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G e N

Abstract: We reexamine the resonance enhancement of a single harmonic emission during the
propagation of ultrafast pulses through atomic and nanoparticle tin-containing laser-induced plasma
(LIP). We compare the single atomic Sn and Sn nanoparticle plasmas to demonstrate a distinction in
the enhancement factor of the single harmonic in the case of fixed and tunable near-infrared pulses.
The analysis of the dynamics of Sn LIP shows the range of optimal delays between heating and driving
pulses (130-180 ns), at which the maximal harmonic yield can be achieved. The enhancements of the
17th and 18th harmonics of 806 nm pulses were analyzed in the case of single-color and two-color
pumps of LIP, showing up to a 12-fold enhancement of even harmonics in the two-color pump case.
We show the enhancement of a single harmonic in the vicinity of the 4d'05s?5p®P; /2 —4d75s25p?
transitions of Sn Il ions and demonstrate how this process depends on the constituency of the plasma
components at different conditions of target ablation. The application of tunable (1280-1440 nm)
radiation allows for demonstrating the variations of single harmonic enhancement using a two-color
pump of Sn-containing LIP.

Keywords: high-order harmonic generation; nanoparticles; tin plasma; resonance enhancement
of harmonics

1. Introduction

Resonance-related effects play an important role in different fields of laser physics
and optics. The interest in these effects is related to the possibility of improving various
processes during light-matter interactions. One example of the application of the resonance
effects in nonlinear optics is the enhancement of high-order harmonic yield during the
interaction of strong laser pulses with gases and laser-induced plasmas (LIPs). The studies
of this process during the high-order harmonic generation (HHG) of ultrafast laser pulses
have been the topic of different publications over the last two decades [1-18]. The HHG
model describing the enhancement of the harmonic coinciding with the transition between
the ground and the autoionizing states of ions has been developed in [10]. The third
(recombination) step of the three-step scenario of HHG was partitioned into two steps:
the capture of a laser-accelerated electron onto an autoionizing state of the parent ion,
followed by the radiative relaxation of this state to the ground state with the emission
of the harmonic photon. Probably, this scenario of resonance HHG could be applied to
ionized large particles as well.

HHG in LIPs has actively been studied using different ablated media (bulk met-
als, organic materials, multiparticle-contained powders, etc. [19-41]). It was mentioned
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in previous studies that the enhancement of the resonance harmonics compared with
the neighboring ones—in the case, of the nanoparticle-containing plasmas—was notably
smaller than in the case of the monomer-containing plasmas [33]. Additionally, different
issues require further consideration, once one considers the resonance processes as the
suitable method for a single harmonic enhancement. Particularly, tin-containing plasmas,
which have earlier been examined as a suitable medium for the demonstration of this
effect [42,43], allow for analyzing different processes in various constituents of LIPs. Addi-
tionally, the availability of tunable laser sources would allow for determining the influence
of the detuning out of resonances on the enhancement factor of a single harmonic.

In this paper, we reexamine the single harmonic resonance enhancement during
the propagation of the ultrafast pulses through tin-containing LIP. We demonstrate the
enhancement of the 17th and 18th harmonics of 806 nm pulses in the case of different
(single-color and two-color) pumps and compare the single atomic Sn and Sn nanoparticle
LIPs to demonstrate a distinction in the enhancement factor of a single harmonic in the case
of tunable near-infrared (NIR) pulses. The application of tunable (1280-1440 nm) radiation
allows for demonstrating the variations of single harmonic enhancement using a two-color
pump of Sn-containing plasma.

2. Materials and Methods

Bulk tin (Sn) and Sn nanoparticles (NPs; 70 nm, Sigma-Aldrich, St. Louis, MO, USA),
glued onto a glass substrate, were ablated by different laser pulses to form LIP, with further
HHG during the propagation of femtosecond laser pulses. The part of uncompressed
radiation from a Ti: sapphire laser (central wavelength of 806 nm, pulse duration of 370 ps,
pulse energy of 10 m]J, and a pulse repetition rate of 10 Hz) was used as a heating pulse
(HP) for the target ablation (Figure 1). We also used a Nd: YAG laser for target ablation,
using 1064 nm, 10 ns pulses.
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Figure 1. Experimental scheme. DP: driving pulse; HP: heating pulse; T: target; P: laser-induced
plasma; H: harmonic emission; XUVS: extreme ultraviolet spectrometer.

The focused compressed (64 fs) driving pulses (DP) were propagated through the LIP
at a distance of 0.2 mm above the target surface. Apart from the single-color pump (SCP;
806 nm) of plasmas, we used the two-color pump (TCP; 806 nm and 403 nm) to generate
odd and even harmonics. A 0.2 mm-thick beta-barium borate (BBO; type I) crystal was
inserted into the vacuum chamber in the path of the focused 806 nm driving pulses to
generate a second harmonic (A = 403 nm, 3% conversion efficiency).

