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The most abundant decay channels have been studied quantitatively for high-energy 共60 keV兾amu兲
cluster ions H3 1 共H2 兲m苷1 14 colliding with He atoms employing a recently developed multicoincidence
technique for the simultaneous detection of the correlated fragments on an event-by-event basis. This
allows us to identify decay reactions and their underlying decay mechanisms responsible for the occurrence of the U-shaped fragmentation pattern.
DOI: 10.1103/PhysRevLett.86.4263

Spontaneous fragmentation of finite systems, e.g., nuclei, molecules, clusters, has recently attracted increased
interest, in particular, because of the recognition that
some of the general features in the decay of these systems
are rather independent of the actual system studied [1].
Therefore, one important field in cluster science [2] is the
study of the characteristics of the fragmentation of excited
cluster ions produced by the excitation of neutral or
ionized clusters by photons, electrons, ion impact, or
surface collisions.
Fragmentation after low-energy deposition has been
successfully interpreted in the frame of the evaporative
ensemble model [3–6] invoking the sequential evaporation of neutral monomer units for singly charged cluster
ions [7] or by sequential fissionlike reactions of multiply
charged cluster ions [8]. In contrast, high-energy deposition, e.g., by collisions of the clusters with high-energy
heavy particles or vice versa [9–12] and by collisions
of clusters with multiply charged ions [13,14], has led
to bimodal fragment ion distributions which have been
interpreted (i) by the presence of sequential (monomer)
evaporations (see above) leading to the production of
fragment ions with large masses and (ii) by the presence
of multifragmentation processes leading to the formation
of the fragment ions with the small masses. These
bimodal distributions, sometimes exhibiting a U shape
[10,12], sometimes consisting of two peaks separated by
a strong minimum [9,11,13,14] have also been observed
for primary mass spectra after electron impact or photon
impact ionization of C60 and after C60 ions impacting a
surface (see [15] and references therein). Moreover, these
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distribution patterns obtained are similar to what have
been seen in nuclear fragmentation [16].
Although today several experiments have measured
these “total (inclusive) fragment ion mass distributions,”
mostly for fullerene targets, and although the origin of
this bimodal distribution is generally thought to be due to
these two differing fragmentation mechanisms, knowledge
on the details of multifragmentation reaction mechanisms
(and its contribution to the bimodal distribution) is very
scarce and mostly due to molecular simulations [17,18]. In
addition, some coincidence experiments have been carried
out (using either highly charged ion projectiles or charged
C60 ion projectiles) where two fragmentation products
from C60 have been identified, thereby providing more
information on the fragmentation dynamics [11,19–23].
The fragmentation behavior is observed to be strongly
dependent on the charge state of the fullerene after the
collision [24] and on the nature of the projectile ion
used [25].
Here we have extended these studies in several aspects.
On the one side, we are using hydrogen cluster ions
with different sizes Hn#31 1 instead of C60 1 as in the
earlier studies, thus allowing us to study fragmentation
as a function of cluster size n. Moreover, the protonated
hydrogen clusters represent a completely different class of
systems where a quantum solute is solvated by a quantum solvent; the added proton becomes trapped and a
tightly localized H3 1 core is surrounded by solvating
H2 molecules, H3 1 共H2 兲m#14 [26]. On the other side,
we are employing here a recently developed multicoincidence technique for the simultaneous detection (on
© 2001 The American Physical Society
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an event-by-event basis) of the correlated, ionized, and
neutral fragments from collision of 60 keV兾amu hydrogen
cluster ions with a He target. This allows us to investigate
for the first time in a quantitative manner (absolute cross
sections) the occurrence of the various possible decay
channels and their relative importance as a function of
m. Focusing here on some of the most abundant decay
reactions (involving the production of neutral fragments
and one charged fragment), we are able (i) to distinguish
experimentally the two different decay channels most
important for occurrence of the U-shaped total fragmentation distribution, and (ii) to obtain novel insights about
the excitation and subsequent decay mechanisms in these
molecular cluster ions.
Mass selected hydrogen cluster ions with an energy
of 60 keV兾amu are prepared in a high-energy cluster-ion
beam facility consisting of a cryogenic cluster jet expansion source (stagnation temperature of 34 K) combined
with a high performance electron ionizer and a two step
ion accelerator (consisting of an electrostatic field and a
radio frequency quadrupole postaccelerator). After momentum analysis by a magnetic sector field, the mass selected high-energy projectile pulse (pulse length 100 ms,
repetition frequency 1 Hz), consisting in the present study
of H3 1 共H2 兲m#14 cluster ions, is crossed perpendicularly by
a helium target beam effusing from a cylindrical capillary
tube. Prior to this, the ion beam is collimated by two apertures ensuring an angular dispersion of about 0.16 mrad.
One meter behind this collision region the high-energy hydrogen collision products (neutral and ionized) are passing
a magnetic sector field analyzer. The undissociated primary H3 1 共H2 兲m#14 cluster projectile ion, or the neutral
and charged fragments resulting from reactive collisions,
are then detected approximately 0.3 ms after the collision
event with a multidetector device consisting of an array of
passivated implanted planar silicon surface barrier detectors located at different positions at the exit of the magnetic
analyzer. This allows us to record for each event simultaneously the number (multiplicity) of each mass-identified
fragment ion resulting from the interaction (for more experimental details, see Ref. [10] and references therein).
Moreover, for each event we can also monitor in coincidence with the detected ions the sum of the masses of
all the neutral fragments. From additional measurements,
the identity of neutrals, either H atoms or H2 molecules,
can be inferred [27]. Thus, we are able to analyze on an
event-by-event basis the identity of all fragments produced
in a collision between the H3 1 共H2 兲m#14 cluster ion and the
He target atom, except for the distinction between H2 and
two H. The validity of single collision conditions has been
ascertained by measurements at different He target pressures and allows also to derive absolute cross sections for
the occurrence of specific reaction channels (partial cross
sections) (for details, see [28]).
Figure 1 shows the absolute cross section as a function
of cluster size m of the projectile ion H3 1 共H2 兲m for one of
the most abundant reaction channels, i.e., the production of
4264
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FIG. 1. Collision cross section as a function of cluster
size m for the dissociation channel: H3 1 共H2 兲m 1 He !
one
, and for
H3 1 共H2 兲m21 1 H2 (or H 1 H), designated by sloss
1
the dissociation channel: H3 共H2 兲m 1 He ! H3 1 1 neutral
all
.
fragments, designated by sloss

