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ARTICLE INFO ABSTRACT

Article history: An effective method has been proposed for controlling the size distributions of metallic nanoparticles
Received 6 September 2018 produced through laser ablation in liquid by employing physical boundaries in the vicinity of the ablation
Received in revised form 3 December 2018 site. An Nd:YAG laser (1064 nm, FWHM 6 ns) has been used to ablate the copper target immersed

Accepted 22 December 2018 in two different liquid medium, water and isopropyl alcohol. Water and isopropyl alcohol have been

chosen because of the significant differences in their densities while the optical properties are nearly

ﬁgysg;ﬁdes comparable. To demonstrate the efficacy of the method, experiments have been conducted in both the
Laser ablation in liquids configurations, that is, with and without confining boundaries. To ascertain the observed effect, select
Plasma plume experiments have also been carried out with gold as the target material to ensure that the size distribution
Confining boundaries is not influenced because of oxide-layer formation. The size of the particles were estimated from the

SEM images and analysing these images using an indigenously developed code. It has been observed
that there are significant differences in the size distributions in the cases of nanoparticles produced with
and without confining boundaries. For any given medium, a consistent increase in the mean size of the
nanoparticles produced with the targets fitted with physical boundary has been observed as compared
to those produced with flat targets. The observed trend has been attributed to the plausible role of the
shock wave reflection from the physical boundaries, which alters the plasma parameters. Reflected shock
wave-plasma interactions prolonging the thermalisation time of the plasma plume in confined geometry
facilitate the particle growth, resulting in the formation of bigger particles. The proposed method, which
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can be applied to any metallic target, is one of the greener methods for producing nanoparticles and is
also relatively simple and cost effective.

© 2019 Elsevier B.V. All rights reserved.

1. Introduction

Inrecent years, the method of laser ablation has found consider-
able attention among the researchers as one of the viable methods
for the fabrication of nanoparticles. This method has been widely
employed for fabricating metallic and polymeric nanoparticles [ 1-
4]. The reason behind the upsurge in the use of this method is that it
does not involve any harsh chemicals at any stage of the fabrication
process. In addition, it is relatively simpler owing to the absence
of any possible chemicals that are otherwise difficult to get rid of
once the process of formation of nanoparticles is over [5,6]. Laser
ablation can be carried out in air/gas/vacuum or liquid ambient
medium based on the desired end results. When laser ablation is
carried out in air/gas/vacuum, it is mostly to let the ejected solid
get deposited over a substrate, and the method is known as pulsed
laser deposition (PLD) [7,8]. On the other hand, when the process
of ablation is carried out in liquid, the metal vapour cools down and
forms nanoparticles [9-11].

It has been well established through a number of studies that
the shape, size and morphology of nanoparticles play an important
role in defining their importance in a large range of application
areas thatinclude paints, various heat exchange fluids to controlled
drug delivery, catalysis and quantum computation [12-15]. Over
the last few decades, the area of research has broadened from
nanoparticles to nanostructures; encompassing not just spherical
or nearly spherical nanoparticles but also a plethora of structures
like prisms, cages, spindles, wires etc. [14,16-21]. The variation in
the shape, size and/or surface morphology of the nanostructures
leads to a change in their physical properties and response to
a specific physical, chemical or biological stimulus [17,22-24].
This necessitates achievement of precise control over the shape
and size of these nanostructures during their fabrication process
itself [25,26]. The parameters that are believed to influence the
shape and size of the nanoparticles in the case of chemical syn-
thesis include the concentration of surfactant, choice of precur-
sor, rate of temperature variations etc. [ 16,24,27-29]. Synthesis of
polymeric nanoparticles using wet chemical methods is also a well
explored domain and finds applications in the field of biotechnol-
ogy and life sciences [30,31]. In addition, there are several process-
specific parameters that lead to the formation of nanostructures
with different shapes and sizes, based on the different mechanisms
involved during the fabrication process.