We also used an optical parametric amplifier (OPA), pumped by the above-described
laser, to apply the tunable NIR DP for HHG in the LIP. The signal pulses from the OPA
were used as the DP (0.8 m]J, 70 fs, 1280 nm). The intensity of the focused NIR DP inside
the LIP was 2 x 10 W cm~2. Most of the experiments using the OPA were carried out
using the TCP of the LIP. We used the second harmonic (H2) of the signal pulses to apply
the TCP scheme (NIR and H2) for HHG in the plasma.

The harmonic radiation was analyzed using an extreme ultraviolet (XUV) spectrometer
containing a gold-coated spherical mirror and a 1200 grooves/mm flat-field grating with
variable line spacing. The spectrum was recorded on a micro-channel plate (MCP) detector
with a phosphor screen, which was imaged onto a charge-coupled device (CCD) camera.
The movement of the MCP along the focusing plane of the flat-field grating allowed for the
observation of harmonics in different regions of the XUV spectrometer.
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3. Results
3.1. 806 nm Pump

The upper panel of Figure 2 shows the raw image of the spectral distribution of
plasma emission during ablation of the tin bulk target, using a 370 ps HP at a fluence of
F =3.2] cm 2. This spectrum was collected without the propagation of a 64 fs DP through
the plasma plume and is shown for the demonstration of various emission lines from
highly-ionized tin LIP. The application of such plasma for HHG has two drawbacks: the
first disadvantage is associated with strong incoherent radiation in the range of harmonic
generation, which can entirely overlap later radiation, and the second disadvantage is
related to a deterioration of the optimal phase-matching conditions between driving and
harmonic waves. The latter disadvantage leads to a reduction or entire disappearance of
harmonic emissions due to a phase mismatch of the interacting waves. In addition, it also
affects the conditions for the resonant amplification of harmonics. The propagation of
femtosecond pulses through this plasma did not result in harmonic generation or allow for
the observation of the weak lower-order harmonics.
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Figure 2. Raw images of plasma (upper panel) and harmonic (bottom panel) emission spectra. Upper
and bottom lines show the calibrated wavelength (in nm) and harmonic axes, respectively.

To achieve the efficient generation of harmonics, we used a twice smaller fluence of
370 ps pulses on the target surface (1.6 ] cm~2) when no lines attributed to the ionic
transitions in this spectral range were observed (bottom panel of Figure 2). The propagation
of the DP through such LIP resulted in the generation of an XUV spectrum, comprising the
harmonics of 806 nm radiation up to the 21st order (H21). One can see a strong emission
attributed to the resonance-enhanced H17 (A = 47.4 nm), which notably exceeded the
nearby harmonics. These studies were performed at a 150 ns delay between the HP and
the DP. One can see that the strong H17 almost coincides with the positions of some weak
emission lines of the plasma (upper panel of Figure 2). This harmonic was 4 to 10 times
stronger than the nearest harmonic orders.

The raw images of the harmonic spectra provide a better comparative view of the
plasma and harmonic emissions. The bottom image of Figure 2 shows the common feature
of the gradually decaying plateau-like harmonic distribution along the whole studied XUV
spectrum except for the single-enhanced harmonic (H17). These raw images were taken
at the saturation conditions of the CCD camera for better viewing of the peculiarities of
the harmonic distribution. Notice that all line-outs of the harmonic spectra shown in the
following figures were taken using the images collected at the unsaturated conditions
of registration.

We used two methods to analyze the dynamics of tin plasma spreading out from the
target surface. Apart from the plasma emission spectra, we first analyzed the images of
the plasma at different moments from the beginning of ablation. Useful information about
ablated species can be retrieved by recording the spatial dynamics of the spreading of the
plasma plume using a gated intensified charge-coupled device (ICCD) camera, which was
used for imaging of the spreading tin LIP within a time interval ranging from 0 to 2000 ns
with a variable time gate. In this case, we used 1064 nm, 10 ns pulses as the HP. The used
HP energy (Epp = 20 mJ) was higher than that used for the harmonic generation, for better
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visibility of the plasma plume, while the overall dynamics of the plasma formation and
spreading were similar, thus allowing for the determination of the main regularities.

At the initial moments from ablation (i.e., up to 50 ns), the LIP was spatially limited
inside the dense and very bright small volume. As it was shown by analysis of the time-
resolved spectra of the ns-induced LIP in the visible region [44], a strong continuum
emission can be seen at the early periods of plasma dynamics. Neutral emission peaks
were not evident at early times in the case of the ns-induced plasma spectra and required
longer delays to appear. Additionally, they showed lower intensities compared to the
ionic emissions at the early stages. This is attributed to a higher population of the charged
ions emitting in the visible region compared to the neutral atoms, though once these
ion populations decreased due to recombination processes in the LIP, at later times the
emissions from neutral species became a dominating factor. Images in the case of the time
delays above 100 ns show a small, expanded laser plume up to a distance of 1.2 mm from
the surface of the bulk tin. Due to high brightness, we suppressed emissions by placing
neutral filters in front of the ICCD camera. At a period of 200 ns from the ablation, the
fastest components of plasma expanded up to a distance up to 2.5 mm. However, their
role in harmonic generation is questionable due to a small concentration of these fast
components of LIP. We analyzed the images of plasma up to 2000 ns from the beginning of
ablation, when a weak, low-dense cloud of plasmas was still seen in the images.