only one charged reaction product (fragment ion) by either
the loss of one H2 monomer leading to a H3 1 共H2 兲m21
fragment ion,
H3 1 共H2 兲m 1 He ! H3 1 共H2 兲m21 1 H2 共or H 1 H兲 ,
(1)
or by a reaction involving the production of the central
H3 1 core ion of these clusters via loss of all the neutral
ligands:
H3 1 共H2 兲m 1 He ! H3 1
1 neutral fragments 共H2 and H兲 .

(2)

The cross section values increase in both cases monotonously with cluster size n starting at 0.5 3 10216 cm2 at
the smallest cluster size H3 1 共H2 兲 and reaching for m 苷 14
the value 1.4 3 10216 cm2 for reaction (1) and 2.2 3
10216 cm2 for reaction (2). This result is remarkable in
two ways, firstly reaction (2) shows an unexpected strong
size dependence and, secondly, reaction (2) is more effective than reaction (1). In contrast, the cross section for the
loss of two H2 monomers units via reaction (3),
H3 1 共H2 兲m 1 He ! H3 1 共H2 兲m22 1 H2 共or H 1 H兲
1 H2 共or H 1 H兲 ,

(3)

stays in the 0.5 3 10216 cm2 range or below for all cluster
sizes studied; see also Fig. 2 which shows a biparametric
共m, k兲 representation of the cross sections for the fragmentation channel:
H3 1 共H2 兲m 1 He ! H3 1 共H2 兲k
1 neutral fragments 共H2 and H兲 ,

(4)

with 0 # k , m. It can be seen that, for each cluster size
m, all possible reactions (4) (with 1 # k , m 2 1) have
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FIG. 2. Biparametric 共m, k兲 representation of the collision cross sections for the fragmentation channel: H3 1 共H2 兲m 1 He !
H3 1 共H2 兲k 1 neutral fragments.

