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Ionization and subsequent isomerization of organic molecules has been suggested as an important source
of trihydrogen Hþ

3 cations in outer space. The high interest in such reactions has initiated many
experimental and theoretical studies for various molecules. Here, we report measurements as well as
ab initio molecular dynamics simulations on the fragmentation of dicationic methanol monomers and
clusters ionized by low-energy (90 eV) electrons. Experimentally, for dicationic monomers, a fragmenta-
tion channel for the formation of Hþ

3 in coincidence with a COHþ cation is observed. The simulations show
that an intermediate neutral H2 is formed in the first step, and its roaming around the dication ends in the
formation of Hþ

3 . The entire reaction takes about 100–500 fs. The calculated kinetic energy release for the
Hþ

3 þ COHþ ion pair is in excellent agreement with the experimental result. In contrast, for the dicationic
clusters, due to the possibility of distributing the two charges onto different molecules, several fast
dissociation channels occur and suppress the roaming of H2 and formation of Hþ

3 . The present Letter
suggests that the quenching of Hþ

3 formation by the chemical environment is a general phenomenon in
dicationic clusters of organic molecules.

DOI: 10.1103/PhysRevLett.126.103402

The trihydrogen Hþ
3 cation is the most prevalent mole-

cular ion in interstellar space and plays an important role in
astrochemistry due to its high activity in initiating various
chemical reactions in interstellar clouds [1]. Hþ

3 can be
regarded as a universal proton donor to reactants through
the proton hopping reaction [2], Hþ

3 þ X → HXþ þ H2.
Once protonated, the charged unit becomes far more
active than the neutral one and, thereby, chains of
reactions are launched that produce larger and more diverse
molecules [3,4].
It is known that Hþ

3 can be formed efficiently by
collisions involving Hþ

2 ions and neutral hydrogen gas,
i.e., Hþ

2 þ H2 → Hþ
3 þ H. Molecular dynamical studies

suggest an alternative mechanism concerning ionization
and fragmentation of organic compounds that can produce
Hþ

3 via isomerization processes [5–23]. For example,
formation of Hþ

3 due to the charge separation process of
the methanol dication has been reported in experiments for
photoionization by Eland et al. [5,6] and for highly charged
ion collisions by De et al. [7]. Recently, experiments using
intense laser fields have been performed to study the Hþ

3

formation dynamics in the dissociative ionization of several
organic molecules, like methanol, ethanol, 1-propanol,
2-propanol tert-butanol, ethylene glycol, ethane, and
acetone, etc., [8–21]. Molecular dynamics simulations
revealed a two step mechanism for Hþ

3 formation, which
is started by forming an intermediate neutral H2. This
stabilizes the dication and allows the H2 molecule to roam
around the ion until a proton is transferred to form Hþ

3 and
COHþ which undergo Coulomb explosion. Time-resolved
experiments confirmed that the entire reaction takes about
100 fs for formation of Hþ

3 in the methanol dication
[18–20].
Previous studies have focused mainly on the target of

isolated molecules in the gas phase. In recent years, weakly
bonded complexes are receiving increasing attention in
many interdisciplinary studies as they form the links
between the isolated molecules in the gas phase and the
condensed phases of matter [24,25]. Molecular complexes
are considered to play an important role in the chemistry of
the interstellar medium, in particular, in dense and cold
molecular clouds and, also, at the higher densities and
temperatures found in planetary atmospheres [26–28].
Also, the methanol-based reactions are relevant to
astrochemistry since methanol is readily observed in a
wide range of interstellar media [29] in which all of the
molecules are being bombarded by high-energy radiation
and, in particular, a large number of secondary electrons
[30]. Irradiation of astrophysical ice analogs (low-
temperature molecular complexes like H2O, CO, CO2,
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NH3, and CH3OH) by ultraviolet (UV) photons in the
laboratory has produced a suite of organic molecules
including amino acids, amphiphiles, quinones, and nucle-
obases [31]. The protonation of widespread methanol to
form CH3OH

