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Abstract: Aluminum nitride nanoparticles (AIN-NPs) were fabricated by a RF magnetron sputtering
and inert gas condensation technique. By keeping the source parameters and sputtering time of 4 h
fixed, it was possible to produce AIN-NPs with a size in the range of 2-3 nm. Atomic force microscopy
(AFM), Raman spectroscopy, X-ray diffraction (XRD), and UV-visible absorption were used to
characterize the obtained AIN-NPs. AFM topography images showed quazi-sphere nanoparticles with
a size ranging from 2 to 3 nm. The XRD measurements confirmed the hexagonal wurtzite structure of
AIN nanoparticles. Furthermore, the optical band gap was determined by the UV-visible absorption
spectroscopy. The Raman spectroscopy results showed vibration transverse-optical modes A;(TO),
E1(TO), as well as longitudinal-optical modes E;(LO), A;(LO).

Keywords: AIN nanoparticles; RF magnetron sputtering; atomic force microscopy; Raman spectroscopy;
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1. Introduction

Aluminum nitride (AIN) is a large and direct band-gap semiconductor material (Eg = 6.2 €V). It has
a hexagonal wurtzite structure similar to zinc oxide (ZnO) and lattice constants of a = 0.311 nm and
¢ = 0.498 nm. Itis characterized by high thermal conductivity and chemical stability, a high melting point,
low coefficient of thermal expansion, high electrical resistivity, low dielectric loss, high mechanical stiffness,
and high acoustic wave velocity [1-3]. Hence, it has attracted considerable attention of researchers due to
its unique property applications in surface acoustic wave (SAW) devices, sensors, thin-film resonators,
metal-oxide-semiconductors (MOS) [4], and microelectronic devices [5]. Other versatile applications
are used in optoelectronic devices, for example, deep-ultraviolet light-emitting diodes and laser
diodes [6], which can be used for a living environment [7]. Many regions of the world are suffering
from the pollution of water; therefore, it is necessary to use sterilization systems to clean the water.
According to the World Health Organization (WHO), every hour more than 100 children die from
water-borne bacteria [8]. Currently, deep ultraviolet light sources such as mercury lamps or excimer
lasers are capable of killing these bacteria. Nonetheless, these UV-light sources are not reliable due to
their large size, low efficiency, and their toxic substances that cause serious environmental problems [9].
Among wide bandgap semiconductor materials, such as GaN, AIN, and AlGaN, only aluminum
nitride-based UV-light-emitting diodes (LEDs) have potential applications for killing water-borne
bacteria. In the past decade, various techniques were employed to produce aluminum nitride (AlN)
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thin films and nanostructures [10-12], such as pulsed laser deposition [13], molecular beam epitaxy [14],
and the common deposition process DC reactive magnetron sputtering [15].

Nanomaterials offer different advantages, such as flexible space for simplicity reconstruction,
enhanced mechanical stability, large surface area, and suitable coating, which may lead to unique
applications in different nanoelectronic-scale devices [16]. The selection in fabrication techniques of
nanostructures provides the freedom to modify the physical properties of materials. Synthesis of
nanoparticles by magnetron sputtering and inert-gas condensation may open the door for basic
research to study these properties such as in hybrid structures composites by depositing or coating
AIN nanoparticles on multi-wall carbon nanotubes (MWCNTs). The transfer of the energetic electrons
excited by surface plasmon from metal (MWCNTs) to the conduction band of the emitting material is
expected to enhance the UV emission. Previous studies, such as ZnO-coated MWCNTs, show that the
UV bandgap emission greatly enhanced while the green emission arising from defects was reduced [17].

In this research, aluminum nitride (AIN) nanoparticles are produced for the first time using the
RF magnetron sputtering and inert gas condensation technique.

2. Materials and Methods

Aluminum nitride nanoparticles were fabricated by RF magnetron sputtering with inert gas
condensation in the suitable system. We purchased the nanoparticles source from Mantis Deposition
Ltd. (Oxfordshire, UK). A schematic diagram of the experimental research set-up in our lab for the
fabrication of AIN nanoparticles is illustrated in Figure 1. The main parts of the system shown in
this figure consist of a nanoparticle source that includes an RF magnetron sputtering unit, a turbo
pump (TP), a quadrupolar mass filter (QMF), and the deposition chamber. The two turbo pumps were
utilized to evacuate the main and source chambers to a base pressure of 1078 mbar. The RF magnetron
type discharge was used to generate nanoparticles from the AIN target purchased from the Kurt J.
Lesker Company (Jefferson Hills, PA, USA) with a purity of 99.8%. Argon gas was used to create
the plasma, sputter material from its target, establish nanoparticle condensation, and create pressure
gradient between the source and deposition chambers that allowed nanoparticles to pass through the
mass filter. In this research, the mass filter was used is a quadrupole mass filter located between the
nanoparticle’s source and the deposition chamber.
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Figure 1. Schematic diagram of the deposition system, including the nanoparticle source and deposition
chamber [18].