The second method of the plasma dynamics studies was based on the analysis of the
variations of harmonic emissions at different delays between the HP and the DP using a
two-laser (Ti: sapphire and Nd: YAG) configuration. In this case, HHG spectra from Sn
plasma were recorded at different delays between a 10 ns HP and a 64 fs DP. The intensity
dependencies of the 11th (H11) and 15th (H15) harmonics on the delay between the HP
and the DP are shown in Figure 3A. For this plasma, the maximum delay up to which we
were able to observe HHG emission was equal to ~500 ns, at which a very weak emission
of the lowest recorded harmonic (H9) was still seen in the XUV spectrum. We observed the
clearly determined maximal yields of both H11 and H15 at the same (~150 ns) delay from
the beginning of ablation. This pattern can be explained by the presence of the same type
of emitters within the whole period of observation, when a decrease of plasma density, due
to its expansion, causes the decay of the harmonic yield. The velocity of these emitters,
according to optimal delay, can be estimated at ~1.3 x 10® m/s, taking into account the
0.2 mm distance between the target and the axis of DP propagation. Notice that a similar
range of the “optimal” delays (140-200 ns) between the HP and the DP corresponded to
the observation of the maximal harmonic yield in the case of the ablated Sn NP LIP.
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Figure 3. (A) Variations of the 11th (open triangles) and 15th (filled circles) harmonic yields at different delays between the

heating and driving pulses. The fluence of heating pulses on the tin surface was 1.5 ] cm~2. (B) Raw images of harmonics in

the case of a two-color pump (TCP; 806 nm and 403 nm, upper panel) and a single-color pump (SCP; 806 nm, bottom panel)

of tin plasma. Arrows show the maximally enhanced harmonics and their second-order (S.0.) diffractions from the flat-field

grating in the case of the two types of pumps.

One can note that during the ablation of bulk Sn, the plasma may contain tin atoms and
ions, as well as NPs synthesized during laser ablation. The appearance of Sn nanoparticles
was commonly registered at the relatively high fluencies of HP (F ~ 3 ] cm2). The
transmission electron microscope (TEM) analysis of the debris deposited on the nearby
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glass substrates while using this fluence of either picosecond or nanosecond HP revealed
the presence of sparsely distributed NPs with sizes ranging between 2 and 10 nm. Once
again, we emphasize that this mode of plasma formation was unsuitable for generating
harmonics in Sn LIP. The use of the fluence F = 1.5 ] cm 2, at which the strongest yield
of harmonics from this plasma was achieved, did not reveal the presence of NPs in the
deposited debris. Thus, the harmonics, in this case, originated from the atoms and ions
of tin.

In these experiments, the femtosecond pulses were delayed with respect to those
from the Nd: YAG laser to propagate through the formed plasma at a maximal density
of the ejected particles. The synchronization of the femtosecond and nanosecond lasers
was accomplished using a digital delay generator, and the delay between the HP and
the DP was varied in the range of 0 to 1000 ns. We were also able to analyze the plasma
and harmonic dynamics at high delays, spanning from a few units to several hundred
microseconds. However, apart from the delay region, in which strong harmonics were
observed (100-300 ns, Figure 3A), no harmonics appeared in the microsecond-long delays,
thus pointing out the absence of the influence of large mass species on the whole yield of
harmonic emissions from the tin LIP.

The application of the TCP to this plasma led to the appearance of a rather stronger
difference between the whole set of harmonics and one of them, which was attributed to
the influence of a resonance-induced mechanism of the enhancement of a single harmonic
in the vicinity of the strong transition of tin ions. In the case of the 0.2 mm-thick BBO, some
temporal delay between 806 and 403 nm pulses in the LIP still allowed for the effective
interaction, leading to the odd and even harmonics generation, since the trailing part of
the second harmonic wave overlaps with the leading part of the 806 nm wave (Figure 3B).
Another spectrum appeared in the case of the installation of 0.5 mm-thick BBO on the path
of the DP. The harmonic distribution became notably heterogeneous due to an insufficient
overlap between the 806 nm and 403 nm pulses, delayed from each other by 95 fs in the
plasma area, resulting in the generation of 2(2n + 1) harmonics (H10, H14, H18, and H22),
while other even harmonics, corresponding to 4(n + 1) orders (H12, H16, and H20), were
almost suppressed.

