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In this work, we describe a facile method for generating monodisperse Au@Ag core—shell nanocubes with
well-controlled size and fine-tuned Ag shell thicknesses. In this synthesis method, Au nanocubes were
prepared via the seed-mediated growth method. Then, Au@Ag nanocubes with the core-shell structure
were prepared separately by reducing AgNOs with AA using as-prepared Au nanocubes as seeds. The
thickness of Ag shells could be finely tuned from 3.6 nm to 10.0 nm by varying the concentration of the
AgNOs3 precursor. By investigating the localized surface plasmon resonance (LSPR) properties of Au@Ag
nanocubes in relation to the thickness of the Ag shell, we found that the intensity of the characteristic
peak of Ag gradually increases and that of Au gradually decreases as the thickness of the Ag shell
increases. Additionally, surface-enhanced Raman scattering (SERS) properties of Au@Ag core-shell
nanocubes were evaluated using rhodamine 6G (R6G) as the probe molecule. Interestingly, Au@Ag

nanocubes exhibit efficient SERS intensities compared to the Au nanocubes, and Ag shell with
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Accepted 12th June 2024 a thickness of about 8.4 nm exhibits the optimal SERS activity. In addition, our results also demonstrated

that Au@Ag nanocubes with an Ag shell thickness of 8.4 nm exhibited high SERS sensitivity and are

DOI: 10.1039/d4ra03135k capable of probing the analyte down to 107 M. The results obtained here suggest that Au@Ag core—
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1 Introduction

Noble metal (Au, Ag, etc.) nanoparticles have a strong localized
surface plasmon resonance (LSPR) effect in the visible and near-
infrared wavelengths, that is, free electrons on the surface of
metal nanoparticles interact with external electromagnetic field
to produce surface plasmon oscillation through resonance.*®
Due to the unique LSPR effect, metal nanoparticles exhibit
excellent optical properties and thus have a wide range of
applications in photonic devices, biosensing, and medical
therapy.”® For example, the LSPR effect can localize the light
field energy to the surface of the metal structure, resulting in
enhanced local electric field intensity and generating surface-
enhanced Raman scattering (SERS) effect. SERS technology is
a highly sensitive analysis detection tool that not only provides
fingerprints of analytes but also has the characteristics of being
rapid, nondestructive, less quenching and less interfering in the
aqueous environment, showing great potential for applications
in chemical analysis, food safety, environmental testing, and
biomedicine.>*®
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shell nanocubes might serve as a nanoprobe for SERS-based analytical and biosensing applications.

Currently, Ag nanoparticles are the best candidates for SERS
substrates because of their high-intensity plasmon resonance
characteristics and large-range electromagnetic field enhance-
ment properties in the visible and near-infrared region."***
However, Ag nanoparticles are thermodynamically unstable
because they are susceptible to oxidation and usually prone to
morphological changes, which leads to their poor durability
and reproducibility in practical applications.’* Comparatively,
Au nanoparticles have excellent chemical stability, good
biocompatibility and easy controllable preparation; however,
the sensitivity is at least an order of magnitude lower than that
of Ag nanoparticles. In this context, the bimetallic Au-Ag
nanostructures are intensely studied, aiming to overcome the
instability of Ag while maintaining the advantage of its excellent
plasmonic response and high enhancement effect.*>*® Specifi-
cally, growing varying thicknesses of Ag shell on Au nano-
particles to obtain bimetallic Au@Ag core-shell nanoparticles is
widely considered a promising strategy to enhance chemical
stability and modulate LSPR properties.”* Such bimetallic
Au@Ag core-shell nanoparticles are a type of nanotechnology
that combines the properties of both Au and Ag nanomaterials.
By controlling the size, shape, composition as well as the
arrangement of the bimetallic Au@Ag nanoparticles, LSPR
characteristics can be precisely manipulated for various appli-
cations such as sensing,>** imaging,* catalysis,> bacteria
detection,**?¢ and SERS.>”*°

