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Gradient Annealing as a New Strategy
to Fabricate Gradient Nanoparticle Array
on Microwires

Angi Chen'" You Lv'", Yanyan Wu' and Yuan Zhu'#

Abstract

Creating gradients of nanostructure on the surface has found broad applications such as enhanced optical spectros-
copy, optical storage of information, and broadband solar energy harvesting. Here, a facile strategy is presented for
fabricating gradient nanoparticle arrays with tunable size. It takes a ZnO:Ga microwire as the starting material, and the
Ga** doping gradient along the microwire is induced by the high voltage applied. Such a doping gradient facilitates
the formation of a temperature gradient in a Joule heating process. And this temperature gradient produced by this

scattering

technigue can be as high as 800 °C/mm, which could be later used for gradient annealing of thin metal films. After
annealing, the thin metal films turn to gradient nanoparticle arrays. The obtained gradient nanoparticle arrays are
confirmed effective in multi-wavelength surface enhanced Raman scattering enhancement.
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Introduction

Over the past decade, there has been growing research
interest in gradient materials, which display gradient
properties such as feature sizes, chemistry composition,
morphology, and phase structure [1-5]. Such materi-
als are of great value in many applications due to their
unique properties. On the one hand, gradient materials
are envisaged to have new phenomena and properties
associated with the gradually changing interfaces and
multiscale hybridization [6]. On the other hand, mate-
rial gradients can be designed and tailored as a “materials
genome” that a single sample can be used to investigate
the variable properties in a combinatorial manner. Thus,
high-throughput screening and cost-effective property
testing of materials are enabled [7].
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One of the most widely studied configurations is sub-
strate-supported gradient nanoparticle arrays (GNPA),
either in random or ordered arrangements [7, 8]. Metal
nanoparticle arrays with size/density gradient can intro-
duce gradual change in optical response, scattering, and
absorption, which are very useful in sensing [9], optoe-
lectronics [10], and surface-enhanced Raman scattering
(SERS) [11].

Two typical fabrication approaches to GNPA are (a)
Top-down methods including electron-beam lithography
[12], focused ion beam lithography [13], and (b) Bottom-
up methods including chemical adsorption [7], dip-
coating [8], and template assistance self-assembly [14].
The top-down methods are generally suffered from high
cost and low yield, while the bottom-up methods cannot
avoid the use of complex chemicals.

Here we demonstrate a facile gradient thermal anneal-
ing method to produce GNPA. The strategy is to induce
a doping gradient along a semiconductor microwire
and then build a temperature gradient by Joule heat-
ing to anneal thin metal films coated, which soon turn
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to GNPA. The resultant GNPA exhibited strong SERS
responses to multi-wavelength excitations. The presented
approach shows a cost-effective fabrication of gradient
metal nanostructure and can be further used for multi-
wavelength response SERS application.

Experimental

Microwire Growth and Devices Fabrication

Ga-doped ZnO microwires used in this letter were grown
via the vapor-liquid—solid (VLS) growth method [15].
Briefly, high purity metallic zinc (3N) powder and gal-
lium (3N) slug were mixed at a proper ratio (10:1) and
filled into a half-open quartz tube, and then placed on
the edge of a horizontal tube furnace. Then a quartz boat
coated with 100 nm Au film was placed in the center of
the tube furnace as the catalysis. The microwires with
different diameters and lengths were obtained under the
growth temperature of 960—1000 °C for 2 h in the open
air (Additional file 1: Fig. S1a).

After growth, the single microwire was transferred
from the quartz boat to a sapphire substrate by glass fiber.
And two In electrodes were fixed at both ends of the indi-
vidual ZnO:Ga microwire. Then the device was annealed
for 1 min at 200 °C for better ohmic contact. The cur-
rent versus voltage (I-V) measurement and the electrical
heating experiment of the device were performed using
Keysight B2902A system.