The most important finding in these TCP studies was the appearance of an excep-
tionally strong 18th harmonic (upper panel of Figure 3B) notably exceeding the above-
analyzed 17th harmonic achieved during the SCP of the Sn LIP. Moreover, second-order
diffraction of this harmonic caused a stronger image of H9 (upper right arrow), lead-
ing to the impression that H9 became stronger in the case of the TCP compared with
the SCP (bottom panel of Figure 3B). The prevalence of H18 over H17 could have been
caused by a stronger involvement of the resonance processes in the enhancement of
the former harmonic emission. The wavelength of this harmonic (H18, A = 44.8 nm,
E = 27.68 eV) was closer to some 4d'5s?5p2P;,,—4d’5s?5p? ionic transitions of tin, pos-
sessing strong oscillator strengths (gf). In the meantime, the gf of one of those transitions
[4d105525p?P; /2 —4d?5s25p? (!D)(*Ds /2)], at the wavelength of 47.20 nm, has been calcu-
lated to be 1.52, and this value is five times larger than other transitions from the ground
state of Sn II [45]. From this point of view, one can expect an almost perfect coincidence of
an H17 (A = 47.4 nm) and 4d'5s25p?P; /2—>4d95325p2 ('D)(*Ds /2) transition, and stronger
enhancement compared with H18. However, our experiment showed the reverse case
when H18 is much stronger than H17.

A few reasons could be responsible for this contradiction. The presence of an even
stronger ionic transition of Sn II in the 44 nm range of the XUV spectrum can cause a larger
enhancement of H18 with respect to H17. Additionally, the Stark shift of transitions can
modify their influence on the harmonic yield. Another option could be the involvement of
the Sn Il ions [43]. Some of them lie in the vicinity of H18 and their oscillator strengths
(gf~0.5) are high enough to cause the resonance enhancement of nearby harmonics. Finally,
H18 belongs to the group of 2(2n + 1) even harmonics, which can demonstrate larger
conversion efficiency compared with the odd harmonics arising from the 806 nm pump.
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Notice that the efficiency of harmonics produced by shorter wavelength sources becomes
higher due to the strong wavelength-dependent harmonic yield (Iyqrm © A7) (Tnarm is the
harmonic intensity and A is the driving field wavelength [46]).

3.2. Tunable NIR Pump

One can distinguish the importance of tuning the wavelength of the driving pulses
to determine the variations of harmonic yields in the case of resonance-related processes.
Therefore, the application of OPA-based tunable sources offers large perspectives in these
studies. Below, we apply the tunable NIR pulses from the OPA and their second harmonics
for the analysis of resonance enhancement in Sn LIP, as well as in Sn NP LIP.

High-order harmonic generation in two media using TCP pulses was optimized by
different means (i.e., the fluence of HP, the intensity of DP, the delay between the HP and
the DP, the application of BBO crystals of different thickness, etc.). Particularly, relatively
stronger ablation of the Sn NP target allowed for the observation of the enhancement of odd
and two neighboring harmonics in the vicinity of a strong ionic transition of tin, contrary
to the case of the weak ablation of this nanoparticle-containing target. Our TEM studies
of Sn NP debris deposited on nearby glass slides showed the presence of the small NPs
ranging from 4 to 14 nm. These NPs appeared in the TEM images at the optimal fluencies
of HP (F = 1.4-1.7 ] cm~2), when the maximal harmonic yield was achieved.

The harmonics in the case of the NIR pulses (1 mJ, 1300 nm) were significantly weaker
than in the case of the 3 mJ, 806 nm pump, due to a higher intensity of DP in the latter
case, and the Iy, 0 A7° rule. The comparison of these two pumps at similar energies of
pulses (1 mJ) showed a four-fold decrease of harmonic yield from the plasma produced
on the bulk Sn target in the case of 1320 nm pulses compared with the 806 nm pulses,
which, to some extent, corresponds to the theoretical prediction of this ratio (11), taking
into account a difference in the spatial distributions of two focused beams in the plasma
area. Meanwhile, the harmonic cutoff in the case of the NIR pulses was larger than in
the case of 806 nm pulses, in accordance with the expectations in the extension of this
parameter for the longer-wavelength pump (Eyoff o A2). The harmonic cutoffs in the case
of the 806 nm and NIR pump (~1300 nm) pulses were in the range of 42 nm (E = 29.5 eV)
and 38 nm (E = 32.6 eV), respectively, while the expected cutoff was calculated to be 76 eV.
However, the very small conversion efficiency of higher-order harmonics in the case of NIR
pulses did not allow for the observation of harmonics well below the 40 nm spectral region.
Thus, the use of 1-mJ NIR pulses for plasma harmonic studies caused the generation of
weak odd harmonics in the longer-wavelength range of the XUV spectrum. For this reason,
we used the TCP (NIR and H2) of plasma, which proved to enhance the odd harmonic
yield. The extension of the harmonic cutoff compared with the single-color pump, the
ten-fold growth of the yield of odd harmonics, the comparable harmonic intensities for the
odd and even orders along the whole range of generation in spite of using the 0.5 mm-long
crystal, contrary to the case of the 806 nm pump, and the tuning of harmonics that allowed
for the optimization of resonance-induced single harmonic generation were among the
attractive features of these experiments.

