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Transition from Surface to Volume Expansion in Argon Clusters Coulomb Explosion
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The intensity-difference spectrum technique is applied to record charge-state resolved ion energy spectra
from the Coulomb explosion of small Ar clusters under well-resolved laser intensity conditions. The far-
reaching control of the experimental parameters permits us to identify a striking change in the expansion
pattern of the nanoplasma beyond a given intensity. The simultaneous characterization of ion charge state
and energy uncovers that a reduction of the laser intensity leads to a development of low energy cuts in the
ion yields, not present at higher fluence. The complex interplay of outer ionization, recombination, ion
screening, and the phenomenon of ionization saturation favors a surface-driven expansion at low plasma
electron temperatures. With increasing laser intensity a transition into a volume-driven Coulomb explosion

is observed.
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The conversion of a significant fraction of laser energy
into ion kinetic energy is a feature obtained in the
interaction of intense laser light with dense matter [1].
In this context, atomic [2] and molecular clusters [3] offer
unique opportunities to study basic mechanisms of light-
matter interactions [4,5]. A variety of experimental results
emphasize the generation of highly charged and energetic
ions [6,7], fast electrons [8] and short wavelength radiation
[9]. To decipher the dynamics, delayed plasmon-enhanced
absorption plays a key role and this allows the main
features to be understood [10]. With respect to ion
emission, recoil energies exceeding 1 MeV have been
obtained [7], whereas the maximum energy and the shape
of the spectrum depends on the laser pulse envelope
[11,12]. On a longer timescale, three-body recombination
[13] has to be considered. Only recently it was demon-
strated that the final products of the Coulomb explosion
consist of a significant fraction of highly charged ions with
electrons in high-lying Rydberg states [14].

An in-depth analysis of the ultrafast dynamics of cluster
Coulomb explosions faces a number of challenges. In terms
of ion diagnostics, the contribution of individual charge
states z to the recoil energy spectrum is of considerable
interest. But so far, resolving the underlying z distributions
was given low attention [14—17]. Another problem, which
has to be considered in high intensity laser studies is focal
averaging [18], i.e., depending on the position within the
focal volume, particles are exposed to different laser
intensities, which has a significant impact on the particle
energies [19]. Moving away from the focal point, the
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effective volume illuminated at a given intensity increases
disproportionately. That leads to strong contributions from
signals originating from the low-intensity regions to the
overall yields. Therefore, it remains a challenge to obtain
purified intensity-selective signals.

Strategies have been developed in order to solve the
problem of focal averaging [20-22], which might blur
detailed information encoded in the experimental signals.
Intensity selective scanning [20] samples the focal region
slice by slice. Corresponding experiments on clusters have
been reported [23,24]. In practice, e.g., the width of the
molecular beam is restricted by a narrow slit and the laser
focus is shifted with respect to the particle beam. However,
the displacement of the light focus places high demands on
the laser beam quality. Moreover, in order to obtain a
sufficiently resolved intensity-selective scanning profile,
the position of the focus must be displaced in small steps. A
more direct and less laborious approach is the intensity-
difference spectrum technique (IDS) [21]. The method
allows to determine a single intensity-resolved spectrum in
only two measurements, i.e., ion spectra are recorded under
slightly different intensity conditions and subtracted in the
following.

In the present contribution, we extend our studies on
argon cluster Coulomb explosions [25] by the combination
of IDS with a charge-state selective ion energy spectrom-
etry, which allows us to trace a hitherto undescribed
transition from surface to volume expansion of ionized
clusters.

The experimental setup to obtain charge-state resolved
recoil energy spectra from the Coulomb explosion of
clusters is described elsewhere [26]. Briefly, argon clusters
Ary of mean size N = 3800 are produced by supersonic
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(a) Intensity-resolved total ion yields Ar* from argon clusters (N = 3800) obtained by applying the IDS method. The

horizontal bars represent laser intensity ranges used to determine the intensity selective response. I, marks the ionization of all cluster
constituents. The red dotted line is used to guide the eye. (b)—(e) Examples of charge state distributions extracted by evaluating
the experimental results. The negative values result from imperfections of the laser beam profile or laser power instabilities.
(H)—(@) Corresponding IDS-analyzed total energy spectra of all ions obtained at the same laser intensities as (b)—(e). Solid lines represent
fits based on the model of Islam et al. [33] and on parameters derived from the experiment such as cluster size and size distribution. At
lower laser intensities (f), (g), the fits fail, which suggests a substantial change in the expansion dynamics.