The principle of QMF is based on applying alternating current AC and direct current DC voltages
[+(U + Vcos wt)] to four straight metal rods. The two rods were connected to a positive voltage while
the other two rods to the negative voltage. Here, U is the DC voltage, V is the amplitude of AC voltage,
w is frequency, and ¢ is time. Herein, a grid was placed at the outer part of the mass filter that was
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used to measure the ion flux of the selected mass/size, and the resulting current was measured by a
pico-ampere-meter [18-20]. The Ar flow rate was fixed at 60 sccm which was controlled by a mass flow
controller instrument MKS (Andover, MA, USA). Another part in the system was the magnetron gun
placed in the source chamber which was mounted on a motorized linear translator that enables the
aggregation length (L) to be varied up to 100 mm. In this experimental research, the aggregation length
(L) was fixed at 30 mm and defined as the distance from the sputtering target surface to the source exit
nozzle. The argon gas flow condensates the sputtered atoms to create the nanoparticles and sweeps
the nanoparticles outside the source through the two nozzles into the main chamber. At this stage,
the growth of nanoparticles stopped and they flowed through a quadrupole mass filter to measure
the nanoparticle size distribution. The pressure gradient between the source and main chambers
allowed the nanoparticles to flow and reach a substrate fixed where the nanoparticles were deposited
on glass, mica, and silicon substrates. The size and shape of AIN nanoparticles were characterized by
an atomic force microscope (AFM) provided by Dulcinea from Nanotec S.L. (Madrid, Spain). The X-ray
diffraction analysis was obtained by using Shimadzu (Kyoto, Japan) 6100 XRD with CuK« radiation
(A = 0.15406 nm). The energy dispersive spectroscopy (EDS, Jeol, Peabody, MA, USA) was used
to measure the chemical composition. The optical absorption spectra were performed using Jasco
UV-visible spectrophotometer (Tokyo, Japan). The Raman spectra were obtained using a Renishaw
(Gloucestershire, UK) in Via Raman microscope with a laser excitation source working at wavelengths
of 514 nm.

3. Results and Discussion

3.1. AFM, EDS, and XRD

The morphology, density, and height of AIN nanoparticles were determined by atomic force microscope
topography images in a noncontact dynamic mode. Topography results possess high sensitivity due to
the piezoelectric and tip characteristics. The AFM tip used was AR10-NCHR (Nano word) with a force
constant of 42 N/m, resonance frequency of 320 kHz, and a tip radius of <15 nm. Figure 2a,b shows the
AFM topographic image of AIN nanoparticles on the mica substrate. It is clear from the figure that
the nanoparticles are spherical. The nanoparticles are presented as a three-dimensional projection in
Figure 2c. The height analysis of these nanoparticles presented in Figure 2d shows that the apparent
height ranged between 1.6 and 3 nm.
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Figure 2. Atomic force microscopy (AFM) topography images of aluminum nitride (AIN) nanoparticles
on a mica substrate. Scan sizes of (a) 2.5 um X 2.5 um and (b) 1.5 pm X 1.5 um. (c¢) Three-dimensional
projection of nanoparticles and (d) line profiles for the 2 separate nanoparticles identified in the image
(b). The deposition time while using quadrupol mass filter (QMF) is 4 h.
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The Gaussian distribution presented by the solid line in Figure 3 is a fit for the sizes measured
using the quadrupole mass filter of the nanoparticle’s production system. The Gaussian fit determines
the size distribution of AIN nanoparticles, which were fabricated using a discharge power of 50 W,
Argon flow rate (f = 60 sccm), chamber pressure P = 1.17 X 1073 mbar, U/V = 0.09, and aggregation
length (L = 30 mm). The figure shows that the peak diameter was about 2.5 nm. This result confirms
the size distribution determined by the AFM shown in Figure 2d.
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Figure 3. The Gaussian fit data solid line is the size distribution of AIN nanoparticles using a quadrupole
mass filter.

Figure 4 shows the element analysis of AIN nanoparticles determined by the electron dispersive
spectroscopy EDS. The elemental atomic percentage in AIN nanoparticles was found to be Al = 0.62
and N = 0.67 which has Al/N ratio close to 1. Other elements indicated in Figure 4, such as oxygen,
sodium, silicon, and carbon, arise from the glass substrate used for depositing the nanoparticles.
Moreover, Table 1 shows element analysis determined by the EDS for the AIN nanoparticles on a
glass substrate.
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Figure 4. EDS spectrum of AIN nanoparticles deposited on the glass substrate.