smaller cross sections than reaction (1) (with k 苷 m 2 1)
and (2) (with k 苷 0), a fact which is responsible for the
occurrence of the U-shaped total fragmentation patterns
as other reactions involving more charged fragments in
the exit channel are much less probable and thus have no
leading influence on this pattern.
The cross section dependence observed here for reaction (1) is similar to the one observed by Reuss and coworkers [29] for collision-induced dissociation of
protonated hydrogen clusters in the 250–900 eV energy
range. This type of decay can be interpreted by the
evaporative ensemble model, where a primary excitation
event initiated by the interaction of the He atom with
one of the cluster constituents [see the excitation of
specific vibrational modes of one solvent molecule in the
H3 1 共H2 兲m ion by infrared techniques [30] ], is followed by
energy transfer and partitioning between all of the cluster
constituents (mostly in intracluster vibrational modes) and
subsequent statistical (sequential) predissociation event(s)
[3–8] via
H3 1 共H2 兲m 1 He ! H3 1 共H2 兲ⴱm ,

(5a)

ⴱ
H3 1 共H2 兲ⴱm ! H3 1 共H2 兲m21
1 H2 ,

(5b)

ⴱ
ⴱ
H3 1 共H2 兲m21
! H3 1 共H2 兲m22
1 H2 ,

(5c)

and so on. The observed increase with cluster size m at
the same collision velocity simply reflects the increasing
interaction volume between the reaction partners with
increasing cluster size. It is interesting to note that we are
operating the experiment at collision energies where direct
vibrational excitation (or momentum transfer) is negligible as compared to electronic excitation (see, for
instance, [31]), and thus we have to conclude that, in
this case, excitation from the n 苷 0 of the H2 electronic
ground state to a electronically excited level into n . 0
providing the necessary (initial) vibrational motion for the
statistical evaporation events.
In contrast, the size dependence for reaction (2)— reported here for the first time — cannot be explained in
this way, as reaction (2) is not proceeding via sequential
evaporation. The latter has been inferred indirectly
from the U-shaped nature of the fragmentation pattern
and other properties of the statistical decay mechanism
[9,13,17,18,32], and it was concluded that reactions of
type (2) are due to prompt multifragmentation events. The
present results shed new light on the nature of this event.
The cross section dependence immediately excludes
reaction channels proceeding via a direct interaction of the
He with the H3 1 core (followed by a subsequent direct expulsion of all neutral solvent molecules by an excited H3 1
core) as the probability for these reactions would not
4265
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depend on cluster size. Moreover, the much larger cross
section for reaction (2), as compared to the one for
reaction (1), excludes also the possibility of successive
collisions of the He within the cluster as the probability
for scattering on two solvent molecules can be estimated
to be less than about 10% of the probability for single
collision. In addition, we can conclude that reaction (2)
does not necessarily involve the interaction of the He
atom with an inner solvent molecule, but proceeds also
in the case where the He interacts with a molecule of the
outermost solvent shell. This can be seen by comparing
the cross section for H3 1 共H2 兲4 [which is, according to
ab initio calculations [26], a closed shell H3 1 共H2 兲m ion
with an additional weakly bound H2 molecule] with the
cross section for the closed shell H3 1 共H2 兲3 ion. The cross
section for the former one 共0.72 3 10216 cm2 兲 is larger
than for the latter one 共0.92 3 10216 cm2 兲 indicating that
interaction of the He with the outer shell molecule is also
contributing to the overall cross section for reaction (2)
leading to the complete destruction of the cluster.
Turning now to the mechanism of reaction (2), the only
plausible explanation is excitation of one of the molecules
in a high enough electronic energy level to allow the subsequent destruction of the entire cluster by direct coupling
of at least part of this energy into intracluster modes. In
analogy to the reactions observed in argon clusters, where
the excitation of a metastable excimer dimer state (within
the ionized cluster) and the subsequent radiative decay of
this excimer into the dimer ground state led to the sudden
release of about 1 eV into two fast moving Ar atoms followed by the direct expulsion and evaporation of up to half
of the monomers [33], we are proposing that reaction (2)
proceeds via the excitation of a dissociative electronic state
in one of the solvent molecules. It has to be noticed that
the technique successfully achieved for the mass analysis
of the neutral fragments (distinction between an H2 molecule and two H atoms) in the H3 1 fragmentation studies
[34] is not practicable in the cluster case, due to the increase of the number of dissociation channels.
The dissociation of an excited Hⴱ2 leads to the formation
of two fast moving (possibly excited) hydrogen atoms in
the vicinity of the H3 1 core. Whereas part of the destruction of the cluster ion will proceed via a direct impulsive
interaction (in a similar manner as observed for excimer
decay reactions in rare gas cluster ions [33]), part of the
destruction may also proceed via interaction of the hydrogen atom with the H3 1 core. This is more likely, as it is
well known that the reaction
H2 1 H2 1 ! H 3 1 1 H

(6)

is very efficient [35]. A hydrogen atom in the cluster could
therefore induce a large change in the H3 1 polarization and
thereby weaken the interaction potential with the remaining neutral ligands leading to the evaporation of all the
solvent molecules.