Fabrication of SERS Substrate and Characterization

The ZnO:Ga microwire was coated with 10 nm thin gold
film using electron beam evaporation. And the SERS sub-
strate was created after Joule heating this microwire for
30 s. The surface morphology was characterized by field
emission scanning electron microscopy (FESEM, Hitachi
$4800), and the element mapping was carried out with
the attached energy dispersive X-ray spectroscopy (EDX,
Bruck Max 50). Temperature measurement was carried
out by an optics IR camera. The resistance mapping of
the microwire was carried out using an ultrafine probe
mounted on precise high-precision 3-axis linear stages
(Additional file 1: Fig. S2). For the SERS testing, R6G
(99%, Aladdin) was solved in pure ethanol to obtain R6G/
ethanol solution (with a concentration of 107°). The SERS
substrates were soaked in the corresponding solution for
1 h, then washed using pure ethanol and dried by a nitro-
gen gun. Raman spectra were collected by a HORIBA
LabRAM HR Evolution system with 532 nm and 785 nm
incident laser.

Results and Discussion

The fabrication strategy is based on an ingeniously
designed temperature gradient for thin metal layer
annealing, which is sketched in Fig. 1. Starting with a
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Fig. 1 Fabrication scheme of metal GNPA

uniformly heavy-doped microwire, we apply high voltage
on it to drive dopants transfer and thus obtain a certain
resistivity gradient. After coating a thin layer of the metal
film around the microwire, we apply a lower voltage to
it. The Joule heating helps to build a temperature gradi-
ent, which renders a gradient annealing condition to the
metal film. The dewetting performance of the metal film
is dependent on the annealing temperature, which in this
case is gradient. The annealing process is kept short (tens
of seconds) to obtain the wanted GNPA.

Build of Impurity Gradient

The highly Ga-doped microwire (~10?° cm®) was chosen
to be the heating wire of the micro heating device due
to its high electrical conductivity, the high melting tem-
perature of 1975 °C [16], and high thermal stability in air.
The as-grown ZnO:Ga microwire shows a uniform dark
blue color (Additional file 1: Fig. S1c), indicating that the
dopant concentration was uniform lengthwise. To fab-
ricate the microwire heating device, the microwire was
transferred onto the two Indium electrodes (with 1.5 mm
spacing) via micro-manipulation and then annealed at
200 °C for better Ohmic contact (Fig. 2a). The purpose
of this arrangement is to create a small gap between the
microwire and the substrate and reduce heat dissipation
through the substrate.

At the beginning, the optical image (Additional file 1:
Fig. S3) shows uniform temperature distribution along
the microwire as a low voltage (5 V, ~ 2.5 kA/cm?) was
applied. However, when a high voltage was applied to
the microwire (8 V,~4 kA/cm?), we observed the hot-
spot gradually move from the negative electrode to the
positive (Fig. 2b). We can also notice that the hot spot on
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Fig. 2 a Schematic of the Ga-doped microwire heating device. b The optical image of hotspot transport when the high voltage was applied. c The
hotspot position under forward and reverse bias. d Schematic diagram of the impurity migration in the Joule heated microwire. e The regulated
resistance along the microwire after impurity migration. f The optical/SEM image of the microwire after dopants redistribution and the EDS line scan
spectrum along the microwire. g Line-scan of the resistance along the microwire

the microwire always moves toward the lower potential the Ga dopants will be activated due to the Joule heating
end no matter under positive or reverse bias (Fig. 2c).  effect. Then the electrostatic force caused by the electric
This phenomenon was mainly attributed to the electro-  field will drive the Ga dopants to migrate from the posi-
migration of Ga dopants, which is illustrated in Fig. 2d.  tive side to the negative side. Microcosmically, during the
When a high voltage (8 V) was applied to the microwire, ~ doping, the Ga*>* (~0.62 A) will occupy the host lattice
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of the Zn** (~0.74 A). Owing to the difference regard-
ing the ion radius and chemical states, the dopant of
Ga®' presents less stability than the host Zn*". Within a
lattice framework, the less stable ion will migrate as the
ion was driven by an external force (such as electric field
or high temperature). In that case, a minimum migration
barrier height is demanded to be overcome. According
to our repeated experiments, we deem that the migra-
tion barrier height is larger than 5 V and smaller than 8 V.
Therefore, only a larger driving force applied (~ 8 V, both
electric field force and thermal driving force here) could
overcome such a potential barrier, while~5 V is used for
subsequent heating experiment. Such impurity electro-
migration phenomenon can be also found in other II-VI
semiconductors, such as CdS and ZnSe [17]. When Ga
dopants migrated to the left, the resistance of the right
side will increase, thus leading to the movement of the
hotspot. Finally, a dopant density gradient was created
along this microwire (Fig. 2e). We can also notice that
the color of the right side of the microwire becomes light
after electrical heating, which indicates that the dopants
have been redistributed under the electric field. The EDS
line scan result further verified the Ga impurity gradient
along the microwire (Fig. 2f). Furthermore, we character-
ized the resistance distribution of the microwire using
a micro probing system. The measurement was carried
out by fixing a probe at the left end of the microwire and
line-scanning the resistance along the axial direction of
the microwire using another probe, which is illustrated
in Additional file 1: Fig. S2. The relation between the
cumulative resistance and the distance of the two probes
(Fig. 2g) indicates that the resistivity at the different posi-
tions of the microwire increases from the left end to the
right end (Additional file 1: Fig. S4). In other words, a
resistivity gradient was created along the microwire.