RSC Adv, 2024, 14, 20145-20151 | 20145


http://crossmark.crossref.org/dialog/?doi=10.1039/d4ra03135k&domain=pdf&date_stamp=2024-06-24
http://orcid.org/0000-0002-6645-3569
https://doi.org/10.1039/d4ra03135k
http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d4ra03135k
https://pubs.rsc.org/en/journals/journal/RA
https://pubs.rsc.org/en/journals/journal/RA?issueid=RA014028

Open Access Article. Published on 24 June 2024. Downloaded on 11/9/2025 7:10:03 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

RSC Advances

In recent years, seed-mediated growth by wet chemistry has
become the most attractive technique for the preparation of
bimetallic/polymetallic nanoparticles with controllable shape
and size. Thanks to the efforts of many research groups, Au@Ag
core-shell nanoparticles can now be prepared in many different
shapes, including spheres,**** cuboid,** cubes,**?** octahedral,*
and spiky.*® For example, Tang et al. synthesized Au@Ag core—
shell nanocubes containing Au cores with varying shapes and
sizes through modified seed-mediated methods.** Boubekeur-
Lecaque and co-workers reported the use of DMSO for Ag
growth on Au nanorod seeds allowing the formation of trun-
cated cuboids and octahedral Au@Ag, which provides signifi-
cant control over the optical response throughout the visible
range.>® This makes bimetallic Au@Ag nanoparticles a prom-
ising candidate for various applications in SERS detection,
biomedical, environmental, and material science fields. Among
them, Au@Ag nanocubes with a core-shell structure and cubic
shape have received special attention owing to their sharp
corners that are beneficial in both LSPR and SERS applications.
Due to the special shape and structure of Au@Ag nanocubes,
their absorption and scattering spectra have strong LSPR peaks
in the visible and near-infrared spectral regions. Lin et al
successfully prepared a binary assembled film with diverse
LSPR and SERS properties, and the near-field and far-field
responses of Au nanospheres and Au@Ag core-shell nano-
cubes were combined by tuning and controlling the plasma
coupling to improve their near-field and far-field responses.> In
addition, the position and intensity of their LSPR peaks can be
adjusted by changing the size and ratio of the core-shell
structure, which can be used to realize applications such as
SERS. It was proved that when the Ag shell exceeded a certain
thickness, the optical properties of Au@Ag and Ag nano-
particles were similar, and Au@Ag nanoparticles with a certain
Ag shell thickness exhibited better performance than that of Ag
nanoparticles with the same size in the SERS application.*”

In this study, Au@Ag core-shell nanocubes were prepared
via a simple seed-mediated growth method (Scheme 1). The
thicknesses of the Ag shell were finely tuned from 3.6 to 10.0 nm
with a fixed Au core diameter. Then, we further studied the
LSPR properties of the Au@Ag nanocubes as a function of the
Ag shell thickness. It is worth mentioning that with the increase
of Ag shell thickness, the characteristic peak intensity of Ag
gradually increased, while that of Au gradually decreased.
Alternatively, we evaluated the SERS properties of Au@Ag core-
shell nanocubes using the R6G molecule as an analyte. Au@Ag
nanocubes exhibit efficient SERS intensity compared to the Au
nanocubes, and an Ag shell with a thickness of approximately
8.4 nm exhibits the optimal SERS activity. It reveals that the

@ D Hauc,+AA

AgNO, + AA
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—
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Au seeds Au nanocube Au@Ag nanocube

Scheme 1 Schematic illustration of the preparation process of the
Au@Ag core-shell nanocubes.
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SERS performance is significantly enhanced by controlling Ag
shell thickness. In addition, our results also demonstrate that
Au@Ags 4 nanocubes exhibit a high SERS sensitivity and are
capable of probing the analyte down to 10~'> M. The highly
tunable LSPR, strong localized fields of the cube structures and
intrinsic properties derived from the synergistic effects of Ag
and Au made them particularly useful in plasmonics, SERS
detection and optical sensing applications.

2 Experimental section
2.1 Materials

Hydrogen tetrachloroaurate tetrahydrate (HAuCl,-4H,0, 99%),
cetyltrimethylammonium bromide (CTAB, 99%), cetyl-
trimethylammonium chloride (CTAC, 99%), sodium borohy-
dride (NaBH,, 99%), ascorbic acid (AA, 99%), sodium hydroxide
(NaOH, AR) and ethanol (AR) were purchased from Sinopharm
Chemical Reagent Co., Ltd (Shanghai, China). Silver nitrate
(AgNO3, 99+%) was purchased from Alfa Aesar (Tianjin, China).
Rhodamine 6G (R6G) was purchased from Sigma-Aldrich (Bei-
jing, China).

