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Abstract
Spectral intensity, electron temperature and density of laser-induced plasma (LIP) are important
parameters for affecting sensitivity of laser-induced breakdown spectroscopy (LIBS). Increasing
target temperature is an easy and feasible method to improve the sensitivity. In this paper, a brass
target in a temperature range from 25 °C to 200 °C was ablated to generate the LIP using
femtosecond pulse. Time-resolved spectral emission of the femtosecond LIBS was measured
under different target temperatures. The results showed that, compared with the experimental
condition of 25 °C, the spectral intensity of the femtosecond LIP was enhanced with more
temperature target. In addition, the electron temperature and density were calculated by
Boltzmann equation and Stark broadening, indicating that the changes in the electron
temperature and density of femtosecond LIP with the increase of the target temperature were
different from each other. By increasing the target temperature, the electron temperature
increased while the electron density decreased. Therefore, in femtosecond LIBS, a high-
temperature and low-density plasma with high emission can be generated by increasing the target
temperature. The increase in the target temperature can improve the resolution and sensitivity of
femtosecond LIBS.

Keywords: laser-induced breakdown spectroscopy, time-resolved spectroscopy, emission
enhancement, femtosecond laser, target temperature

(Some figures may appear in colour only in the online journal)

1. Introduction

Traditional spectral analysis methods include scanning elec-
tron microscopy, Raman spectroscopy, atomic absorption
spectrometry, near-infrared spectroscopy, and atomic emis-
sion spectrometry (AES). As one of AES, laser-induced
breakdown spectroscopy (LIBS) has a good application

prospect in the field of element analysis. LIBS technique has
many advantages such as fast and remote application [1–6],
nearly nondestructive and in situ detection [7], and simplicity
of design for field utilization [8, 9]. Its application field is
very broad in material composition detection, such as soil
composition detection, environmental governance, arche-
ology, marine science, biomedicine [10–12]. Although LIBS
technique has unique advantages and good application pro-
spects, some bottlenecks gradually appear and hinder the

© 2020 Hefei Institutes of Physical Science, Chinese Academy of Sciences and IOP Publishing Printed in China and the UK Plasma Science and Technology

Plasma Sci. Technol. 22 (2020) 074001 (7pp) https://doi.org/10.1088/2058-6272/ab7901

4 Authors to whom any correspondence should be addressed.

1009-0630/20/074001+07$33.00 1

mailto:amchen@jlu.edu.cn
mailto:mxjin@jlu.edu.cn
https://doi.org/10.1088/2058-6272/ab7901
https://crossmark.crossref.org/dialog/?doi=10.1088/2058-6272/ab7901&domain=pdf&date_stamp=2020-03-13
https://crossmark.crossref.org/dialog/?doi=10.1088/2058-6272/ab7901&domain=pdf&date_stamp=2020-03-13


development of LIBS detection technique. It is mainly man-
ifested in the following three aspects: (1) lack of ability to
detect molecular structure; (2) relatively low detection sen-
sitivity and measurement accuracy; (3) matrix effect has a
significant influence on detected results. In order to make up
for the low detection sensitivity of LIBS technique,
researchers have carried out a large number of studies on
emission enhancement. Thus, many methods to enhance
spectral emission are proposed, including spark assisted LIBS
[13–16], spatial confined LIBS [17–21], double-pulse LIBS
[22–28] and magnetic field confined LIBS [29–32], nano-
particle enhanced LIBS [33, 34], surface enhanced LIBS
[35, 36], and preheated sample LIBS [37].

It is a simple and easy method to enhance emission line
of LIP by preheating target. Eschlböck-Fuchs et al investi-
gated the influence of the preheated target on the plume
expansion and emission line of LIP, their results suggested
that the higher temperature, the larger the volume of plume,
the higher the brightness of plasma emission, and the stronger
the intensity of spectral emission [38]. Tavassoli and Khalaji
used a Nd:YAG laser to study the effect of preheated target on
laser-ablated copper plasma, their results showed that the
preheated target increased the spectral line emission by nearly
90%, but the initial target temperature has no effect on the
background emission of LIP, which can effectively improve
the signal-to-background ratio [39]. Hai et al investigated the
effect of target temperature on the spectral line of laser-
ablated molybdenum-tungsten plasma [40], their experiment
was performed in a temperature range from 20 °C to 410 °C.
Tavassoli and Gragossian studied the effect of the preheated
target on the line intensity of LIBS, their results showed that
the limit of detection was reduced by 40% when the sample
was heated to 150 °C [41]. Zhang et al studied the effect of
lens focusing distance on plume expansion of laser-ablated Si
plasma under different target temperatures [42]. All of the
above examples used nanosecond laser pulses to investigate
the effect of sample temperature on spectral characteristics of
LIP, while few researchers used femtosecond lasers to study
the effect of sample temperature on the emission intensity.