expansion using a pulsed Even-Lavie source [27]. At a
distance of 40 cm behind the nozzle, the particles are
exposed to near-infrared (4;, = 793 nm, 7, = 180 fs) laser
pulses, having a Gaussian beam profile. The laser radiation
is focused by a 30 cm lens to a spot diameter of 30 pm,
giving intensities up to 10'> W/cm? at the focus. The laser
power is controlled by an attenuator based on a 4/2 plate
and a pair of Brewster type polarizers. Above the focus
region the charge-state resolving ion energy analyzer is
installed, see Ref. [26]. In a nutshell, energetic atomic ions
from the Coulomb explosion are collimated by two slit
apertures, pass a homogeneous magnetic field region, and
finally hit a time- and position-sensitive delay line detector.
Just before detection, the ions are accelerated by a potential
difference of —2.3 keV. When determining the signal
strengths, the different detection efficiencies are taken into
account according to Ref. [28]. From the resulting time-of-
flight—deflection histograms, charge-state selective recoil
energy spectra are determined. The intensity-difference
spectrum technique (IDS) (see Supplemental Material
(Appendix A) [29]) using Gaussian laser beams is applied
to obtain intensity-resolved signals. Measurements are
conducted at different laser intensities Iy, = Iy, 15, ..., 1,
whereby I} < I, < ... < I,. Using [log (I,/I,-1)]"" as a
scaling factor, the differences of the signals (Y, — Y;,_;)
are calculated, i.e., the resulting spectra originate from the
intensity ranges [I,,_;: I,,]. Note that instead of the laser
intensity range, only the average value is mentioned in the
following. The IDS method thus provides us with data
under well-defined laser intensity conditions. We verified
the applicability in experiments on barrier suppression
ionization of atomic xenon (see Appendix B in
Ref. [29]). Because of statistical fluctuations, especially

at low count rates, negative IDS values sometimes occur
[e.g., Fig. 1(i)]. Such rates cannot be represented in the
chosen plot, which reduces the number of data points.

It is common practice (see, e.g., [34]), to record laser
intensity dependencies of ion, electron, and x-ray emissions
from cluster Coulomb explosions without decomposing the
intensity distribution in the focus. A general observation is,
that the yields increase with increasing laser intensity. Our
measured total IDS ion yields Y., shown in Fig. 1(a),
allow a more differentiated view. At an IDS center intensity
I =1x10" W/cm?, first emission of fast ions from Ar
clusters can be detected in the experiment, indicating
Coulomb explosion of the irradiated cluster. Above this
threshold intensity, the ion signal strongly increases as
function of /, in accordance with previous work [23]. The
IDS analysis reveals that at higher intensities Y, levels
out, which suggests, that for I > I, = 4 x 10'"* W/cm? the
overwhelming majority of cluster constituents are charged
and that the particle explodes completely. Hence, the ever-
increasing yields, as obtained in conventional focal aver-
aging mode, is entirely due to the increase in focal volume
(Appendix B in Ref. [29]).

The IDS charge state distributions (CSD) as well as the
IDS energy spectra (ES) provide first information on the
Coulomb explosion dynamics. Examples of CSDs are
shown in Figs. 1(b)-1(e). At 2.5 x 10* W/cm? the dis-
tribution spans from z = 1-5 with a maximum yield for
Ar!*. Emission of neutral atoms are also expected [17]. At
Iy [Fig. 1(c)], the charge state increases up to z = 7 and the
distribution maximizes at z = 3. Note, that singly charged
ions are no longer observed. For I > I, a significant change
in the CSD is obtained, see Figs. 1(d) and 1(e). Apart from
peak shifts in the distributions towards higher z, distinct
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FIG. 2. Charge state distributions and corresponding charge-state resolved energy spectra recorded for selected IDS intensities: Top:
The spectra for I = 9.4 x 10'* W /cm? correspond to ionization saturation conditions. Red lines represent fits based on the HCS model
[33]. Bottom: The spectra for I = 3.3 x 10 w/ cm? reflect an ionization scenario below the onset of ionization saturation. The low-
intensity energy spectra of the higher charge states show pronounced cutoffs at low recoil energies. The black solid lines serve to point

out the increasing slope with z.