2.2 Synthesis of Au nanocubes

The synthesis of Au nanocubes was carried out using a seed-
mediated method. The seeds solution was prepared by adding
an aqueous HAuCl, solution (25 mM, 0.1 mL) into a CTAB
solution (100 mM, 5 mL), then a freshly prepared, ice-cold
NaBH, (10 mM, 0.6 mL) was quickly injected into the mixture
under vigorous stirring for 2 min and then placed in a water
bath for aging at 28 °C for 3 h. The preparation procedure for Au
nanocubes was as follows. A growth solution was first prepared
by mixing CTAB (100 mM, 0.9 mL) and HAuCl, (25 mM, 45 pL)
in 4.5 mL H,0. Afterward, the aqueous solution of AA (100 mM,
530 puL) was injected into the aforementioned growth solution,
turning the color of the solution from yellow to colorless
immediately due to Au(m) — Au(i) reduction, which was fol-
lowed by the addition of the as-prepared seeds (10 pL, diluted
100 times) under vigorous stirring. After further stirring for 20 s,
the resulting reaction dispersion was aged in a constant
temperature water bath at 28 °C for 3 h. The obtained Au
nanocubes were collected and washed with ultrapure water two
times through centrifugation/redispersion cycles (at 8000 rpm
and 10 min).

2.3 Preparation of Au@Ag nanocubes

All the Au@Ag nanocubes were synthesized via the seed-
mediated method. Au@Ag nanocubes were synthesized in the
CTAC solution via AA reduction of AgNO; onto Au nanocubes as
seeds. A growth solution consisting of H,O (4 mL), CTAC solu-
tion (100 mM, 1.0 mL), AA (100 mM, 750 uL), AgNO; solution
(10 mM, 30 pL) and NaOH (1 M, 120 pL) was added to 10 mL
conical flasks. Then, the seed solution of the as-prepared Au
nanocubes (1 mL) was quickly injected into the above mixture
under vigorous stirring. After further stirring for 5 min, the flask
was transferred to a water bath at 28 °C for 12 h. The obtained
Au@Ag nanocubes were collected and washed with ultrapure

© 2024 The Author(s). Published by the Royal Society of Chemistry
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water twice through centrifugation/redispersion cycles (at
6000 rpm and 10 min). The Ag shell thicknesses of the obtained
Au@Ag nanocubes could be adjusted by changing the concen-
trations of AgNO; in the growth solutions.

2.4 Characterization

Transmission electron microscopy (TEM) images were obtained
with a JEOL JEM 2100F TEM at an acceleration voltage of 200
kv. The average sizes of all the samples were obtained by
statistically counting more than 100 particles based on their
corresponding TEM results. UV-vis absorption spectroscopy was
implemented with a Cary 50 spectrophotometer by using
a 10 mm path-length quartz cuvette at room temperature.

2.5 SERS measurements

Raman spectra were recorded at room temperature using
a Horiba LabRAM HR Evolution spectrograph with 633 nm as
an excitation wavelength. The excitation power was 0.2 mW
(0.1% of the maximum power) and the integral time was 2 s for
the acquisition of one spectrum. Rhodamine 6G (R6G) was
chosen as a Raman probe for the quantification of SERS
enhancements. In a typical procedure, clean glass circular sheet
substrates with a diameter of 6 mm were first immersed in aqua
regia for 2 h, and then thoroughly rinsed with water, and the
surfaces were plasma cleaned. They were placed flat on the
bottom of the vessel of a 96-well plastic tissue culture plate.
Subsequently, 20 pL of the prepared Au@Ag nanocubes were
injected into the wells. The vessel was covered with three sheets
of filter paper to reduce the rate of solvent evaporation and left
to stand at 22 °C for one week until the evaporation was
complete. The dried substrates were sequentially soaked in
chloroform and water for 30 min to remove the free surfactant.
For the SERS experiments, glass plates containing Au@Ag
nanocubes were immersed into a freshly prepared 20 mL
ethanol solution of R6G for 2 h. The glass substrates were then
taken out and thoroughly rinsed with ethanol to remove the
unbound molecule and dried with N, gas. The R6G concentra-
tion range used in this study was 107> to 10> M.