Femtosecond laser relative to nanosecond laser has many
outstanding characteristics, such as extremely narrow pulse
width which can neglect plasma shielding effect, achieving
faster continuous decay, and no delay detection. It can also
increase the spectral emission and corresponding signal-to-
background ratio, and it is easier to obtain a discrete spec-
trum, allowing a large number of spectra to be accumulated
[43–49]. Since femtosecond laser has a very short pulse
width, it is in a ‘cold ablation’ state. Therefore, increasing the
temperature of the sample is interesting in studying the
spectral characteristics of femtosecond LIP. In addition, due
to the Stark effect [50], line broadening is used to determine
electron density of LIP. When the electron density is high, the
line broadening tends to widen, resulting in a decrease in the
spectral resolution, thereby reducing the accuracy of element
detection. To enhance spectral line resolution and intensity in
LIBS, researchers are studying high-temperature and low-
density plasma generation methods. He et al used re-excita-
tion of laser-ablated particle to obtain high spectral

resolutions by producing high-temperature and low-density
plasmas [27]. Xu et al obtained high-temperature and low-
density plasma produced by femtosecond laser by changing
the focusing distance [51].

The spectral properties of LIBS are accompanied by
dynamic decay process. Time-resolved spectroscopy can
increase data information and enhance the understanding of
various physical processes. In this paper, the time-resolved
spectral emission of femtosecond laser-ablated brass at dif-
ferent target temperature was measured. Also, electron
temperature and density were calculated based on Boltzmann
plot and Stark broadening, and the time-resolved spectra
presented the high-temperature and low-density character-
istics of femtosecond LIP with higher sample temperature.

2. Experimental setup

The experimental setup for studying femtosecond laser-abla-
ted brass plasmas under different target temperatures is dis-
played in figure 1. Femtosecond laser system used was a
regeneration amplified Ti:sapphire laser (Libra, Coherent).
The laser wavelength was 800 nm, and the pulse duration was
50 fs. The laser energy was adjusted by combining a half-
wave plate with a Glan laser polarizer. A lens with a focal
length of 100 mm was used to focus the pulse laser to target
surface. The produced plasma emission was collected using
two 75 mm focal length lenses with 50 mm diameter, and the
collected light was transferred to a spectrometer (Spectra Pro
500i, PI Acton, 1200 grooves mm−1). The optical signal was
detected using an intensified charge-coupled device (ICCD,
PI-MAX4, Princeton Instruments). In addition, the target was
attached on the surface of a heating table by thermal grease
compound. A thermocouple was used to monitor the temp-
erature, and an electric heating resistor was used to heat the
sample. When the target temperature increased, the thermo-
couple monitored the temperature and sent feedback to the
heating resistor. If the temperature increased to a desired
value, the heating resistor stopped heating; the temperature
dropped, the heating resistor continued to heat the target. The
heating table was used to increase the sample temperature and
keep the sample temperature stable to ensure the stability of
experimental data. The stability of the temperature is lower
than 1 °C. The heating table was moved using a three-
dimensional stage (PT3/Z8, Thorlabs) perpendicular to the
laser. Each emission spectrum was an average of 100 pulses.
The experimental measurement was performed in the
atmosphere.

3. Results and discussion

In order to describe the change in the plasma emission under
different sample temperatures, three clear copper spectral
lines were selected, they were Cu(I) 510.55 nm
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2( ) ( )). Figure 2 presents the
measured spectral distribution at sample temperatures of
25 °C, 65 °C, 100 °C, 150 °C and 200 °C in the wavelength
range from 510 to 522 nm. As shown in figure 2, the emission
line of laser-induced Cu plasma changes with a change in the
sample temperature for 0.3 and 0.5 mJ laser energies. The
intensities of three spectral lines show a monotonous
increasing trend as the sample is heated from 25 °C to 200 °C.