In the context of laser ablation in liquids (LAL), one can choose
media with different viscosities, densities, refractive indices etc. in
order to control the size of the nanoparticles [32,33]. In some cases,
choosing a reactive media also changes the size, size-distribution
etc. of the resulting nanoparticles. These different methods have
shown the capability of generating a wide range of sizes and size
distributions of nanoparticles with different stoichiometry [24,34-
39]. Researchers have also shown that parameters like laser wave-
length, laser fluence and height of the liquid column also affect the
size and size-distribution of the resultant nanoparticles [40,41]. In
recent times, some research groups have come with very different
and novel methods for controlling the size and the polydispersity
of the nanoparticles that are fabricated by LAL. One such method is
fabrication of nanoparticles by ablation of thin films fabricated over
another substrate. It has been shown that the size of nanoparticles
formed depends on the grain size of the material forming the film
and also on the thickness of the film [26]. Working on the similar

lines, the effect of laser fluence and the effect of cavitation bubble
has been reported to be affecting the size and the polydisper-
sity [42]. Also, it has been found that by making layers of thin films
and appropriately tailoring the ambient medium, it is possible to
achieve core-shell kind of nanostructures of metal alloys [6]. The
thickness of shell and composition of the alloy could be altered by
changing the thickness of the layers and changing the sequence, for
a given liquid ambient [43]. Along these lines, some researchers
have altered the thickness and width of the target material to
achieve size control. By making the width of the target material
smaller or larger than the beam size, different sized nanoparticles
have been obtained [44].

Recently, it has been found that the presence of the physi-
cal boundaries in the close vicinity of the ablation site causes
the reflection of the laser induced shock waves and subsequently
affects the medium density and the thermalisation time of the
plasma plume [45,46]. With this background we became motivated
to explore the influence of physical boundaries on the size and
the size distribution of nanoparticles formed by laser ablation in
liquid medium. In order to observe the effects of confinement,
experiments have been performed with flat metal target and tar-
get fitted with confining walls. The produced particles have been
characterised for size using scanning electron microscope (SEM)
and the observed results have been analysed to understand the
effect of confinement. The fact that the proposed methodology of
controlling the size distribution of nanoparticles is applicable to
any metallic target, is cost effective, simple and is also one of the
greener methods, highlights the novelty of the work reported vis-
a-vis the other conventional methods reported in the literature.

2. Experimental setup

The complete experimental setup employed in the present
work has been shown schematically in Fig. 1. An Nd:YAG laser
(Quantel Q-smart 850, 1064 nm), with a pulse duration of 6 ns,
has been used as the ablation beam. The ablation beam has been
focused using a converging lens to achieve a spot-size of 0.5 mm
at the target surface. A small fraction of the beam was split and let
to fall on an optical energy metre to ensure that the laser fluence
is constant during the course of the experiments.

Copper and gold plates (99.9% purity), polished and thoroughly
rinsed, have been used as the targets. Two different target geome-
tries have been used for both the target materials. The schematics
of these two configurations of target plates have been shown in
Fig. 2. Fig. 2(a) shows the flat plate target without any physical
boundary and Fig. 2(b) shows the target plate fitted with two alu-
minium confining walls that are 10 mm apart from each other. The
walls were screw-fitted on the target. No adhesive has been used so
as to avoid any possible contamination. The process of ablation has
been carried out in such a way that the point of ablation remains
equidistant from both the confining walls. The Al walls were put
on the target surface to reflect back the laser-induced shock waves
towards the ablation site (plasma plume). Phenomena such as the
reflection of laser produced plasma-induced shock waves from the
confining boundaries and their characteristics in liquid media of
different densities have been studied and reported in detail in our
recent articles [45,46].