The raw images of the harmonic spectra presented in Figure 4 were obtained using
NIR pulses (A = 1370 nm) and the second harmonic of this radiation (A = 685 nm) during
their propagation through the plasma produced on the bulk tin and tin NP targets. As in the
case of the 806 nm pump of the Sn LIP, we observed the enhanced harmonic in the region of
47 nm (Figure 4, upper panel). At the used pump conditions, it was the 29th harmonic (H29)
of 1370 nm radiation. The application of ablated tin nanoparticles as the media for harmonic
generation at the fluence similar to the one used for the ignition of plasma in the case of
the tin bulk target (F = 1.4 ] cm~?2) allowed for the increase of the conversion efficiency of a
whole set of harmonics (Figure 4, middle panel). The harmonics were extended up to the
31st order. However, no variations from the featureless plateau-like pattern of the envelope
of the gradually decaying harmonic distribution were achieved in this case, except for some
insignificant differences in the intensities of H29 and neighboring orders. This difference in
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the harmonic spectra produced from the plasmas ignited on the bulk Sn and Sn NP targets
was attributed to an insufficient amount of ionized single-particle species in the latter case.
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Figure 4. Raw images of harmonic spectra in the case of 1370 nm and 685 nm pumps of tin-containing plasmas. Upper panel:

Plasma produced on the tin bulk target at the fluence F = 1.4 ] cm~2. Middle panel: Plasma produced on the Sn nanoparticle
(NP) target at the fluence F = 1.4 ] cm~2. Bottom panel: Plasma produced on the Sn NP target at the fluence F=2] cm 2.
“W.A.” and “S.A.” correspond to weak and strong ablation of the Sn-containing target.

Changing the ablation conditions of the Sn NP target can lead to the appearance of
single-particle species and additional excited states of ions that can, to some extent, amplify
the neighboring harmonics. Among different types of ablated substances, tin plasma can
be considered as an interesting subject for study since it allows for the modification of
the excitation of various autoionizing states, depending on the ablation conditions of the
bulk target. The variations of target ablation conditions could allow for the analysis of the
nonlinear response of such plasma by comparing the amplification of different harmonics,
provided that they coincide or remain close to those autoionizing states responsible for
harmonic enhancement. It is interesting to consider this process in the case of the ablation
of the targets containing nanoparticles since the modification of their morphology or even
the disintegration of NPs onto the small species and atoms can drastically change the
distribution of harmonics in the region of interest, where strong ionic transitions can cause
the enhancement of harmonics in the case of an atomic/ionic plasma medium.

The fluence of heating 370 ps pulses was increased up to F = 2] cm~2 to produce a
sufficient amount of Sn ions in the plasma ignited on the NP-containing surface. These
conditions of ablation proved to be non-optimal for the efficient generation of harmonics.
In this case, we observed the worsening of the phase-matching conditions, leading to
a decrease in the conversion efficiency of the lower-order harmonics (bottom panel of
Figure 4). The appearance of a large number of free electrons at stronger ablation caused
the phase mismatch between the harmonic and driving waves, due to the growing group
of velocity dispersion in such LIPs. In the meantime, we achieved the enhancement of a
single harmonic and a few following harmonic orders in the area of strong ionic transitions
of tin. H29, in this case, was notably stronger than any nearby lower-order harmonic, down
to H19. Probably, at these conditions of nanoparticle ablation, they disintegrated in smaller
nanoparticles, clusters, and single-atomic species, which can be presented in an ionic state,
thus allowing the resonance-related enhancement of harmonics.

To further analyze the observed process of the variation of harmonic distribution at
different conditions of DP-LIP interactions, we performed the tuning of the driving NIR
pulses in the case of two plasmas. The line-outs of Figure 5A demonstrate the harmonic
spectra generated in the plasmas produced on the bulk tin and tin NP powder. The three
upper panels show the HHG spectra in the plasma produced on the tin bulk target at
optimal conditions of ablation when the maximal yield of harmonics was achieved. The
upper panel was obtained in the case of the SCP (1355 nm) of the plasma produced on the
bulk Sn. One can see the weakly enhanced harmonic (H29) lying far from the whole set
of the observed lower-order harmonics. We also used the TCP (1355 nm and 678 nm) of
plasma at a similar wavelength of NIR pulses. Again, as in the case of the SCP, H29 and
two neighboring harmonics can be clearly distinguished in the 46-48 nm spectral range.
The tuning of the NIR pulses towards the shorter wavelength region (1335 nm) caused the
change in the maximally enhanced harmonic order in the case of the TCP (H28, 1335 nm
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and 668 nm pumps, third panel) and allowed for the generation of a higher yield of this
harmonic compared with the neighboring ones.
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Figure 5. (A) Line-outs of harmonic spectra generated in the plasmas produced on the bulk tin and
tin NP powder using tunable near-infrared (NIR) driving pulses. First panel from the top: SCP
(1355 nm) of the plasma produced on the bulk Sn. Second panel: TCP (1355 nm and 678 nm) of the
plasma produced on the bulk Sn. Third panel: TCP (1335 nm and 668 nm) of the plasma produced on
the bulk Sn. Fourth panel: SCP (1320 nm) of the plasma produced on the tin NP powder. Fifth panel:
SCP (1350 nm) of the plasma produced on the tin NP powder. Sixth panel: SCP (1370 nm) of the
plasma produced on the tin NP powder. Seventh panel: TCP (1320 nm and 660 nm) of the plasma
produced on the tin NP powder. (B) TEM images of deposited tin NPs during ablation of nanoparticle
powder at an optimal fluence of HP. The black markers correspond to 200 nm (upper panel) and
20 nm (bottom panel).