Meanwhile, the background emission hardly changes with the
increase of the brass temperature, improving signal-to-back-
ground ratio. The effect of preheated target and pulse energy
on the line emission of LIBS is very important. To further
analyze the influence of the preheated target and pulse energy
on the emission line of brass plasma, the emission line at Cu
(I) 521.8 nm with the target temperature is presented in
figure 3.

As shown in figure 3, the peak of Cu (I) line at 521.82 nm
increases with the increase of the target temperature for
0.3 mJ and 0.5 mJ laser energies. This phenomenon is caused
by the following reasons:

(a) Reflectivity of metal
Under local thermal equilibrium (LTE), emission inten-

sity of an atomic characteristic line can be described by the
following formula [52]:

l
= -I C M

A g hc

Z
e , 1E kT

k i v
k k

k

k e ( )/

where Ci is the element concentration in LIP, Mv is the
amount of evaporated material in LIP (total mass of ablation),
k is the Boltzmann constant, gk is the degeneracy of spectral
level (the statistical weight), and Ak represents the probability
of spontaneous transition, h is the Planck constant, c is the
light speed, Z is the partition function, λk is the emission
wavelength, Ek is the upper level energy, and Te is the elec-
tron temperature in plasma.

Equation (1) indicates that spectral intensity of plasma
emission is mainly determined by the total mass of ablation
Mv, and the electron temperature in plasma Te [48]. The total
ablation mass and the elemental density of the sample mat-
erial determine the particle number in plasma. Because the
electron temperature inside the plasma is very high (on the
order of 104 K), the change in the target temperature causes
little change in the line intensity of the LIP. For a fixed target
to be tested, the relevant physical parameters in equation (1)
are fixed values (can be found from NIST database), and they
do not change as the sample temperature changes.

Figure 1. Experimental setup of femtosecond laser-induced pre-
heated brass plasmas (HWP is the half-wave plate; Glan is the Glan
laser polarizer; M is the mirror; I is the iris; L is the lens).

Figure 2. Typical emission spectra at different temperatures for
0.3 mJ (a) and 0.5 mJ (b) laser energies. Gate delay and width are
0.2 μs and 0.1 μs, respectively.

Figure 3. Evolutions of line peaks for Cu (I) 521.82 nm line with
brass target temperature for 0.3 and 0.5 mJ laser energies. Gate delay
and width are 0.2 and 0.1 μs.
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It can be seen that the intensity of the spectral emission is
mainly affected by the maximum ablation mass Mv. This
parameter can also characterize the maximum actual ablation
efficiency produced by the coupling of pulsed laser energy
and matter, calculated by the following formula [53]:

=
- +

M
E

C T T L
, 2v

c

p b( )
( )

where T is the target temperature, L is latent heat, Tb is the
evaporation temperature of the sample, Cp is the specific heat
capacity.

= -E E R T1 3c ( ( )) ( )

Ec is the coupling energy of pulsed laser and sample surface,
E is the energy of the pulsed laser, and R T( ) is the reflectivity
of the material surface. Equation (3) shows that, for fixed
pulsed laser energy, the actual coupling energy Ec of the
pulsed laser and the sample surface will increase due to the
reduced reflectivity of the material surface, or decrease due to
the increased reflectivity of the material surface, and has a
certain inverse proportional linear relationship. At the same
time, as the reflectivity of the sample surface is constant, the
actual coupling energy Ec of the pulsed laser and the sample
surface is proportional to the pulsed laser energy E.

It can be seen from equation (2) that the main factors
affecting the maximum ablation mass Mv are the target
temperature T, and the reflectivity R T( ) of the sample surface.
The relationship between the surface reflectivity and the target
temperature can be described as [54]:

= - -R T R R T T , 40 1 0( ) ( ) ( )
where R0 is the reflectivity of the material surface at normal
temperature T0, R1 is the coefficient determined by the
properties of the material, and T is the temperature of the
material. It is clear that the material reflectivity decreases with
an increase in the material temperature.

According to the above physical mechanism, as the
material temperature increased, the actual coupling energy of
the laser pulse to the target surface increased, the total mass of
the ablated sample increased, and the spectral intensity
increased.

(b) Ablation threshold
As the sample was heated, the ablation threshold of the

material decreased, and more material was ablated from target
surface, resulting in an increase in the original internal energy
of the brass target. Therefore, the plasma will gain more
temperature [55].

(c) Air density
As the surface temperature of the brass target increased,

the air near the brass surface was also heated, resulting in a
decrease in the air density near the surface of the sample. This
reduced the collision of particles in the air and the plasma,
thereby reducing energy loss and increasing the spectral
intensity of the plasma [38, 56, 57].