The LAL experiments have been performed in a custom made
glass open-top cuvette of dimensions 60 mm x 60 mm x 60 mm.
The chosen dimensions of the cuvette made sure that the total
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Fig. 1. Schematic diagram of the experimental setup.

travel time of the induced shock waves travelling from the point
of ablation to the walls of the container and reflected back to the
ablation point is higher than the characteristic thermalisation time
of the plasma. This condition needs to be satisfied to avoid any
plausible effect of the reflected shock wave in case of the flat plate
target geometry. In addition to this, a larger container size was
chosen to ensure that the concentration of nanoparticles close to
the ablation site is rarified and multiple interactions (of the same
particles) with laser are avoided. The ablation chamber has been
kept on a translation stage and the target was shifted by 1 mm
after every 20 shots to avoid any unwanted effects arising due to
the formation of crater or surface modification.

Two sets of experiments (flat and confined target geometry)
were performed; one set each with water and isopropyl alcohol
(IPA) as the ambient liquids. The reason for selection of IPA and
water as the two liquid media has been based on the fact that
their densities are significantly different from each other and hence
significant contrast in the effect of confinement may be expected.
At the same time, the refractive indices of the two liquids differ
slightly and hence the transmission and reflection from the liquid
target interface do not differ significantly for a chosen target mate-
rial. It enables us to assume that the laser fluence is constant for the
target material in different ambient fluids. In each case, the height
of the liquid column was maintained at 10 mm with reference to
the top surface of the target surface. Ablation of the target surface
has been achieved by firing the laser beam at 5 Hz for 30 min (9000
shots). Considering the height of liquid above the target surface,
the energy of the laser was optimised such that maximum amount
of ablation took place while the medium did not undergo laser-
induced breakdown. This was achieved by setting the laser energy
per pulse to a constant value (90 m]/pulse), which corresponded
to the laser fluence of ~11 J/cm? on the target surface. This time-
span for ablation has been chosen to ensure that there are not too
many nanoparticles in the suspension so as to avoid any possibility
of agglomeration, as well as, to make sure that the number is high
enough to carry out the size characterisation using SEM. Also, the
5 Hz repetition rate was chosen to avoid multiple interaction of
nanoparticles with laser-pulse.

3. Materials and methods

Laser ablation in liquid (LAL) has been carried out with copper
and gold as the target materials immersed in water and IPA while
maintaining constant laser fluence and height of the liquid column.
To prepare the samples for SEM characterisation, a few drops of
the suspension (carrying ablated nanoparticles) was dried over
a cleaned aluminium foil, which was later put on the sample
holder using a carbon tape. A Zeiss-Merlin SEM was used which

Table 1

Physical properties target materials and ambient liquids.
Refractive index of copper 0.37
Refractive index of water 1.33
Refractive index of IPA 1.35
Reflectivity of water-copper interface 0.310
Reflectivity of IPA-copper interface 0.316
Viscosity of water (at 25 °C) 0.89 cP
Viscosity of IPA (at 25 °C) 2.04 cP
Density of water (at 25 °C) 0.997 g/cm?
Density of IPA (at 25 °C) 0.786 g/cm?

has a resolution of 0.7 nm at 15 kV and 1.2 nm at 1 kV. Before
preparing the samples, the suspension was sonicated well to avoid
any possibility of agglomeration and ensure homogeneity.

The SEM images were later analysed using image processing
codes to retrieve the particle size distribution. The images having
nanoparticles were processed using image processing toolbox in
MATLAB. The step-by-step description of the method has been
included in Fig. A.1 in the Appendix and the brief description
has been presented here. The images recorded using scanning
electron microscopy were processed to enhance the quality of
images to enable particle detection through Hough Transform. The
images were pre-processed based on the difference in the contrasts
between the foreground and background. Here, the foreground is
formed by the nanoparticles and background is the substrate onto
which nanoparticles were deposited (aluminium foil). Due to the
differences in the height among the nanoparticles or nanoparti-
cle clusters with respect to the substrate, there are differences
in the intensity values between foreground and the background.
Although, the intensity among the nanoparticles has also got some
variations, depending upon the size distribution, yet the inten-
sity value for nanoparticles is always greater than the intensity
value of the background substrate. These differences in intensity
values of substrate and nanoparticles were amplified to enhance
the contrast of the image. Thereafter, the images were filtered
through top-hat filter. It increased the intensity of brighter pixel
with respect to dark background through morphological openings
of the image using a structuring element. After, enhancement in
the quality of the images, Hough Transform (HT) was applied
on the processed images. The parameters were chosen and fine-
tuned iteratively to prevent an overestimation or underestimation
of diameter and centre of the circle (2D projection of spherical
nanoparticles). The diameters of the circle obtained in pixel were
converted to real size values through appropriate scaling with scale
bar provided on the SEM images.

