system match the highest
occupied molecular orbital (HOMO) and LUMO energy levels of
thiram under excitation. Owing to the electromagnetic (gener-
ated by Ag particles) and chemical (owing to the charge transfer
process) enhancements, the SERS performance of the Ag/CeO,
nanostructure become enhanced.

The mechanism of the higher SERS enhancement for Ag/
CeO, nanostructures may be a result of the following reasons.
Initially, the SERS enhancement depends on the number of hot
spots from the substrates. The hot spots result from narrow
junctions between the closely spaced nanoparticles, which are
related to the electromagnetic field from the metal nano-
particles. The large SERS enhancement of the probe molecules
in Ag/CeO, nanostructures can be primarily ascribed to the local
electromagnetic effect. A depletion layer may be formed at the
interface between the n-type CeO, and Ag owing to different
work functions.*” This potential barrier can provide an energetic
driving force for exciton dissociation at the interface between
CeO, and Ag. The formation of band bending at the interface
reduces the rate of recombination. This changed the electro-
magnetic intensity for the Ag/CeO, nanostructures, which is the
main reason for SERS enhancement. Finally, the Ag/CeO,
nanostructures revealed a high aspect ratio and an optimally
oriented arrangement. The surface area of both the Ag/CeO,
nanostructures is about five times that of the flat surface of
other materials.*®* The high surface area may contact more Ag
nanoparticles on the CeO, nanospindles/nanospheres. Other-
wise, the electron mobility in the CeO, nanospheres and

This journal is © The Royal Society of Chemistry 2020

nanospindles is larger than that in the particle films owing to
their directional and uninterrupted conduction channel.*-*
This directed transport is expected to increase the electron
diffusion constant, thus improving the efficiency of charge
collection and enabling the production of incident light. The
charge transfer mechanism should help the proposed on-site
trace detection of molecules and also revealed that the SERS
adhesive substrate has a powerful analytical capability in prac-
tical applications.

4. Conclusions

In conclusion, a tunable shape-selective Ag/CeO, nanostructure
modified SERS adhesive substrate was successfully prepared using
a facile wet chemical method and the highly sensitive detection
(27 nM) of thiram was explored on the surface of an apple via
a paste, peel off and paste again process. It is worth emphasizing
that the surfactant and reaction temperature leads to the forma-
tion of a unique morphology such as nanospheres and nano-
spindles. The average crystallite size was estimated to be 56 and
32 nm from the XRD, and the lattice fringes were 0.24 and 0.26 nm
(Ag) and 0.31 nm (CeO,) along with the Ag (111) and CeO, (111)
crystallographic plane of the Ag/CeO, nanostructure, which was
confirmed from the TEM and HRTEM results. The most important
fabricated Ag/CeO, nanostructures were of a high specific surface
area with more adsorbed oxygen as active sites and exhibited
a dynamic wide linear range, a low LOD, good sensitivity and
storage stability for thiram detection on the surface of an apple. It
is worth emphasizing that the Ag/CeO, nanostructures can be
implanted within adhesive substrates for sensing with non-planar
surfaces in terms of flexible and conformal labels capable of
monitoring biological and chemical molecules, as proposed in the
charge-transfer interaction mechanism. The reported work
demonstrates a feasible strategy to achieve a high performance
SERS active substrate for highly efficient onsite detection of
pesticides on the surface of an apple in the near future.
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