The generation and decay of LIBS are a dynamic pro-
cess, thus the emission of the LIP changes over entire delay
[56]. To better know the decay process of the LIP, we mea-
sured time-resolved spectra at different target temperatures.

Figure 4 displays the time-resolved spectra at 25 °C and
200 °C target temperatures for 0.3 mJ laser energy. It is
observed from the figure that the dynamic decay process
of the three spectra is in the range of the delay time from
0 to 1.5 μs. After laser pulse, the LIP begins to cool, and the
electron temperature begins to decrease. The optical emission
of three spectral lines is dependent on the delay time. The
spectral line under the condition of the preheated target
(200 °C) is stronger than that under the condition of 25 °C.
Increasing the target temperature can reduce the reflectivity
and ablation threshold of the brass target. The preheated target
can absorb more pulse energy, so the line intensity of the LIP
is higher compared with low sample temperature. Therefore,
the preheated target is equivalent to increasing the laser
energy. In order to know the effect of the preheated target
on the time-resolved spectroscopy, we selected the Cu (I)
521.82 nm to investigate the time-resolved emission peak
intensities at different sample temperatures for 0.3 and 0.5 mJ
laser energies.

The evolutions of Cu (I) 521.82 nm peak intensities with
delay time at different sample temperatures for 0.3 and 0.5 mJ
laser energies are presented in figure 5. The peak intensity
first increases and then drops as the delay time increases. In
the range of delay time from 0 to 0.2 μs, the spectral peak
intensity increases, and reaches a maximum at 0.2 μs. As the
delay time is longer than 0.2 μs, the peak intensity decreases
monotonously. Moreover, the plasma emission duration of Cu
(I) at 0.3 mJ laser energy is shorter than that at 0.5 mJ laser
energy, that is, the plasma lifetime at low energy was lower
than that at high energy. At the high laser energy, a stronger
plasma can be produced and more particles in the plasma are
excited [58]. In addition, the peak intensity is enhanced as the
target temperature increases. When the temperature of the
preheated target rises from 25 °C to 200 °C, the maximum
enhancement factor of the spectral peak intensity is about 2.6
for 0.3 mJ laser energy. The spectral line at 0.3 mJ and 200 °C
is stronger than that at 0.5 mJ and 25 oC. This indicates that
the preheated brass target is equivalent to an increase in the
laser energy. Therefore, increasing the target temperature
plays an important role in enhancing the spectral intensity.

High-intensity laser pulsed radiation sample will produce
high-temperature and high-density plasmas [59]. The plasmas
with higher temperature can improve the sensitivity of LIBS,
while the plasmas with higher density will reduce spectral
resolution. This is because high-density plasmas increase line
broadening due to the Stark effect (electrons in the plasma
generate electric fields and can disturb the energy levels of the
ions, causing the spectral lines of these high-energy levels to
be broadened) [50]. Since line resolution in LIBS is critical to
identify the spectra and determine the elements, it is important
to generate the high-temperature and low-density plasmas.
Next, we investigated the changes in electron temperature and
density as the temperature of the target increased.

The electron density and temperature of the LIP are
important physical parameters in LIBS. They can help us
understand the kinetic processes in the plasma. The electron
temperature of the LIP can be obtained by using measured
intensity of spectral line. Under the LTE, the electron
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temperature is calculated by Boltzmann plot [60, 61]:

l
= - +

I

g A
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kT
Cln . 5k k

k k
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⎛
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⎞
⎠⎟ ( )

The parameters in equation (5) are listed in table 1 [62]. The
temperature is calculated by the slope (−1/kTe) of the term
(ln(λkIk/gkAk)) versus the upper energy (Ek). Many investi-
gators selected Cu (I) lines at 510.55, 515.32 and 521.82 nm
to obtain the Boltzmann plot [32, 34, 63]. In the current study,
these three lines also were used to calculate the electron
temperature.