A detailed discussion on the findings has been made in the next
section for the two cases viz. the effect of physical boundaries in
water ambient and in IPA ambient. The viscosities and densities
of water and IPA at 25 °C are significantly different and hence are
expected to affect the particle sizes forming due to the process
of laser ablation [40]. The refractive indices of the two ambient
fluids, however, are close enough to make sure that the amount
of laser energy getting reflected from the target-liquid interface is
almost same and hence the amount of energy leading to ablation
remains unvaried. The values of relevant physical properties have
been tabulated below in Table 1[19,35,38,47].

4. Results and discussion

Primary findings of the present experiments have been dis-
cussed in the following sections. Results have been categorised
primarily into two different sub-sections. Sections 4.1 and 4.2
include the results of the experiments conducted in water and
IPA ambient, respectively. In each of the two sets, experiments
were conducted using both the target geometries (flat and confined
target).
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Fig. 2. Schematic representation of the two configurations of the target plate. (a) Flat (open) target and (b) target fitted with confining physical boundaries (Al-wall) on

either sides of the ablation site.
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Fig. 3. SEM micrographs of the nanoparticles produced in water ambient as a result of ablation of a flat copper target (a) and copper target fitted with confining physical
boundaries (c). Corresponding size-distributions of the resultant nanoparticles have been presented in (b) and (d).

4.1. Experiments in water ambient

As discussed earlier, the size of nanoparticles produced by the
method of laser ablation depends on a range of parameters that
include laser fluence, ambient medium, physical properties of the
target material etc. Effect of many of these parameters on the size
distribution of the nanoparticles have been extensively investi-
gated in the past, both, experimentally as well as theoretically [ 13,
31-34]. In order to see the effect of physical boundary on the size
distributions of nanoparticles, energy, wavelength and repetition
rate of ablating laser have been maintained constant in the present
experiments.

Under these conditions, the laser ablation has been carried out
on the target surface that is either flat (no physical barrier) or

is confined by the physical boundaries on both the sides of the
point of ablation. Following the methodology as discussed in the
previous section, samples in the form of suspensions of nanoparti-
cles have been subjected to SEM analysis and the corresponding
SEM images have been shown in Fig. 3. Fig. 3a shows the SEM
images of the nanoparticles produced due to the ablation of the
flat target plate, while the Fig. 3(c) corresponds to the case of target
plate with confining walls. Fig. 3(b) and (d) are the corresponding
particle size distribution plots. These size-distribution plots clearly
highlight the possible influence of the confining boundaries where,
the average size of the nanoparticles produced due to the ablation
of the flat plate is relatively smaller than that achieved in the case of
target surface fitted with physical boundaries. These observations
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Fig.4. SEM micrographs of the nanoparticles produced in water ambient as a result of ablation of a flat gold target (a) and gold target fitted with confining physical boundaries
(c). Corresponding size-distributions of the resultant nanoparticles have been presented in (b) and (d).

have been quantified in terms of the mean size of the nanoparticles
produced with water environment and have been summarised in
Table 2. It is to be seen from the table that, the size of the most
abundant nanoparticles is higher in the case of the ablation target
fitted with the physical boundaries as compared to the case of the
flat target. For instance, a percentage increase of nearly 66% in the
mean size of the copper-based nanoparticles is to be seen as the
flat target is replaced by the one that is fitted with the physical
boundaries.