4266

7 MAY 2001

[1] Fragmentation Phenomena, edited by D. Beysens,
X. Campi, and E. Pfefferkorn, Les Houches Series (World
Scientific, Singapore, 1995).
[2] H. Haberland, Clusters of Atoms and Molecules I and II
(Springer-Verlag, Berlin, 1994).
[3] C. E. Klots, J. Phys. Chem. 92, 5864 (1988).
[4] R. Wörgötter et al., J. Chem. Phys. 104, 1225 (1996).
[5] C. Lifshitz, Mass Spectr. Rev. 12, 261 (1993).
[6] C. Bréchignac et al., J. Chem. Phys. 93, 7449 (1990).
[7] P. Scheier and T. D. Märk, Phys. Rev. Lett. 73, 54 (1994).
[8] B. Dünser, O. Echt, P. Scheier, and T. D. Märk, Phys. Rev.
Lett. 79, 3861 (1997).
[9] R. Ehlich, M. Westerburg, and E. E. B. Campbell, J. Chem.
Phys. 104, 1900 (1996).
[10] B. Farizon et al., Int. J. Mass Spectrom. 164, 225 (1997),
and references therein.
[11] R. Vandenbosch et al., Phys. Rev. Lett. 81, 1821 (1998).
[12] J. Opitz et al., Phys. Rev. A 62, 022705 (2000).
[13] T. LeBrun et al., Phys. Rev. Lett. 72, 3965 (1994).
[14] T. Schlathölter, R. Hoekstra, and R. Morgenstern, J. Phys.
B 31, 1321 (1998).
[15] E. E. B. Campbell and R. Levine, Rep. Prog. Phys. 63, 1061
(2000).
[16] X. Campi, Nucl. Phys. A495, 295c (1989); X. Campi, Nucl.
Phys. A545, 161 (1992).
[17] H. Hohmann et al., Z. Phys. D 33, 143 (1995).
[18] S. G. Kim and D. Tomanek, Phys. Rev. Lett. 72, 2418
(1994).
[19] C. Brink, L. H. Anderson, P. Hvelplund, and D. H. Yu,
Z. Phys. 29, 45 (1994).
[20] B. Walch, C. L. Cocke, R. Voelpel, and E. Salzborn, Phys.
Rev. Lett. 72, 1439 (1994).
[21] S. Cheng et al., Phys. Rev. A 54, 3182 (1996).
[22] J. Jin, H. Khemliche, M. H. Prior, and Z. Xie, Phys. Rev.
A 53, 615 (1996).
[23] Y. Nakai et al., J. Phys. B 30, 3049 (1997).
[24] L. Chen et al., Phys. Rev. A 59, 2827 (1999).
[25] A. Reinköster, U. Werner, and H. O. Lutz, Europhys. Lett.
43, 653 (1998).
[26] B. Farizon, M. Farizon, H. Razafinjanahary, and H. Chermette, Phys. Rev. B 60, 3821 (1999).
[27] F. Gobet, Ph.D. thesis, Université Lyon1, 2001, where we
discuss in detail the analysis of the neutral fragments, i.e.,
probing the angular distribution of the neutrals in front of
the detector using a movable collimator.
[28] B. Farizon et al., Nucl. Instrum. Methods Phys. Res.,
Sect. B 101, 287 (1995).
[29] A. Van Lumig and J. Reuss, Int. J. Mass Spectrom. Ion
Process. 25, 137 (1997).
[30] M. Okumura, L. I. Yeh, and Y. T. Lee, J. Chem. Phys. 88,
79 (1988).
[31] T. Schlathölter, O. Hadjar, R. Hoekstra, and R. Morgenstern, Phys. Rev. Lett. 82, 73 (1999).
[32] D. Muigg et al., J. Chem. Phys. 108, 963 (1998).
[33] M. Foltin, G. Walder, A. W. Castelman, Jr., and T. D. Märk,
J. Chem. Phys. 810, 94 (1991).
[34] G. Jalbert, L. F. S. Coelho, and N. V. de Castro Faria, Phys.
Rev. A 47, 4768 (1993).
[35] J. E. Pollard, L. K. Johnson, P. A. Lichtin, and R. B. Cohen,
J. Chem. Phys. 95, 4877 (1991).