Build of Temperature Gradient

Since the Joule heat is proportional to the resistance of
the microwire, the heating effect is expected to be more
significant on the high resistance side. Therefore, after
the resistivity gradient was created (Fig. 3a), a lower
voltage was applied to this device (5 V,~2.5 kA/cm?).
The hotspot was shifted to the right side of the microw-
ire where the resistivity is higher (Fig. 3b). The IR image
in Fig. 3c also verified the shift in the hot spot location.
The temperature on the hotspot reached more than
900 °C, while the temperature near the left electrode pad
was below 200 °C. The corresponding one-dimensional
temperature profile along the Joule-heated microwire
is shown in Fig. 3d. Due to the inhomogeneous heating
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Fig. 3 a Optical image of the microwire with doping gradient. b
Optical image and c IR image of the microwire under Joule heating. d
The temperature distribution along this microwire

effect, a temperature gradient as high as 800 °C/mm was
created along the microwire marked with segment 1. The
temperature gradient is quite stable even after the heat-
ing wire is powered on for tens of minutes.

Fabrication of Metal GNPA

The fabrication of metal GNPA is based on temperature-
dependent layer dewetting, including the following steps:
(1) A thin layer (10 nm) of the gold film was coated on
the microwire device by evaporation; (2) The micro
heating device was switched on. The thin film was soon
melted and coalesced into the nanosphere by surface ten-
sion; (3) The micro heating device was switched off. It is
known that the average size of the metal nanoparticle is
strongly dependent on the annealing temperature [18,
19]. Based on this behavior, gold nanoparticle arrays with
a size gradient can be fabricated, which can be identi-
fied from the SEM images at each position of the heating
wire (Fig. 4). The corresponding average particle sizes are
also calculated, which are shown below. The average size
of the gold nanoparticle increases from~58 nm in the
region with a lower temperature (~500 °C) to~174 nm
in the region with a higher temperature (~800 °C). The
above results prove that the gold GNPA can be readily
created by applying an appropriate thermal gradient in
the annealing process. It is also noted that this strategy is
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Fig. 4 SEM images of different positions along the microwire after thermal gradient annealing and corresponding size distributions of particles in

quite universal and can be extended to other metals, such
as platinum (Additional file 1: Fig. S5).

GNPA in Multi-wavelength Response SERS Application

Nanoparticle arrays with size gradient can introduce
gradual change in resonance peak position, which
is especially useful for acting as multi-wavelength
response SERS substrates. To demonstrate such appli-
cation, microwires with and without gold GNPA were
soaked in the R6G/ethanol solution with the concen-
tration of 107 m for the absorption of R6G molecules,
which are as probe molecules to study the enhancement
performance of SERS substrates. And excitation laser
lines at 532 nm and 785 nm were employed to test the
SERS enhancement of gold GNPA. The typical surface-
enhanced Raman spectra of R6G at 532 nm and 785 nm
laser excitation are shown in Fig. 5a, b. It exhibits distinct
Raman modes of R6G (612, 772, 1308, 1361, 1505, 1575,
and 1649 cm™") for the microwire with gold GNPA under
both 532 nm and 785 nm laser excitation. All the Raman
bands of R6G are significantly enhanced compared with
the microwire without gold GNPA. SERS line mapping
along the size gradient of the gold GNPA was also carried
out. Under the 532 nm laser excitation, the SERS signal
of the R6G increased firstly and then decreased, and the
maximum intensity occurred in the position of 350 pm.
This result can be attributed to the fact that localized
surface plasmon resonances (LSPR) are tightly related to
the gold nanoparticle size. It is clear that there is a proper