The above observation of the increase in the mean size of
nanoparticles in confined geometry may be explained on the basis
of thermalisation rate of the plasma plume. It has been reported
that the formation of metallic nanoparticles by laser ablation and
its size distribution depends on the thermalisation rate of the
evolving plasma plume. Thus, the rate at which the plasma plume
cools down plays an important role in this entire process [48]. A
very high cooling rate of the plasma plume is expected to result
into smaller size of the nanoparticles produced. This is owing to
the fact that the formation mechanism of nanoparticles after the
completion of the ablation process depends on two co-occurring
processes, namely, nucleation and particle growth. The nucleation
process starts as soon as the ablated species come together, fol-
lowed by the coalescence of these nuclei that in turn leads to the
formation of bigger particles. If the thermalisation is fast enough,
the nucleation process dominates, leading to the formation of
smaller nanoparticles. On the other hand, if the plume life-time is
longer, i.e. if the process of thermalisation takes place over a longer
period of time, the nuclei produced as a result of material ablation
get enough time to come closer and form bigger particles [35].

Based on the above arguments, the observed result in the
present context could be explained as follows: Laser plasma-
induced spherical shock front propagates ahead of the plasma
plume in the ablation medium. In absence of any confining wall,
the energy of the shock wave gets dissipated in the medium. In
presence of confining walls, the expanding shock front interacts
with the confining wall and gets reflected back and transfers the
energy back into the medium (towards the ablation centre). It
has been well studied that pressure, density and temperature of
the medium increases significantly in the case of the reflected
shock wave. Therefore, strengthened reflected shock wave-plasma
plume interactions changes the thermo-dynamical properties of
the plasma plume in terms of plume heating and thermalisation.
Thus, in contrast to the flat target, the presence of confining
wall significantly increases the plasma thermalisation time, which
causes the enhancement in the sizes of the nano-particles, as
illustrated in the figure [27,35].

The experiments performed in water ambient with copper
show a definite trend, but there is a probability of formation of
copper oxides. Hence, the sizes or size distribution observed may
also have a contribution from oxide layers. In order to ensure that
oxide formation is not a predominant factor, similar experiments
were also performed with gold (99.9% purity) as the target mate-
rial. The formation of oxide in the case of gold is hardly possible
and hence the sizes observed may be considered as the size of the
metallic nanoparticles. Therefore, the difference in the sizes of the
nanoparticles in the absence and presence of confining walls can
purely be attributed to the presence of the physical barriers and the
subsequent plasma heating. The results obtained with gold targets
ablated under water have been shown in Fig. 4. Fig. 4(a) and (c)
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Fig. 5. SEM micrographs of the nanoparticles produced in IPA ambient as a result of ablation of a flat copper target (a) and copper target fitted with confining physical
boundaries (c). Corresponding size-distributions of the resultant nanoparticles have been presented in (b) and (d).

Table 2
Comparison of the mean size of the nanoparticles produced with flat target to those
obtained with the target fitted with physical boundaries (Ambient liquid medium:
Water).

Material Mean size of nanoparticles % Increment
Flat target Target with boundary

Copper 25.5+ 13 nm 424+ 13 nm 66

Gold 9.15+5nm 13.7+ 6 nm 49.7

show the SEM images of the gold nanoparticles formed by ablating
a flat target and target fitted with walls, respectively. Fig. 4(b) and
(d) show the corresponding size distributions.

With reference to the SEM images and corresponding size dis-
tributions shown in Fig. 4, it is clearly evident that the size of
the gold particles formed in confined geometry is bigger than
their counterparts that are produced by ablating a flat target.
The quantitative results have been summarised in Table 2. It is,
therefore, concluded that prolonged plasma thermalisation due to
the presence of physical barrier is primarily responsible for the
formation of bigger nanoparticles.