3 Results and discussion
3.1 Synthesis of Au nanocubes

A series of monodisperse Au nanoparticles were synthesized by
varying the amount of seeds added to the growth solution.
Details of the size of the Au nanoparticles obtained at different
amounts of seeds and corresponding LSPR peak positions are
summarized in Table S1.1 As can be seen from the TEM images
in Fig. 1a, when the amount of seeds added to the growth
solution was 3 pL, Au nanocubes containing some irregularly
shaped coproducts were obtained. The average size of the Au
nanocubes was about 102 + 7 nm. When the amount of the
seeds was increased to 5 puL, the size of Au nanocubes decreased
to 90 £ 5 nm and the content of the coproducts was also
decreased (Fig. 1b).

As the seed volume was increased to 10 pL, the prepared Au
nanocubes were homogeneous in shape and size, with good

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 1 TEM images (a to f) and the corresponding UV-vis absorption
spectra (g) of the Au nanocubes produced at the seed volume of 3 ulL,
5uL, 10 pL, 30 pL, 50 pl, and 80 pL. The concentrations of CTAB,
HAUCl,, and AA in the reaction mixture are 15 mM, 0.19 mM, and
8.8 mM, respectively.

monodispersity and high yield, and no other shaped coproducts
were observed (Fig. 1c). The average size of Au nanocubes was
55 £ 3 nm. Further increasing the amount of seeds to 30 pL, the
size of the obtained Au nanocubes was reduced to 42 + 3 nm
(Fig. 1d). As the amount of seeds continues to increase (50 pL),
the size of the product gradually decreases (38 + 3 nm) and
spherical nanoparticles appeared (Fig. 1e). When the amount of
seeds was increased to 80 pL, the product changed to spherical
Au nanoparticles with uniform morphology and size, and the
diameter of the spherical Au nanoparticles was 35 + 3 nm
(Fig. 1f). This results indicated that the amount of seeds in the
growth solution regulates the size of the final product, while it
has an important influence on its morphology.

Fig. 1g shows the corresponding UV-vis absorption spectra
and their absorption spectra show that the size of the products
gradually decreases upon increasing the amount of seeds, and
the absorption peaks gradually blue-shift from 625 nm to
598 nm, 549 nm, 537 nm, 530 nm and 529 nm (Table S1%). It is
worth noting that the products in Fig. 1a and b have wider half-
peak widths of the absorption spectra due to the presence of by-
products. For the product corresponding to Fig. 1c, the
absorption spectra of the Au nanocubes are symmetrical with
narrower half-peak widths and the baseline is close to zero,
which also indicates that the prepared Au nanocubes are
homogeneous in shape and well monodispersed.

It is worth noting that when a very small amount of seeds was
added (1 pL), irregularly shaped Au nanoparticles with
branching structure were obtained, and the corresponding
LSPR peak in the UV-vis spectra is located at 752 nm (Fig. S17).
When a large amount of seeds was added (150 pL), the product
was spherical Au nanoparticles with a size of 30 + 3 nm. In the
UV-vis absorption spectra, the corresponding LSPR peak is
located at 528 nm (Fig. S27).

3.2 Synthesis of Au@Ag nanocubes

Au@Ag core-shell nanocubes were synthesized by reducing
AgNO; with AA using the prepared 55 nm Au nanocube as the
seed. The amount of Au nanocube seeds was fixed and the
concentration of AgNO; was gradually increased, that is, the
concentration of Ag" ion species was gradually increased from
15 UM to 22 puM, 29 uM, 36 uM, 44 pM, and 51 uM, to prepare

RSC Adv, 2024, 14, 20145-20151 | 20147
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Fig.2 TEM images (a to f) and UV-vis absorption spectra (g) of Au@Ag
core-=shell nanocubes with different Ag shell thicknesses obtained
under different AQNO3z concentrations, the AgNOs concentrations
from (a) to (f) are 15 uM, 22 uM, 29 uM, 36 uM, 44 uM, and 51 uM,
respectively.