low-z cuts show up. Further, narrower CSDs stand out,
which maximize near the highest z. The presence of a
narrow peak at high z can be traced back to ionization
saturation. In the nanoplasma, ionization takes place via
electron impact. In this laser-driven process, however, the
electrons must be accelerated to sufficiently high energies
in order to be able to release more strongly bound core
electrons. The significant increase in the ionization poten-
tials of Ar (37: 144 eV, 2¢: 422 eV) [35] is the bottleneck,
which reduces the generation of nanoplasma ion charge
states significantly higher than z,, = 8. The maximum in
the yields, however, is obtained at z = 7 instead of the
expected z = 8, which gives a first hint that electron-ion
recombination in the cluster disintegration plays a vital role
[36]. The corresponding ES show clear changes in the
envelopes, see Figs. 1(f)-1(i). Only the spectra (h), (i) at
higher intensities, i.e., I > [, are well reproduced by a
model, which is based on the expansion of a homo-
geneously charged sphere (HCS) [33]. We note that a
corresponding pattern is missing in similar experiments
taken under focal averaging conditions, see the direct
comparison in Appendix C of Ref. [29]. The IDS spectra
thus hint at a marked change in the charging scenario near
I. As a relevant feature and in view of the further
discussion, we would like to point out that, in contrast
to the CSD, the ES are sensitive to the time period in which
the ions pick up an essential fraction of their recoil energies,
i.e., under conditions of both short interatomic distances
and high charge states. This characteristic is particularly
pronounced upon rapid charging and reflects the temporal
development of the ion charge states and the resulting
Coulomb pressure.

The ion analyzer allows us to extract more detailed
information by taking the energy spectra in a charge-state
resolved manner (CRES), see Fig. 2 for selected examples.

At 1 =9.4x 10" W/cm? (top), the envelopes of the
CRES of Ar®* to Ar’* are similar to each other and the
recoil energy maxima E_,, exceed 10 keV. The profiles
agree well with those expected from HCS-explosion (red
lines) [33]. At/ = 3.3 x 10'* W/cm? (bottom), the signals
of Ar™ and Ar>* show yields spanning down to zero kinetic
energy. But in contrast, Ar’* and in particular Ar** and
Ar’* have pronounced low-energy cutoffs. Evidence of
such a feature was already obtained in focal-averaged
experiments on Ary for z > 6 [25]. However, the declines
at the low-energy wings of the CRES (Fig. 2) are better
resolved due to the improved intensity resolution and the
cutoffs can already be observed at lower charge states,
ie., z>3.

The outstanding sensitivity of the delay line detector
technology allows us to state that, for the lower laser
intensity, low-energy ions are entirely absent at higher
charge states. The energy spectra therefore deviate signifi-
cantly from the prediction of the uniform explosion of a
homogeneously charged sphere. Obviously, a different
scenario, i.e., a charge- and radius-dependent acceleration
process is conceivable. The observed low-energy cutoffs
suggest that the corresponding highly charged ions origi-
nate from the surface region. Thus, the broad distributions
of Ar* and Ar?* in the low energy range result from ions,
which reside within the core region of the cluster.

This evidence is supported by the following perspective
on nanoplasma formation. It is generally accepted that in
strong field cluster ionization, highly charged ions are
generated in the entire particle. The developing deep mean
field potential, however, traps a significant fraction of
quasifree electrons [5], which effectively screen the
charged ions. These delocalized electrons concentrate at
the center of the nanoplasma [37] and slow down the
expansion of the ions present there. Evidence for this core
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FIG. 3. Laser-intensity dependent development of (a) the ratio R of the experimental maximum E,,, and average recoil energies Eqyb
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ionization saturation limit.

screening is obtained in the substantial lower recoil
energies, when the laser intensity is decreased below 1.
For example, reducing the laser intensity by a factor of 3
(Fig. 1) leads to a tenfold decrease in the maximum recoil
energy E... Beside screening, recombination may take
place in the early phase of the explosion. Experimental
studies and molecular dynamics simulations [38,39] point
out a higher recombination rate at the core compared
to the surface. As a consequence the effective charge state
of the central region decreases and the expansion rate
reduces. Other scenarios like high charge states are exclu-
sively produced near the surface or high-z ions at the core
pass low-z ions and gain additional energy can be ruled out.

The present nanoplasma conditions can be analyzed by
considering the ratio between maximum and average
energy, i.e., R = Ey,y/Eyy,. For HCS expansion, a ratio
of R =5/3 is determined [40]. The experimental E,,, is
defined as 10% of the maximum signal of the total ES [see
Fig. 3(a)]. The comparison to the experimental R provides
a measure to characterize the nonuniformity of the expan-
sion. For I > I, values close to 5/3 are obtained.
Analyzing the results at a lower I, the ratio increases
significantly, e.g., R = 32 for I = 1.8 x 10'* W/cm?.