Figure 6 presents the evolutions of electron temperatures
with the delay time at 25 °C, 65 °C, 10 °C, 150 °C, and
200 °C target temperatures for 0.3 and 0.5 mJ laser energies.
The electron temperature decreases with the increase of the
delay time, and the temperature at low energy is lower than
that at high energy. At fixed laser energy, the electron temp-
erature increases with the increase of the brass temperature.
The preheated target compared with the condition of
25 °C can make the ejected plasma obtain higher temperature,
the number of particles in the upper energy level of Cu plasma
increases, and the electron temperature of the plasma increa-
ses. The preheated condition can lower the ablation threshold
of Cu sample, and more mass is ablated under the same pulse
energy. In other words, the density of the plasma ejected will
increase, resulting in a stronger collision within the particle, so
the electron temperature of the plasma will increase.

The stark broadening effect is a common method for
obtaining electron density. The contribution to the spectral
line broadening mainly comes from electron broadening and
ion broadening, while the ion broadening as compared to the
electron impact is very small and can be ignored. Therefore,
the full width at half maximum has the following relationship
with the electron density ne due to the spectral Stark broad-
ening [64–66]:

l wD =
n

2
10

. 61 2
e
16

⎜ ⎟⎛
⎝

⎞
⎠ ( )/

The electron collision coefficient ω can be found in the [67].
The Cu (I) 521.82 nm was used to calculate the electron
density. Since the electron density of the plasma is very large
in the early stage of plasma expansion, the Stark broadening
effect dominates the broadening of the spectral line. Mean-
while, the spectral line broadening also includes instrument

Figure 4. Time-resolved spectra for 25 °C (a) and 200 °C (b) target
temperatures at 0.3 mJ laser energy. Figure 5. Evolutions of Cu (I) 521.82 nm peak intensities with delay

time at different target temperatures for 0.3 mJ (a) and 0.5 mJ
(b) laser energies.

Table 1. Physical parameters of Cu (I) lines [62].

Wavelength (nm) Ek (eV) gk Aki (10
8 s−1)

510.55 3.82 4 0.02
515.32 6.19 4 0.60
521.82 6.19 6 0.75
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broadening ( lD inst), Doppler broadening, and natural broad-
ening. The Doppler broadening and natural broadening can be
ignored. The instrument broadening approximated 0.04 nm,
as determined by measuring the width of the Hg lines emitted
by a mercury spectral lamp at low pressure. The measured
line width ( lD meas) can be corrected by lD =1 2/

l lD - D .meas inst

Figure 7 presents the evolutions of electron densities with
the delay time at different brass target temperatures for 0.3
and 0.5 mJ laser energies. The electron density decreases with
increasing the delay time. The femtosecond pulse ablates the
target and rapidly generates plasma on the surface, resulting
in the maximum electron density of the plasma. As the delay
time increases, the plasma plume expands rapidly and the
electron density decreases. In addition, different from the
electron temperature, as the temperature of the sample
increases, the electron density decreases. Since the experi-
ment was carried out in air, the preheating not only heats the
sample but also heats the air around the sample. According to
the Clapeyron equation, air density is inversely proportional
to temperature in an atmospheric environment [68]. When the
sample temperature increases from 25 °C to 200 °C, the air
density near the sample surface at 200 °C (473 K) became
approximately 0.63 times at 25 °C (approximately 298 K).
The density of the air around the sample decreases, and the
plasma plume expands more dramatically, so the electron
density decreases as the brass target is heated. Therefore, by

means of preheating the sample, a high-temperature and low-
density plasma with a strong spectral intensity in femtosecond
LIBS can be obtained, thereby increasing the spectral reso-
lution and the detection sensitivity.

4. Conclusion

We used femtosecond pulse laser to excite brass to study the
effect of the preheated target on the spectral properties of the
LIP. It was found that the preheated experimental condition
can increase the spectral emission intensity of femtosecond
laser-ablated brass plasma, and the time-resolved spectrosc-
opy can better demonstrate the dynamic process of spectral
decay in LIBS. We obtained time-resolved spectral inten-
sities, electron temperatures and densities at different brass
target temperatures. The obtained time-resolved spectral
intensities and electron temperatures increased as the temp-
erature of the sample increased, while the electron density
decreased. Therefore, the preheating treatment of the target
can obtain a strong emission, high-temperature and low-
density plasma, thereby improving the spectral line resolution
and the sensitivity of LIBS. We think that the study con-
tributed to the development of femtosecond LIBS in scientific
research and application.

Figure 6. Evolutions of electron temperatures with the delay time at
different target temperatures for 0.3 (a) and 0.5 mJ (b) laser energies.

Figure 7. Evolutions of electron densities with the delay time at
different target temperatures. Laser energies are 0.3 mJ (a) and
0.5 mJ (b).
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