4.2. Experiments in IPA ambient

Observations made on the possible effects of the confining
boundaries on the resultant sizes of the nanoparticles produced
in isopropyl alcohol (IPA)-based liquid medium have now been
presented and discussed. Fig. 5 shows the SEM images and the

respective particle size distributions due to the laser ablation of
copper target surface immersed in an IPA ambient. Fig. 5(a) and
(c) respectively show the SEM images of the nanoparticles formed
with flat target (a) and target fitted with physical boundaries (c).
The respective particle size distributions of the produced nanopar-
ticles have been shown in Fig. 5(b) and (d). Smaller-sized nanopar-
ticles are to be observed in the case of flat targets while the
nanoparticles are relatively bigger in size when produced with
confining walls placed on the target surfaces. These results follow
the similar trend as was observed in the case of water as the liquid
ambient medium presented in the previous section. However, a
closer observation of the mean size of the nanoparticles sum-
marised in Table 3 reveals that the copper nanoparticles produced
under IPA liquid ambient are relatively larger in size as compared
to their counterparts obtained with water as the ambient liquid
medium (Row 1 of Table 2). This could be understood as follows:
It is a well-studied fact that plasma quenches faster in a dense
medium [48]. This is because the plasma plume experiences higher
resistive force during its expansion in the denser medium and is
confined in a smaller volume. Density of water (0.997 g/cm?) is
significantly higher than the density of IPA (0.786 gm/cm?), and
hence the plasma will quench (thermalise) much faster in water
as compared to IPA, resulting in the formation of bigger particles
in the IPA ambient. This argument is in-line with the previously
presented explanation that the faster thermalisation leads to the
formation of smaller particles.

Results of various experiments presented in the above two
sections reveal that the changes in the size of the nanoparticles
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Table 3

Comparison of the mean size of the nanoparticles produced with flat target to those
obtained with the target fitted with physical boundaries (Ambient liquid medium:
IPA).

Material Mean size of nanoparticles % Increment
Flat target Target with boundary
Copper 34.5 £ 18 mm 76.3 £ 17 mm 121

(as one goes from the flat target to the ones fitted with physical
boundaries) is significant. These primary findings of the present
experimental work have clearly identified the plausible roles of
the presence of physical boundaries fitted on either sides of the
ablation site in deciding the size and the size distribution of the
nanoparticles produced due to the laser ablation of the target
material(s) placed in two different liquid media.

5. Conclusions

The plausible control on the size of the nanoparticles produced
as a result of ablation of metallic target in a liquid medium us-
ing confining boundaries was experimentally demonstrated. An
indigenously developed algorithm based on Hough transform has
been used to extract the size of the nanoparticles from the SEM im-
ages. The experiments revealed that for any given liquid medium,

the mean size of the nanoparticles obtained with confining bound-
aries is consistently higher than that achieved with the flat target
materials. It has been observed that the increment in size of the
copper nanoparticles in the two cases (bounded and flat) is 66% and
121% in water and IPA ambient, respectively. In order to confirm
that the observed sizes of the nanoparticles are not affected be-
cause of oxide-layer formation, select set of experiments were also
conducted with gold as the target material. The results observed
with gold are in agreement with the results obtained with copper
target. The observed increase in the size of the nanoparticles in
the presence of confining walls was primarily attributed to the
interaction of the reflected shock wave and plasma plume lead-
ing to the prolonged thermalisation of the plasma plume, which
facilitates the growth over the nucleation. Furthermore, the ob-
served difference in the sizes of the particles formed in water and
IPA, under similar conditions, has been attributed to the faster
quenching of plume in the medium of higher density. The present
study demonstrates the proof of concept of the proposed, simple
yet effective method, for controlling the size distribution of the
nanoparticles formed by laser ablation of metals.
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Appendix

The algorithm used to determine the size of the nanoparticles
from the available SEM images has been shown below in the flow-
chart (see Fig. A.1).
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