þ
2 is thought to be central to understanding

how molecules of even greater complexity could be formed
in abundance [4,32].
In this Letter, we discuss the influence of a chemical

environment on the formation of Hþ
3 from methanol. We

study how the low-energy electron (90 eV) initiated double
ionization dynamics of methanol monomers changes in
going to dimers and larger clusters. The decisive aspect,
here, is that, if a dication in its electronic ground state is
placed within a dimer or cluster, the whole system is in an
electronically excited state. This is because, for the ground
state, the charges are shared by two or more molecules such
that the Coulomb (repulsion) energy is reduced as com-
pared to a situation where both charges are on one center.
As a result, new reaction channels are open where charges,
i.e., electrons or protons but, also, neutrals are transferred
between the constituents of the cluster. Our experimental
results and accompanying ab initio molecular dynamics
(AIMD) simulations show that direct Coulomb explosion
(CE) and the hydrogen or proton transfer mediated
Coulomb explosion [33,34] (for general discussion, we
name both PTMCE) processes occur in the dicationic
clusters, and these outperform the formation of Hþ

3 .
The experiments were performed using a multiparticle

coincident momentum spectrometer (reaction microscope)
combined with a pulsed electron beam [35–37]. The
methanol clusters were generated by a supersonic gas
expansion of helium gas (1 bar) seeded with methanol
vapor. The mixed gas expanded into the vacuum chamber
through a 30 μm nozzle and was collimated by two
skimmers with aperture diameters of 200 μm located at
about 3 mm and 2 cm downstream from the nozzle,
respectively. All of the methanol reservoir, gas line, and
nozzle were kept at room temperature. The pulsed electron
beam (E0 ¼ 90 eV) is emitted from an electron gun
consisting of a tantalum photocathode which is irradiated
by UV light (λ ¼ 266 nm) with 0.5 ns duration and
electrostatic focusing lens elements. The electron beam
is crossed with the gas jet causing ionization. The outgoing
electrons and ions are extracted by uniform electric and
magnetic fields with magnitudes of 25 Vcm−1 and ∼7
Gauss, respectively, and are detected by two time- and
position-sensitive delay line detectors. The momentum
vectors and, consequently, kinetic energies of the outgoing
charged particles can be determined from the measured
time of flight and positions of the particles hitting the
detectors. In the present experiment, triple coincidences of
two fragment ions and one outgoing electron were
recorded. This yields the kinetic energy release (KER)
of the two fragment ions and the projectile energy loss
related to the ion pair.

The calculations were carried out with the Car-Parrinello
molecular dynamics [38] and Gaussian16 [39] packages.
For isolated methanol (M), we consider the removal of two
electrons from the outermost orbital of the molecule, i.e.,
the electronic ground state of the molecular dication
(Mþþ). As stated above, for dimers (clusters), there can
be two electronic configurations of the initial dication. One
is the removal of the outermost electron from each of the
molecules, i.e., the charges are shared by two molecules.
This corresponds to the electronic ground state of the dimer
dication (Mþ · Mþ). In the other case, the two charges are
initially located on one molecule of the methanol dimer
(Mþþ · M). Our further analysis (see Supplemental
Material [40]) shows that the charge-localized state will
convert to the charge-delocalized states of M · Hþ ·
ðM-HÞþ or Mþ · Mþ through the ultrafast proton transfer
[41] or charge transfer mechanisms [42]. The calculated
potential energy curves show that the proton transfer
channel in the dicationic dimer of methanol is almost
barrierless if two electrons are removed from the outer
valence orbitals of the proton donor site of the dimer.
The charge transfer is analyzed using the classical-over-