Table 1. Element analysis determined by the EDS for the AIN nanoparticles on the glass substrate.

Formula Mass% Atom% Sigma Net KRatio Line

N 0.51 0.67 0.13 109 0.0004177 K
Al 0.92 0.62 0.08 913  0.0013102 K
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Figure 5 shows the XRD pattern of AIN nanoparticles deposited on the glass substrate.
The diffraction peaks (002), (200), (103), and (311) are corresponding to the hexagonal phase structure
reported in the literature [21-24].

2.4x10* i
2.2x10* [
2.0x10* i
1.8x10* i
1.6x10* [

1.4x10*

1.2x10*

Intensity (a.u.)

1.0x10*
8.0x10°

(103)
(311)

6.0x10°

4.0x10°

2.0x10°

0.0

L

A TTTT T T T T T 1T 7T
3637 3839404142434445 62 64 66 68 70 72 74 76 78 80
26(°)

Figure 5. XRD spectrum of the AIN nanoparticles deposited on the glass substrate.

3.2. Raman Spectroscopy

To confirm the formation of the wurtzite structures of AIN nanoparticles, Raman spectroscopy
was used. The space group of AIN is Cgv (P63mc) and the six Raman-active modes in AIN possibly
determine as 1A1(TO) + 1A (LO) + 1E; (TO) + 1E; (LO) + 2E; [25]. Figure 6 illustrates the Raman
spectra for AIN nanoparticles deposited on a silicon substrate. The Raman spectrum present in sold line
was fitted by deconvolution of the Lorentzian line shape signal performed through a standard fitting
procedure. Suitable fits are established with Lorentzian curves, whose centers are identified by the
vibrational modes in the Raman spectrum. All the Raman modes were labeled with their corresponding
values. The observed active Raman modes for AIN were found to be consistent with the wurtzite phase
reported in the literature [26-28]. In this figure, the observed peak at 619 cm~! corresponds to the
transverse-optical A;(TO) mode, the broad beak centered at 670 cm™! corresponds to E{(TO), and to
the left of the maximum there is a hump with a lower intensity centered at 653 cm™~! corresponding to
E;(high). In addition, the peaks at 826 and 905 cm~! were assigned to longitudinal-optical E;(LO) and
A1(LO), respectively. The Raman frequency shift peaks of AIN nanoparticles can slightly differ from
their bulk that can be attributed to their crystallite sizes [29].
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Figure 6. Raman spectra of AIN nanoparticles deposited on the silicon substrate.
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3.3. Optical Absorption

Optical information of AIN nanoparticles deposited on the glass substrate was determined by
UV-visible spectroscopy. Figure 7 illustrates the Tauc plot [30], which is a graph for (athv)? versus the
photon energy hv, where « is the optical absorption coefficient obtained from inset Figure 7. The optical
energy gap (Eg) was determined by extrapolating the straight line that fit the linear portion of the Tauc
plot the intercept the (hv)-axis at (ahv)? = 0. The value obtained from this figure for AIN nanoparticles
is equal to 5.1 eV. This value is in good agreement with the theoretical and experimental estimation
reported in the literature [2,31,32].

1.2
a

1.0 4
$ 13- 3
> 2
: -
- 0.6 2
o £
> S

44 =
s 0 .r =

o
N
1
-
m
@«

n
o
-
@
<

J ) 1 ) 1 f 1 1 1 1

0.0 —— — — 220 240 260 280 300 320 340 360 380 400
3.0 3.5 40 45 5.0 5.5 S

ho (ev)

Figure 7. (a) Tauc plot of bandgap energy for AIN nanoparticles deposited on the glass substrate.
(b) Absorption of AIN nanoparticles deposited on glass substrate.

4. Conclusions

Aluminum nitride nanoparticles were produced by a RF magnetron sputtering inert gas condensation
technique inside an ultra-high vacuum system. The AFM images and quadrupole mass filter (QMF)
indicated that the sizes of the nanoparticles were of the order of 3 nm. The X-ray diffraction studies
confirmed the wurtzite phase of AIN nanoparticles. Furthermore, Raman spectroscopy measurements
showed vibration transverse-optical modes and longitudinal-optical modes. The broadening peaks of
the Raman vibrational modes were due to the nano-size effects. Moreover, the optical bandgap energy
obtained for AIN nanoparticles was 5.1 eV. It is worth noting that the production of AIN nanostructures
has a potential to be used in fabrication nanoscale devices.
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