Au@Ag, (¢ is the thickness of the Ag shell) core-shell nanocubes
with different Ag shell thicknesses. Details of the Ag shell
thicknesses of Au@Ag core-shell nanocubes obtained under
different AgNO; concentrations and corresponding LSPR peak
position of Au cores and Ag shells are summarized in Table S2.1
TEM images and UV-vis absorption spectra of the prepared
core-shell structured Au@Ag nanocubes are shown in Fig. 2.
TEM analysis and UV-vis study confirmed the formation of the
core-shell nanoparticles. Because of the difference in the elec-
tron cloud density of Au and Ag atoms,*” we were able to clearly
distinguish between Au and Ag by the difference in the lining
degree in the TEM photographs, thus it can be seen that our
prepared Au@Ag nanocubes have a distinct core-shell struc-
ture. As shown in TEM images in Fig. 2, by controlling the
addition of different amounts of AgNO; in the reaction, the Ag
shell thickness of Au@Ag nanocubes gradually increased from
3.6 nm to 5.0 nm, 6.2 nm, 7.3 nm, 8.4 nm, and 10.0 nm (Table
S2t), and the final product morphology remained the cube
structure.

From the UV-vis absorption spectra shown in Fig. 2g, it can
be seen that when the thickness of the Ag shell is 3.6 nm, the
characteristic peak of Au is located at 532 nm, and the charac-
teristic peak of Ag is located at 408 nm (Table S27), with similar
peak intensities. When the thickness of the Ag shell increases to
5.0 nm, the characteristic peaks of Au blue shift to 523 nm, the
characteristic peaks of Ag red shift to 410 nm (Table S27); and
the intensity of the characteristic peaks of Ag is greater than that
of the Au. With the increase of the Ag shell thickness, the
characteristic peaks of Au gradually blue shift to 519 nm,
513 nm, 509 nm, and 508 nm; while the characteristic peaks of
Ag gradually red shift to 412 nm, 416 nm, 417 nm, and 419 nm
(Table S21). By studying the relationship between the LSPR
characteristics of Au@Ag nanocubes and the thickness of the Ag
shell, it was found that the LSPR characteristic peak intensity of
Ag gradually increased, while that of Au gradually decreased
with the increase of the Ag shell thickness. It further indicates
that the thickness of the Ag shell of the core-shell structured
Au@Ag nanocubes increases with the increase of AgNO; dosage.

3.3 SERS properties of Au@Ag nanocubes

The surface-enhanced Raman properties of Au@Ag nanocubes
with different Ag shell thicknesses were studied as a substrate
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Fig. 3 (a) SERS spectra of R6G molecules (10~® M) absorbed on the
aggregates of corresponding 55 nm Au nanocubes, Auss@AQsg
nanocubes, Auss@Agso hnanocubes, Auss@Age, hanocubes,
Auss@Ag7 3 nanocubes, Auss@Agg4 Nnanocubes, and Auss@AJioo
nanocubes on glass substrates. The excitation laser wavelength for
Raman measurements was 633 nm. The acquisition time was 2 s. (b)
The intensities of the Raman peak at 613 cm ™! of the R6G molecules
on aggregates of Auss@Ag; NPs as a function of the thickness of Ag
shells.

and R6G was selected as a probe molecule. The structure has
a cube shape, which can provide a large number of sharp edges
and corners, facilitating their use as the SERS substrate. As
shown in Fig. 3, the Raman feature peaks at 613, 775 and
1182 cm ™' in the SERS spectra are generated by the C-C-C
intra-ring vibration mode and C-H out-of-plane bending modes
and the C-H in-plane bending mode of the R6G molecule,
respectively. Besides, the Raman characteristic peaks at 1310,
1362, 1510 and 1650 cm ' are attributed to in-plane C-C
stretching vibration modes.*® The results indicate that Au@Ag
nanocubes with different thicknesses of Ag shells showed
improved SERS performances compared to Au nanocubes.
Their intrinsic properties are derived from the synergistic
effects of Ag and Au, thus outperforming similar nanostructures
with monometallic nanoparticles.