the-barrier model (see Supplemental Material [40]) in
which an electron of the neutral can be directly abstracted
by the doubly charged group if the distance of two moieties
is less than the critical distance [42]. This is fulfilled in the
present case where the intermolecular carbon-carbon dis-
tance (∼4.35 Å, the largest distance between two heavy
atoms in the dimer) is smaller than the critical distance for
the methanol dimer (∼5.1 Å). Once the charge is trans-
ferred, the electronic configuration decays to the charge-
delocalized state of the dimer dication. Thereby, in our
molecular dynamics calculations of methanol dimers and
larger clusters, we consider the charge-delocalized Mþ ·
Mþ dication as the initial state. In principle, this state can
also be produced by other ionization mechanisms like the
intermolecular Coulombic decay [43–45] or by sequential
ionization where the projectile electron successively kicks
out one electron from each molecule of the methanol dimer
and, thus, also leads to the Mþ · Mþ state. This is supported
by the measured onset of the projectile energy loss at about
26 eV for the M · Hþ þM2 · Hþ fragmentation channel as
shown in Fig. 1(b) which is significantly less than the
double ionization energy (∼32 eV) [46] of the methanol
molecule.
In our AIMD simulations, the equilibrium geometries of

the neutral molecule and clusters were first optimized, and
then, an equilibration run was performed using a Nosé-
Hoover chain at a temperature of 25 K which simulates the
vibration of the neutral methanol molecule and clusters.
The temperature in the simulation is very close to the most
probable experimental one (20 K). The experimental
temperature is determined by a kinematically complete
coincidence of two outgoing electrons with Mþ
(see Supplemental Material [40]). The initial atomic
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configuration (positions and velocities) for AIMD simu-
lation is taken every 2.4 fs after a long equilibration run
(5 ps). We start the dynamical simulation from the obtained
initial atomic configuration and a vertical transition to the
electronic ground state of the doubly charged methanol
molecule (Mþþ) or dimer or larger cluster (Mþ · Mþ).
Here, we consider the electronic singlets in the calculations
due to the minor contribution of the triplet states in the
dications [21]. Dynamical simulations were performed
under the extended Lagrangian molecular dynamics
scheme in which the so-called atom-centered density
matrix propagation [47–49] and the density functional
theory (DFT) at B3LYP/cc-pVDZ level are adopted.
The experimental time-correlation map between two

fragment ions is presented in Fig. 1(a). Several fragmenta-
tion channels are identified, i.e., Hþ

2 =COH
þ, Hþ

2 =CHOH
þ,

Hþ
3 =COH

þ and CHþ
n =OHþ, CHþ

3 =Mn · Hþ (n ¼ 1, 2, 3)
and the coincidence patterns between two of the protonated
species Mn · Hþ (n ¼ 1, 2, 3). We observe only one
fragmentation channel for the emission of Hþ

3 which can
be more clearly seen from the zoom-in view on the right
bottom of Fig. 1(a). The sharp correlation line between Hþ

3

and COHþ means that two ions are ejected back to back
with momenta of equal magnitude. This is an indication of
a pure two-body dissociation channel from the methanol
dication (Mþþ). If there are some undetected neutral
fragments, the correlation line will become broader, as is
seen for the Hþ

2 þ COHþ channel with one neutral H loss
from Mþþ. This also rules out any contributions of Hþ

3

from the dicationic fragmentation of methanol clusters with
the loss of neutral species or molecular evaporation. We
observed an abundant production of protonated species
from the dicationic clusters. The production of such species
is also observed in our AIMD simulations, although it must
be mentioned that, here, the initial state is Mþ · Mþ
and neutral hydrogen transfer is required. As shown in
Fig. 1(d), about 25% of our simulated trajectories of
dicationic dimers end up with the protonation channel.
This value is increased to about 67%, 49%, and 41% for
trimers, tetramers, and pentamers, respectively.
The mechanism for Hþ

3 formation from the Mþþ dication
is consistent with the previous studies of methanol
[19,20,22]. In brief, an ultrafast (less than 15 fs) double-
H migration takes place in the first step and forms a neutral
H2 molecule which undergoes a roaming process and a
proton transfer from CH2Oþþ to H2 producing Hþ

3 .
The center of mass (COM) distances between the Hþ

3

and COHþ fragments as a function of time are shown in
Figs. 2(a) and 2(b) for the abstraction of the proton from the
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FIG. 2. Calculated center-of-mass distances between Hþ
3 and