particle size for gold nanoarrays to realize a maximum
Raman scattering enhancement. When the excitation
wavelength was switched to 785 nm, the SERS line map-
ping curve shows similar trends. However, the maximum
signal slightly shifts to the position of 420 um where the
nanoparticle size is larger. Normally, the resonance peak
redshifts with increasing nanoparticle size [20, 21]. Thus,
when the wavelength of the excitation laser increases,
the maximum enhancement shift to the position with
a larger nanoparticle size. We also calculated the aver-
aged surface enhancement factor of the gold GNPA SERS
substrate (see detailed calculation in Additional file 1)
[20]. The maximum enhancement factors under 532 nm
and 785 nm laser excitation are 5.4 x 10* and 1.7 x 10%
The above findings prove that our gold GAPA produces
strong SERS responses to multi-wavelength excitation
lines, which could provide a one-chip high-efficiency
solution for multi-wavelength SERS detection.

Conclusion

In conclusion, we have presented a facile strategy for the
formation of gradient metal nanoparticles array with con-
tinuous particle size. We started from Ga-doped ZnO
microwire and created a doping gradient along the microw-
ire by applying a high voltage on it. We found that such a
doping gradient can facilitate the formation of a stable tem-
perature gradient (~800 °C/mm) along the microwire in
a Joule heating process. After annealing a thin metal film
coated on this microwire using this temperature gradient,
GNPA can be produced. The resultant GNPA exhibited
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Fig. 5 Typical SERS spectra of R6G on microwire with and without gold GNPA at a 532 nm and b 785 nm laser excitation. ¢ SERS line scan along the

a gradual change in plasmonic properties and induced a
multi-wavelength SERS response in the presence of molec-
ular analytes. The strategy presented here is quite universal
and can be also extended to other metals.
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when the lower voltage was applied at the beginning. Fig. S4. First deriva-
tive of cumulative resistance to position. Fig. S5. SEM images of the Pt
nanoparticles at different positions along the microwire after thermal
gradient annealing. Calculation of the enhancement factor.

Acknowledgments
The authors acknowledge financial support from National Natural Science
Foundation of China.

Author Contributions

AQC contributed to design of the work and drafted the manuscript; YL
contributed to the acquisition, analysis of data and revised the manuscript;
YYW contributed to interpretation of data; YZ contributed to supervision; All
authors contributed to writing the manuscript. All authors read and approved
the final manuscript.

Funding

The authors acknowledge financial support from National Natural Sci-
ence Foundation of China (Grant No. 51872132, 52122607, 52002208 and
U20A20241) and NSQKJJ under grant K21799102.

Availability of Data and Materials

The data used and analyzed during the current study are available from the
corresponding authors upon reasonable request.

Declarations

Ethics Approval and Consent to Participate
Not applicable.

Consent for Publication
We agree to the publication of the paper in the Nanoscale Research Letters.

Competing interests
The authors declare no competing interests.



https://doi.org/10.1186/s11671-022-03698-0
https://doi.org/10.1186/s11671-022-03698-0

Chen et al. Nanoscale Research Letters (2022) 17:59 Page 7 of 7

Author details Publisher’s Note
'School of Microelectronics, Southern University of Science and Technology, Springer Nature remains neutral with regard to jurisdictional claims in pub-
Shenzhen 518055, China. School of Innovation and Entrepreneurship, South- lished maps and institutional affiliations.

ern University of Science and Technology, Shenzhen 518055, China.

Received: 20 April 2022 Accepted: 15 June 2022
Published online: 20 June 2022

References

1. LaiY,Huang J, Cui Z, Ge M, Zhang KQ, Chen Z et al (2016) Recent
advances in tio2-based nanostructured surfaces with controllable wet-
tability and adhesion. Small 12:2203-2224

2. QiL, NiuY,Ruck C, ZhaoY (2019) Mechanical-activated digital microfluid-
ics with gradient surface wettability. J Lab Chip 19:223-232

3. ZhengY, Cheng J, Zhou C, Xing H, Wen X, Pi P et al (2017) Droplet motion
on a shape gradient surface. Langmuir 33:4172-4177