We further explored how Ag shell thickness would affect the
SERS performance of the Au@Ag nanocubes using the samples
shown in Fig. 2. The SERS properties of the Au@Ag nanocubes
with different thicknesses of Ag shells were evaluated by using
the intensity of the characteristic peak at 613 cm™ " in the SERS
spectra as a standard. Under the 633 nm excitation, an averaged
SERS intensity out of 3 individual measurements of the same
sample was 363 + 46 photon counts for Au nanocube cores. The
SERS intensity reached 830 £ 83, 1190 + 102, 1540 + 113, 1900
+ 125, 2090 £ 143, and 2120 + 147 photon counts, respectively,
indicating enhanced performances by 2.3, 3.3, 4.2, 5.2, 5.8, and
5.8 times for Au@Ag nanocubes with shell thickness of 3.6 nm,
5.0 nm, 6.2 nm, 7.3 nm, 8.4 nm, 10.0 nm, compared to Au
nanocubes. As shown in Fig. 3b, the SERS intensity of Au@Ag
nanocubes firstly increases with the thickness of the Ag shell
and approaches the optimal value once the thickness of the Ag
shell exceeds the critical Ag shell thickness. When the Ag shell
thickness increased to 8.4 nm, the Au@Ag nanocubes basically
reached the optimal SERS performance. Once the thickness of
the Ag shell exceeds 8.4 nm, the surface Raman enhancement of
Au@Ag nanocubes almost approaches the maximum value of
the series. From the LSPR spectra, it can be seen that the

© 2024 The Author(s). Published by the Royal Society of Chemistry
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characteristic peak intensity of Ag is much stronger than that of
Au after reaching this critical value of 8.4 nm. The interaction
between Au and Ag is likely to be optimal at this Ag shell
thickness. Therefore, we consider that after the thickness of the
Ag shell of Au@Ag nanocubes reaches a critical value, its Raman
enhancement property is close to the maximum value of the
SERS property of Au@Ag nanocubes. The results indicate that
the SERS performance is significantly enhanced by controlling
the Ag shell thickness.

Additionally, the SERS enhancement factor (EF) can be
calculated using the equation:**° EF = (Isgrs X N raman)/(I Raman
X Ngggrs), Where Isgrs and Igaman represent the peak intensities
in the SERS spectrum with 1 x 107® M R6G and the normal
Raman spectrum with a 1 x 107> M R6G solution, respectively.
Nraman 18 the total number of probe molecules in the excitation
volume for the normal Raman measurements and Ngggs is the
total number of adsorbed molecules on the NPs in the SERS
effective area. Fig. S31 shows the Raman spectra of 10> M R6G
from the as-prepared substrates. In this experiment, we selected
the intensity of the predominant peak of R6G at 613 cm ™" for
the EF calculations. The EF of the 55 nm Au nanocubes,
Auss@Ag; ¢ nanocubes, Auss@Ags, nanocubes, Auss@Ags.
nanocubes, Auss;@Ag- ; nanocubes, Auss@Ag;s 4 hanocubes, and
Auss@Ag10.0 nanocubes SERS substrate were evaluated to be
4.11 x 10°,9.54 x 10° 1.37 x 107, 1.77 x 107, 2.29 x 107, 2.41
x 107, and 2.44 x 107, respectively, revealing an excellent
enhanced performance of the Au@Ags, nanocubes. As
compared with the previous reports with respect to the
Au@AuAg yolk-shell nanostructure (EF = 3.2 x 10°)," undu-
lated Au@Ag triangles (EF = 5.1 x 10°),"> Au@Ag nanoparticles
(EF = 1.02 x 107), and porous Au-Ag hybrid nanoplates (EF =
1.4 x 10°),* the Au@Ag; 4 nanocubes showed a higher EF.