HCOþ as a function of time (left column) and potential energies
(right column) for the Coulomb explosion (Hþ

3 þ HCOþ) dy-
namics induced by double ionization of the methanol molecule.
(a) and (b) Selected trajectories for H2 roaming followed by
abstracting a proton from carbon and hydroxyl sites, respectively.
The double-H migration and proton abstraction are marked by the
short curved arrows. The roaming paths are marked by the long
curved arrows. (c) All simulated trajectories of Hþ

3 þ HCOþ. The
ratio of Hþ

3 þ HCOþ channel to all of the trajectories is
193∶2000. (d) Energy levels for the transition states.
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FIG. 1. (a) Time correlation map of two ions in which the time
of flight of the second ion is plotted against the first one. (b) The
projectile energy loss of channels for Hþ

3 emission, and M ·
Hþ þM2 · Hþ coincidence. The experimental data are normal-
ized by putting the base between 20 and 25 eV at the same level.
M4 and M5 mean tetramer and pentamer, respectively. The yellow
shadow marks the Franck-Condon region of double ionization of
methanol monomer. (c) Experimental and simulated kinetic
energy release of the Hþ

3 þ COHþ channel. (d) The simulated
branching ratio of the number of dissociation channels into intact
and protonated species as a function of cluster size.
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carbon and hydroxyl sites, respectively. In Fig. 2(b), the H2

roaming path is longer than that in Fig. 2(a) due to the
larger initial distance between H2 and the hydroxyl. This
leads to an even longer time (∼260 fs) for formation of Hþ

3

by abstracting a proton from the hydroxyl site.
Additionally, it is shown in Fig. 2(d) that the potential
energy barrier for the transition state (TS) encountered in
the channel for proton abstraction from the hydroxyl site is
slightly higher (0.85 eV) than that from the carbon site
(0.58 eV), meaning a higher rate for proton abstraction
from the carbon site. These values were calculated by DFT
using the ωB97XD functional with cc-pVTZ basis set and
corrected by zero point energy. The present simulations are
justified by comparison with the experimental data. As can
be seen from Fig. 1(c), the calculated KER spectrum for the
Hþ

3 þ COHþ channel is in excellent agreement with experi-
ment both in shape and peak position (∼4.3 eV) of the
KER. From all calculated trajectories [Fig. 2(c)], we find
that Hþ

3 can appear from about 100 to ∼500 fs which is also
in good agreement with the time-resolved measurements on
methanol molecules [18–20].
Now, we focus on the fragmentation dynamics of

dicationic dimers (Mþ · Mþ). Generally, there are two
mechanisms initiating the fragmentation processes, i.e.,
the direct CE and the PTMCE leading to the protonated and
deprotonated species. The COM distances between differ-
ent species are presented in Figs. 3(a)–3(c). The curves for
the direct CE channel [Fig. 3(a)] exhibit monotonically

increasing distance with increasing time, meaning that the
system will dissociate into two intact Mþ ions once the
Mþ · Mþ dication is formed. For PTMCE, the dissociation
starts at about 50 fs [Fig. 3(b)] at which the M · Hþ ·
ðM-HÞþ dicationic state is formed. In this process, a neutral
H2 is formed in the deprotonated methanol ðM-HÞþ. This
can be seen from the vibration mode of the TS correspond-
ing to the PTMCE channel shown in Fig. 3(d). The ðM-HÞþ
cation dissociates into HCOþ and H2 at the time range
about 20–80 fs [Fig. 3(c)]. The fast separation inhibits the
roaming mechanism of H2 in ðM-HÞþ. These results
indicate that the direct CE and PTMCE processes in the
dicationic dimers are faster than the roaming mechanism of
H2 and quench the production of Hþ