Similar studies were performed in the case of Sn NP LIP. The application of nanopar-
ticles was a part of our efforts to demonstrate the fact that the presence of tin in plasma
does not necessarily guarantee the enhancement of a single harmonic. The decrease of
oscillator strength of ionic transitions, as well as the detuning of transitions, can cause the
difference in the nonlinear optical response of this medium. Meanwhile, the expectation in
the application of NPs was related to the stronger effect of single harmonic enhancement,
while our studies showed the reverse effect.

The distribution of the harmonic spectrum was notably changed as soon as we ablated
the Sn NP target. One can assume similar conditions for the resonance enhancement of
H29 in this aggregated structure. However, in the case of the SCP of Sn NP LIP, we did
not observe this process. At the used fluence of heating pulses (1.5 ] cm~?2), we did not
see a strengthening of this harmonic, which points out the insignificant amount of the
ionic tin component during the disintegration of Sn NPs in these conditions of ablation,
independently of the wavelength of NIR DP.

Specifically, the experimental observations were as follows. The fourth panel from
the top of Figure 5A shows the harmonic line-out in the case of the SCP (1320 nm) of the
plasma produced on the tin NP powder. Only a few harmonics up to H19 generated at these
conditions in the studied spectral range (38-89 nm). The optimization of plasma formation
and stronger NIR pulses tuned towards 1350 nm allowed for achieving the harmonics
up to H33 (fifth panel). At these conditions, no enhancement of the harmonic lying close
to the 47 nm region was achieved. The tunings of the DP (1370 nm) also did not result
in the generation of enhanced harmonics in the 47 nm region (sixth panel). Finally, the
seventh panel shows HHG using the TCP (1320 nm and 660 nm) of the plasma produced



Appl. Sci. 2021, 11,2193

9of 14

on the tin NP powder. Again, we did not see the specific feature of single harmonic
enhancement in the above-mentioned XUV range, but rather observed the gradual decay
of harmonic yield down to H32. An insignificantly larger yield of H28 shown in this panel
may indicate the involvement of the resonance process in the generation of this harmonic
(similar to the raw image shown in the middle panel of Figure 4 in the case of 1370 nm
and 685 nm pumps). The appearance of all even harmonics, in the case of NIR pulses,
using thicker (0.5 mm) BBO crystal, revealed a sufficient spatiotemporal overlap of tunable
1300-1370 nm radiation and its second harmonic emission in LIPs due to a lesser difference
in the group velocity dispersion of these pulses in the NIR range.

At these conditions of Sn NP ablation, the analysis of debris from the ablated area
showed the presence of notably smaller NPs compared with the original 70 nm species
glued on the glass substrates. Figure 5B shows two TEM images with different mag-
nification factors of the debris deposited on the nearby substrates, which allow for the
determination of the presence of a broad range of the dimensions of nanoparticles (between
a few units of nm up to 15 nm). Some smaller clusters yet resolved in these images, being
in a plasma state, could be responsible for the resonance enhancement of a single harmonic.

The studies of harmonics using idler pulses (1600-2400 nm) were carried out as well.
The harmonics were generated using the wavelengths of a pump close to the regenerative
regime of the OPA (1600 nm), due to higher pulse energy. The experiments were carried
out in the 1600-1900 nm range. The application of these longer wavelength pumps led
to a notable decrease in harmonic generation efficiency due to the Ij,,;m 0 A2 rule. Only
the two-color pump configuration was suitable, in this case, to generate odd and even
harmonics, while the application of the single-color pump led to a notably weaker har-
monic emission. This observation, as well as the above-presented data, points out the
attractiveness of the two-color pump over the single-color pump for harmonic genera-
tion in laser-induced plasmas, independently on the spectral range of emissions of the
fundamental radiation.