To better determine the Raman enhancement sensitivity of
the prepared Au@Ag nanocubes, the detection limit of the SERS
concentration of Au@Ag nanocubes with optimal Ag shell
thickness was further investigated by using R6G as the probe
molecule. As shown in Fig. 4, we tested the SERS spectra of
different R6G concentrations in the range of 10> to 10> M. In
the corresponding SERS spectra, we can clearly observe that the
Raman signal intensity gradually decreases with the decrease of
the R6G concentration. Notably, the main Raman characteristic
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Fig. 4 Determination of SERS detection limit. Various SERS spectra of
Au@Agg 4 nanocubes with respect to varied concentrations of R6G
molecule (from 1 x 1072 to 1 x 107> M).

© 2024 The Author(s). Published by the Royal Society of Chemistry

View Article Online

RSC Advances

Intonsity(a.u)

il
n"‘»ak,*-'kLL:-va-V‘ |
i e
dr‘k:." b “‘kal

12 3 4 5 6 7 8 9 10 11 12
Position

Fig.5 Raman spectra of R6G at 1 x 10~% M from 12 arbitrarily selected
spots on the Au@Agg 4 Nanocubes substrate (a). The histogram char-
acterization of the intensities at the 613 cm™' peak derived from
Raman spectra (b).

peaks at 613, 775, 1310, 1362 and 1510 cm ™ * can still be clearly
detected even when R6G is reduced to an ultra-low concentra-
tion of 10~ '* M. Therefore, the Au@Ags 4 nanocubes can reach
the detection limit of 107> M for R6G, further demonstrating
that the Au@Ag nanocubes substrate has excellent SERS
sensitivity. This work provides sufficient experimental reference
and a basis for Au@Ag nanocubes as an excellent substrate for
the future development of SERS.

Furthermore, the reproducibility of the SERS substrate is
crucial for their practical application in molecular detection. To
investigate the reproducibility and stability of the received
signals for the Au@Ags 4 nanocubes, SERS spectra of R6G (10°
M) were randomly collected at 12 different locations on three
Au@Ags 4, nanocubes substrates (Fig. 5a). The SERS spectra
from different locations exhibited similar characteristic Raman
signals of R6G molecules, and the relative intensities of each
peak in the spectra were the same. For any given R6G peak,
there are slight intensity variations between the 12 spectra due
to differences in the number of Au@Ags , nanocubes at each
analysis location. The relative standard deviation (RSD) of the
SERS peak intensities at 613 em™" is 9.26% (Fig. 5b). This
confirms that the Au@Ags, nanocubes substrate provides
excellent Raman signal reproducibility. In addition, we also
used 4-ATP as a SERS probe to explore the SERS enhancement of
as-prepared Au@Ags 4 nanocubes (Fig. S47). It is worth noting
that even when 4-ATP was reduced to an ultra-low concentration
of 107'° M, five well-resolved Raman signals of 4-ATP at 1078,
1141, 1392, 1437, and 1579 cm™ ' can still be clearly detected.
Therefore, the Au@Ags.4 nanocubes substrate has high sensi-
tivity and good reproducibility, which provide great application
potential in trace analysis.

4 Conclusion

In conclusion, we prepared monodisperse Au nanocubes with
homogeneous morphology by the seed-mediated growth
method. Then, Au@Ag nanocubes with core-shell structure
were prepared separately by reducing AgNO; with AA using Au
nanocubes as seeds. The core-shell structured Au@Ag nano-
cubes with tunable Ag shell thickness were obtained by
adjusting the concentration of AgNO;. It was found by spectral
analysis that the LSPR absorption peaks of the Au core started to
weaken and tended to disappear with the increase of the Ag
shell thickness, while the LSPR peaks of Ag gradually enhanced,
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and the LSPR peak of the Au@Ag nanocubes with the core-shell
structure started to show the growth characteristics of Ag. In
addition, we investigated the Raman enhancement perfor-
mance of Au@Ag nanocubes with different Ag shell thicknesses
on R6G separately and found that the Ag shell thickness with
a size of about 8.4 nm exhibits the optimal SERS activity. It
reveals that the SERS performance is significantly enhanced by
controlling Ag shell thickness. In addition, our results also
demonstrate that Au@Ag nanocubes with an optimized Ag shell
thickness of 8.4 nm exhibit high SERS sensitivity and are
capable of probing the analyte down to 10~ > M. Thus, Au@Ag
bimetallic core-shell nanocubes are found to be suitable for
efficient SERS applications.
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