3 .
Figure 4 shows the dynamical simulations for dicationic

trimers (top row), tetramers (middle row), and pentamers
(bottom row). These calculations reveal essentially similar
mechanisms to those involved in the fragmentation of
dicationic dimers. It can be seen from the curves showing
the intermolecular oxygen-oxygen distances as a function
of time in the left column of Fig. 4 that the ultrafast
(<100 fs) dissociation channels (direct CE and PTMCE)
occur in the dicationic clusters. For PTMCE, the hydrogen
or proton transfer can be complete within about 60 fs (right
column in Fig. 4) and then the dissociation starts by
forming protonated and deprotonated species. Again, a
neutral H2 can be formed in the deprotonated ðM-HÞþ. As
the two charges are delocalized over the whole molecular
cluster, the reaction between the neutral H2 and the
remaining charged species becomes less efficient due to
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the reduced charge density. Therefore, instead of roaming
around the system, the neutral H2 will directly fly away
and, thereby, quench the formation of Hþ

3 , see, e.g., the
time-resolved molecular structures in Fig. 4(d). Overall,
the present results indicate that the formation of Hþ

3 from
the dicationic clusters is suppressed by the competing
processes of direct CE and PTMCE. It is also to be noted
that the dicationic clusters produce a large number of
protonated species and other radical ions [see Fig. 1(d)],
which can be important for the chemical reactions forming
complex molecules in interstellar space [2–4,32].
Furthermore, we calculated the rotational (Erot) and

vibrational (Evib) energies of H
þ
3 and CH3OH

þ
2 produced

from the dications of the methanol monomer (Fig. 2) and
the dimer (Fig. 3), respectively. The averaged energies are
Erot ∼ 0.2 eV and Evib ∼ 1.0 eV for Hþ

3 and Erot ∼ 0.16 eV
and Evib ∼ 2.15 eV for CH3OH

þ
2 . Considering the energies

of the normal vibrational modes (see the Supplemental
Material [40]), this indicates that, while Hþ

3 is produced
mainly in the lowest vibrational quantum numbers in
CH3OH

þ
2 , significantly higher vibrational states are

excited. These results can help to examine the infrared
spectral lines of interstellar molecular species, in particular,
for the identification of CH3OH

þ
2 [4].

In summary, we presented a combined experimental and
theoretical study on trihydrogen Hþ

3 formation from dica-
tionic fragmentation of methanol monomers and clusters
ionized by low-energy (90 eV) electrons. Experimentally,
we identified a single reaction for the production of Hþ

3 ,
i.e., the Hþ

3 þ COHþ fragmentation channel. Further analy-
sis of the data indicates that this channel can be solely
attributed to the double ionization of methanol monomers,
and the fragmentation of dicationic methanol clusters does
not contribute. This is supported by the ab initio molecular
dynamics simulations. For the monomer, our calculations
show that, at first, an intermediate neutral H2 molecule is
formed in the methanol dication, and its subsequent
roaming in the vicinity of the system causes the formation
of Hþ

3 by abstracting a proton within the time range
100–500 fs. This is consistent with published time-resolved
measurements on the double ionization of the methanol
molecule [18–20].
For the fragmentation dynamics of small dicationic

clusters ranging from dimers up to pentamers, we found
that the dissociation processes occur primarily through
direct Coulomb explosion and hydrogen or proton transfer
mediated Coulomb explosion. Both CE and PTMCE are
faster than 100 fs and, thereby, outperform the roaming
mechanism and quench the formation of Hþ

3 . The dicationic
clusters dissociate into intact, protonated, and deprotonated
species. It is shown that a neutral H2 can also be formed in
the deprotonated species, it will directly recede from
the system, instead of roaming in the vicinity to form
Hþ

3 . The methanol molecule within a chemical environment
has the possibility to distribute its charge to neighbors,

leading to fast dissociation pathways and, thus, suppressing
Hþ

3 formation. We suggest that the quenching of Hþ
3

formation by the chemical environment is a general
phenomenon in dicationic clusters of organic molecules.
Indeed, our further experiments indicate that it may also
occur in ethanol clusters (see the Supplemental Material
[40]). This study provides new insight on the dynamics of
dicationic methanol clusters and expands our understand-
ing of the formation mechanism of Hþ

3 and CH3OH
þ
2 in the

interstellar medium.
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