4. Discussion

The most important feature of these studies was the availability in the analysis of the
excited states influencing the harmonic distribution at different excitation conditions of
the ablating target. We presented the results of the harmonic spectra modification using
tunable driving two-color (NIR and H2) orthogonally polarized pulses, which led to the
observation of the resonance enhancement of some harmonic orders caused by different
states of plasmas. Studying resonance-induced enhancement of harmonics using tunable
NIR and H2 pulses provides the opportunity to fine-tune this high-order nonlinear optical
process for wavelength-dependent enhancement of the harmonic yield. This advantage
underlines the attractiveness of the analysis of metals, semiconductors, multi-particle
systems, and so forth, and, particularly, of the oscillator strengths of some ionic transitions
using the plasma HHG technique. Thus, this approach could be considered as a new
method of nonlinear spectroscopy.

The second field (403 nm or 685 nm) breaks the inversion symmetry, which allows
for the observation of even harmonics generation forbidden in the case of the 806 nm
and 1370 nm pumps. The interaction of a strong fundamental wave (806 nm or 1370 nm)
and a weak second harmonic wave (403 nm or 685 nm) in the LIP becomes a sufficient
factor to drastically change the spectral pattern of harmonic emissions. Notice that, in this
case, the yields of even harmonics were comparable with those of odd ones, in spite of
a ~30:1 ratio of the energies of two pumps. The demonstrated effect shows that aweak
second field serves as a trigger for the notable change of this nonlinear optical process.

Most of our studies were performed at the fluence F = 1.6 ] cm~2. As we mentioned
during the description of the results shown in Figure 4, the growth of the fluence of
the 370 ps heating pulses on the target containing Sn NPs allowed for achieving the
conditions when the resonance-induced enhancement of the harmonic in the vicinity of
strong ionic transitions of Sn becomes pronounced. The disintegration of large NPs into
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smaller ingredients (atoms/ions, clusters, and tiny NPs) at these conditions of ablation
resulted in the involvement of those ionized species in the process of HHG, followed by the
observation of the enhancement of some specific harmonic (either H28 or H29) of the used
tunable NIR radiation. The significant suppression of the “resonant”-induced harmonic
gain (either the 17th order of the 806 nm pump or 28th and 29th orders of the NIR pump)
could have been caused by the shift of the above-discussed transition. However, our
experiments using tunable NIR pulses at the fluence of the HP at F = 1.6 ] cm 2 did not
reveal the resonance-related processes lead to the enhancement of the harmonic yield. This
observation suggests that the tuning of the ionic transition should not be the main factor in
leading to the cancellation of the resonance-related effect.

Another factor may be a decrease in the oscillator strength of this transition. The
transitions of Sn Il and Sn III can be either detuned or weakened once the original species
become presented in the form of nanoparticles. The reduction mechanisms of harmonic
amplification can be related to either the reduction of the oscillator strength of this transition
or the detuning from the wavelength of “resonant” harmonics, or both.

The macroscopic dispersion properties of the plasma could be another key factor for
the formation of the resonance-induced enhancement of a single harmonic in tin plasma,
as was suggested in [43]. Recent studies of two-component plasmas allowed for analyzing
this opportunity in the case of one of the components (Sn) allowing for the generation of
enhanced harmonics and the other component (Pb) causing the modification of plasma
dispersion properties [47]. The observation of the enhancement of the even (H18) harmonic
and the odd (H17) harmonic, in the case of the TCP and SCP of two-component plasma,
have demonstrated that the macroscopic properties of the plasma cannot be considered as
the origin of the single harmonic enhancement. In other words, the co-existence of lead
plasma does not destroy the resonance effect and single harmonic enhancement caused by
tin, which suggests the diminished role of the macroscopic effect in the modification of the
resonance-enhanced properties of harmonics in the latter component of plasma.

We did not analyze the size-dependent effect of the harmonic yield in the case of
nanoparticle-containing plasmas. Meanwhile, the assumption of the influence of a strong
local field in the case of smaller-sized nanoparticles, like quantum dots, can predict the
growth of harmonic yields in the latter case compared with the large nanoparticles. This
assumption can be supported by the vision of HHG as a three-step process, when only
atoms on the surface of nanoparticles efficiently participate in harmonic generation, while
inner atoms cannot be considered as the emitters of harmonics due to their strong ab-
sorbance of generated radiation. The most probable scenario in determining the optimal
sizes of atomic aggregates for HHG is the demonstration of the attractiveness of the species
with sizes of 1-5 nm, when the quantum confinement effect allows for the increase of
the local field-related nonlinearity while limiting the negative effects attributed to the
large (20-100 nm) nanoparticles. This assumption has recently been confirmed during the
application of metal sulfide quantum dots for HHG [48,49].

There are a few studies of HHG in the plasmas produced on the nanoparticle-coated
targets. The aim of those studies was to elevate the nanoparticle cloud by laser ablation (like
in our experiments) and to analyze the nonlinear conversion of infrared pulses towards
the extreme ultraviolet range. Meanwhile, the most intriguing method would be the
propagation of strong laser pulses through nanoparticle-coated thin films. Interest in HHG
in solids has been increased dramatically, though this process was demonstrated using the
mid-infrared laser sources. The difficulties related to the absorption of generated harmonics
in UV and XUV ranges during propagation through solids can be diminished while using
the thin films containing nanoparticles.