Summing up, the IDS measurements show a clear
change in the structure of the spectra as a function of laser
intensity (see Fig. 2). At intensities close to [ a transition
from “surface explosion, core expansion” to “homo-
geneous nanoplasma expansion” takes place, which con-
firms previous theoretical considerations [37].

The results suggest that apart from relaxation on the long
timescale [14,41], ion screening by quasi-free electrons and
three-body recombination plays an essential role also
during the impact of the laser pulse. In the following,
we evaluate the impact of ion screening and three-body
recombination on the expansion. An in-depth view at
surface-driven expansion requires molecular dynamics
studies, which are beyond the scope of this work. The
volume-driven Coulomb explosion obtained at higher laser

intensities (I > I,), however, can be classified on the basis
of HCS (Appendix D [29]). The model gives us a relation
between nanoplasma radius and charge state, as well as the
resulting recoil energies. Based on the experimental mean
charge states (zavs) and recoil energies (Eqve) [Fig. 3(b)] as
input, a comprehensive analysis within the framework of
HCS shows that the charge states obtained in the mea-
surements are higher than predicted. This encourages a
more thorough view on the intensity dependence of the ion
charge states. The description of the complex ionization
and expansion dynamics simplifies, when taking advantage
of the enhanced energy absorption from the laser field near
the plasmon resonance [42], that is at the corresponding
critical radius, where a sudden and substantial increase of
the nanoplasma charge state can be achieved [5]. For I > I
such an efficient energy capture by resonant coupling is
expected. That is because considering the experimental
results, the expanding (HCS-)nanoplasma can attain the
critical radius within the laser pulse. Taking this charging
scenario into account, the HCS model can be used to derive
a corresponding average charge state zycg (Appendix D
[29], Eq. S9), see Fig. 3(c). In fact, due to resonance
enhanced energy absorption, but limited by ionization
saturation, zg, = 8 is the resulting actual charge state for
I > I. This leads to deep mean field potentials, which bind
plasma electrons. Note that these quasi-free electrons are
not included in HCS. Hence, a marked fraction of the
electrons are confined by the mean field potential
(Zsat — ZHcs), Which might either recombine with the ions
(Zeat — Zave) or are expelled later in the expansion
(Zave — ZHes)-

Based on the IDS-results for I > I, the simplified HCS-
analysis shows, that in addition to the substantial fraction of
the electrons, which are confined by the mean-field
potential, recombination is strongly suppressed. This is
justified by the strong dependence of three-body recombi-

nation on plasma electron temperature (o< Te_9/ 2) [43]. The
ever enhanced energy absorption at higher laser intensities
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increases 7', and thus increasingly suppresses recombina-
tion. As a result outer ionization is reinforced and the
average charged state increases.

A significant contribution that is not taken into account
so far is autoionization of Rydberg states [41]. During
plasma expansion, quasi-free electrons recombine in high-
lying Rydberg levels. The present ionization state leads to a
corresponding recoil energy through the interaction with
the plasma environment. Delayed Auger decay increases z
and the ion is detected as having a higher charge. Further,
the measured kinetic energies actually originate from an
initially lower charge state. If such Auger decays take place
before the ions enter the analyzer, a higher charge state is
detected [14]. This results in a shift of the charge state
distributions to larger values. The presence of a quasi-free
electron cloud even at the highest laser intensities reveals
that the core-region ions are still screened by plasma
electrons. Although the energy spectra solely suggest a
volume expansion for 7 > I, [Figs. 1(i) and 2 top], this
treatment supports that the surface-to-volume transition is
not yet complete even at maximum intensity.

The detailed analysis of the intensity-dependent transi-
tion from surface- to volume-driven Coulomb explosion
points out a first view on the subtle interplay between
charging and relaxation processes in the direct interaction
of the nanoplasma with the laser field. In the future, the
laser intensity difference technique, further improved
preparation techniques like size-selected cluster targets,
and high resolution spectrometry methods will offer pros-
pects to capture previously inaccessible strong-field many-
body dynamics. Thus, the course has been set towards atto-
nano science studies [44,45] on free nanoparticles on a
level previously only accessible in experiments on atoms
and molecules.
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