4. BaiH,WangL,JuJ, SunR, Zheng, Jiang L (2014) Efficient water col-
lection on integrative bioinspired surfaces with star-shaped wettability
patterns. Adv Mater 26:5025-5030

5. Cheng Z ZhouH, Lu Q, Gao H, Lu L (2018) Extra strengthening and work
hardening in gradient nanotwinned metals. Science 362:eaau1925

6. ChenK, LiL (2019) Ordered structures with functional units as a paradigm
of material design. Adv Mater 31:1901115

7. Goreham RV, Short RD, Vasilev K (2011) Method for the generation
of surface-bound nanoparticle density gradients. J Phys Chem C
115:3429-3433

8. Mdller MB, Kuttner C, Kénig TA, Tsukruk WV, Forster S, Karg M et al (2014)
Plasmonic library based on substrate-supported gradiential plasmonic
arrays. ACS Nano 8:9410-9421

9. Velev OD, Gupta S (2009) Materials fabricated by micro-and nanoparticle
assembly-the challenging path from science to engineering. Adv Mater
21:1897-1905

10. Karimi E, Schulz SA, De Leon |, Qassim H, Upham J, Boyd RW (2014) Gen-
erating optical orbital angular momentum at visible wavelengths using a
plasmonic metasurface. Light Sci Appl 3:e167

11. Xu H, Bjerneld EJ, K&ll M, Borjesson L (1999) Spectroscopy of single hemo-
globin molecules by surface enhanced raman scattering. Phys Rev Lett
83:4357

12. Abu Hatab NA, Oran JM, Sepaniak M (2008) Surface-enhanced raman
spectroscopy substrates created via electron beam lithography and
nanotransfer printing. ACS Nano 2:377-385

13. ChenY, Bi K, Wang Q, Zheng M, Liu Q Han'Y et al (2016) Rapid focused
jon beam milling based fabrication of plasmonic nanoparticles and
assemblies via “sketch and peel”strategy. ACS Nano 10:11228-11236

14. AiB, Larson S, Bradley L, Zhao Y (2018) A flexible strategy to fabricate
gradient plasmonic nanostructures. Adv Mater Interfaces 5:1800975

15. Chen A, Zhu H,WuY,Yang D, Li J, Yu S et al (2018) Low-threshold whis-
pering-gallery mode upconversion lasing via simultaneous six-photon
absorption. Adv Opt Mater 6:1800407

16. Norton DP, Heo Y, IVill M, Ip K, Pearton S, Chisholm MF et al (2004) Zno:
growth, doping & processing. Mater Today 7:34-40

17. Cahen D, Chernyak L (1997) Dopant electromigration in semiconductors.
Adv Mater 9:861-876

18. Sui M, Li M-Y, Kunwar S, Pandey P, Zhang Q, Lee J (2017) Effects of anneal- . . . )
ing temperature and duration on the morphological and optical evolu- Submit your manuscrlpt toa Sprmgeropen
tion of self-assembled pt nanostructures on c-plane sapphire. PLoS ONE journa| and benefit from:
12:e0177048

19. QuanJ, Zhang J, Qi X, LiJ, Wang N, Zhu Y (2017) A study on the correla- » Convenient online submission
tion between the dewetting temperature of Ag film and SERS intensity. . .

SciRep 7:14771 | 4 RIgOfOUS peer review
20. Lin X-M, CuiY, Xu Y-H, Ren B, Tian Z-Q (2009) Surface-enhanced » Open access: articles freely available online

Raman spectroscopy: substrate-related issues. Anal Bioanal Chem . - s
304:17201745 » High visibility within the field

21. Zoric|, Zach M, Kasemo B, Langhammer C (2011) Gold, platinum, and » Retaining the copyright to your article
aluminum nanodisk plasmons: material independence, subradiance, and
damping mechanisms. ACS Nano 5:2535-2546

Submit your next manuscript at » springeropen.com




	Gradient Annealing as a New Strategy to Fabricate Gradient Nanoparticle Array on Microwires
	Abstract 
	Introduction
	Experimental
	Microwire Growth and Devices Fabrication
	Fabrication of SERS Substrate and Characterization

	Results and Discussion
	Build of Impurity Gradient
	Build of Temperature Gradient
	Fabrication of Metal GNPA
	GNPA in Multi-wavelength Response SERS Application

	Conclusion
	Acknowledgments
	References