The main difference of the present study compared to refs 42 and 43 is the analysis of
resonance enhancement of the harmonics in the region of ~47 nm during the propagation
of the femtosecond pulses through the tin plasma. The analysis, particularly, includes
the application of the tunable source in the near-infrared range, which allowed for the
tuning of the order of the harmonic being enhanced (from the 28th to the 29th order),



Appl. Sci. 2021, 11,2193

110f 14

which allowed for the identification of the spectral range where the highest enhancement
of single harmonics was achieved. The important finding in the case of the two-color
pump study was the appearance of the exceptionally strong 18th harmonic of 806 nm
radiation notably exceeding the earlier analyzed 17th harmonic achieved during the single-
color pump of Sn laser-induced plasma. Our present study shows that the closeness
of the wavelength of the harmonic with the ionic transition possessing large oscillator
strength (as in the case of the almost perfect coincidence of the H17 (A = 47.4 nm) and
4d1°5s25p2P3 /2—>4d95525p2 ('D)(*Ds /2) transition (A = 47.8 nm)) does not necessarily lead
to the stronger enhancement compared with the neighbor harmonic (H18, in our case).
Notice that the latter harmonic became available due to the interaction of the weak second
field (403 nm) with the strong fundamental wave (806 nm).

This contradiction was considered in our paper and different scenarios were sug-
gested, which can, to some extent, clarify the observation of the large enhancement of
the higher-order harmonic (H18) compared with the one coinciding with the strong ionic
transition. The decrease of the oscillator strength of this transition, in the case of nanopar-
ticle and molecular states of tin, as well as the influence of the collective processes when
the harmonic in the region of anomalous dispersion of the ionic transition becomes quasi-
phase-matched with the driving field, can be the reasons of the observed contradiction with
the earlier accepted vision of the resonance-enhancement of a single harmonic in plasma.
Thus, the meaning of the reexamination of the earlier reported resonance enhancement
of a single harmonic is related to the approach differing from earlier suggested theories
and assumptions of the necessity of perfect coincidence of the harmonic and transition
wavelengths [9,10,28,33,38,42,43].

As it was underlined, the application of a near-infrared single-color pump did not
result in efficient tunable odd harmonics generation to demonstrate the effect of the tunable
single harmonic enhancement, due to the reasons described in our manuscript. Because of
this, we used only a two-color pump (NIR and H2) to extend the harmonic emissions up to
the spectral region where the enhancement of harmonics can be achieved.

The important novelty in this approach is the application of the tunable source of
femtosecond pulses, allowing for the analysis of the most suitable conditions for single
harmonic enhancement. The comparison of HHG in atomic and nanoparticle plasmas
is another approach, allowing for the demonstration of the role of the morphology of
harmonic emitters on the enhancement factor of a single harmonic.

5. Conclusions

In conclusion, we have compared the resonance-induced enhancement of single
harmonic emissions during the propagation of ultrafast pulses through tin-containing
laser-induced plasmas. The analysis of the dynamics of LIPs produced on a Sn bulk target
and a Sn NP target has shown the range of the optimal delays between heating and driving
pulses (130-180 ns), at which the maximal harmonic yield can be achieved. The similarity
of this parameter for two plasmas allows us to suggest the mechanism of energy transfer
during ablation, resulting in similar kinetic energy of each ingredient of ejected species.

The enhancement of the 17th and 18th harmonics of 806 nm pulses was analyzed in the
case of single-color and two-color pumps of plasma, showing up to a 12-fold enhancement
of even harmonics compared with the neighboring orders in the latter case. We have
compared the single-atomic Sn and Sn nanoparticles-containing plasmas to demonstrate a
distinction in the enhancement factor of the single harmonic in the case of tunable near-
infrared pulses. We have shown the enhancement of a single harmonic in the vicinity
of the 4d105s25p?P;3 ,,—4d”5s25p? transitions of Sn II ions and demonstrated how this
process depends on the constituency of the plasma components at different conditions of
the target ablation.

The application of tunable (1280-1440 nm) radiation from the optical parametric
amplifier allowed us to demonstrate the variations of single harmonic enhancement using a
tunable two-color pump of Sn-containing plasma. Our studies using tunable NIR pulses at
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the fluence of an HP of F = 1.6 ] cm 2 did not reveal that resonance-related processes lead to
the enhancement of the harmonic yield, which suggests that the tuning of ionic transitions
should not be the main factor leading to the cancellation of the resonance-related effect.
Meanwhile, the presence of tiny NPs and clusters and single-particle species appeared in
LIPs during the disintegration of large (70 nm) original aggregates of Sn atoms allows for
the formation of conditions for the involvement of tin ions in the enhancement of single
harmonics in the vicinity of ionic transitions possessing strong oscillator strength.
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