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Abstract

We report an enhanced Classical Trajectory Monte Carlo (CTMC) approach developed
to study state-selective charge exchange in collisions between multiply charged ions and
H; molecules. The model combines two hydrogenic three-body formulations—originally
designed to improve the H(1s) radial distribution—within the five-body CTMC framework
introduced by Wood and Olson. The new schemes, termed E-CTMC and Z-CTMC, extend
the electronic density of the target to larger distances, providing a more accurate represen-
tation of the molecular system. Calculations for 2 to 100 keV/u Ne®* and O°* projectiles at
low and intermediate impact energies are benchmarked against recent laboratory data and
the Multichannel Landau-Zener method. The Z-CTMC approach reproduces the observed
energy-dependent shift of the most populated n levels, showing the closest overall agree-
ment with the experiments. Complementary simulations for different projectiles show that
discrepancies among the CTMC variants grow with increasing projectile charge and lower
impact energies, emphasizing the need for further experimental measurements involving
highly charged ions. The present formulation offers a consistent framework for analyzing
charge-exchange processes relevant to laboratory and astrophysical plasmas.
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1. Introduction

Charge exchange processes involving multiply charged ions and neutral targets play a
key role in the modeling of astrophysical environments dominated by high-charge states.
In astrophysics, these collisions are primarily responsible for the X-ray and UV emission
lines observed in comets, planetary atmospheres, and the solar wind [1,2].

Molecular hydrogen (H;), being the most abundant molecule in the universe, is a
key participant in these interactions. Extensive experimental efforts over several decades
have characterized charge exchange in ion-Hj collisions across a broad range of impact
energies [3-30]. These studies have primarily targeted single and double capture cross
sections, n-resolved state-selective data, and subsequent radiative cascades. To interpret
these observations, a wide array of theoretical frameworks has been deployed, ranging
from classical treatments like the Bohr-Lindhard [31] and classical-trajectory Monte Carlo
(CTMC) [32-35] methods to sophisticated quantum approaches. Notable among the latter
are various close-coupling schemes (AOCC, MOCC, SCASCC) [36-39], molecular orbital
methods [40,41], the single-particle time-dependent Schrodinger equation (TDSE) [42], and
the Multi-Channel Landau—Zener (MCLZ) method [43,44].
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In this work, we use and benchmark the Z-CTMC (Z-expansion Classical Trajectory
Monte Carlo) model, designed to improve the classical representation of the Hj target.

2. Theoretical Method

The standard CTMC treatment of H often relies on a three-body model or a simplified
five-body model. In our approach, we adopt the five-body framework proposed by Wood
and Olson, which explicitly considers the two protons of the H, molecule, two active elec-
trons, and the incoming projectile. In this configuration, each electron interacts exclusively
with its corresponding parent nucleus at the start of the simulation.

However, a well-known limitation of the classical microcanonical distribution is its
inability to accurately reproduce the quantum-mechanical radial distribution of the H(1s)
state. As shown in Figure 1, the electronic cloud has a specific spatial extension that
determines the probability of capture at different impact parameters.

Quantum

Figure 1. Representation of logarithmic electron densities in the xy molecular plane for Hj.

In the Z-CTMC framework [45,46], the initial state is represented by a weighted
superposition of microcanonical ensembles spanning a distribution of nuclear charges (Z).
This approach effectively addresses the artificial spatial truncation inherent in standard
Z = 1 models by populating classically forbidden regions, thus providing a classical analog
to the quantum-mechanical tail of the target wavefunction. Regarding the H; target, the
molecule is modeled as two hydrogen atoms bound by a Morse potential, which maintains
the nuclei in their fundamental vibrational state. To ensure physical consistency, the model
is constrained to preserve the experimental ionization energy, thereby reconciling the
classical dynamical evolution with the correct quantum energetic threshold of the system.

During the dynamical evolution, the electronic energy relative to its parent nucleus is
continuously monitored. If an electron reaches the continuum, all interactions previously
omitted from the Hamiltonian are progressively reintroduced via a switching function.
This mechanism enables the model to intrinsically differentiate between events where the
residual molecular ion remains bound as H, or undergoes fragmentation—a distinction
that is crucial for a meaningful comparison with experimental data.

Furthermore, unlike the E-CTMC approach, the Z-CTMC model ensures the correct
deposition of ionization energy, resulting in an improved description of state-selective
capture. This is particularly relevant since the most probable capture state 1 follows the
scaling law n ~ /13.6/IP g3/4, where IP is the ionization energy and 4 is the projectile
charge. Indeed, recent benchmarks comparing the Z-CTMC and E-CTMC methods for state-
selective electron capture in atomic hydrogen have shown that the Z-CTMC methodology
yields superior agreement with advanced quantum-mechanical frameworks, such as two-
center atomic orbital close-coupling (TC-AOCC) and two-center wave-packet convergent
close-coupling (WP-CCC) [47].
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3. Results and Discussion
3.1. The H, Target Description

An analysis of the H, molecular representation is provided in Figure 2, which com-
pares the electronic density probability along the internuclear axis. This figure contrasts
the quantum mechanical density, obtained from the Schrodinger equation solution [48],
with three classical frameworks: the pioneering multicenter CTMC model proposed by
Meng et al. [33], based on independent microcanonical ensembles; the energy-adjusted
E-CTMC, which introduces an energy distribution in order to correct the radial distribution
of the bound electron [49,50] to the initial state; and the present Z-CTMC approach.
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Figure 2. Electronic probability density of the H; orbital, as a function of the internuclear distance.
Z-CTMC and E-CTMC are compared with Quantum and CTMC model proposed by Meng et al. [33].

Figures 1 and 2 contrast the electronic density of H, across various classical frame-
works against a quantum-mechanical benchmark. While all models correctly identify the
nuclear peaks near 0.7 a.u., their spatial distributions vary significantly. The standard
CTMC model [33] exhibits highly localized peaks and a sharp boundary, failing to represent
either the bonding region or the quantum tail due to its rigid spatial truncation, observed
in Figure 1. The E-CTMC model provides an intermediate improvement at the internuclear
center; however, its distribution tail displays an anomalous change in slope, becoming
broader than both the quantum and other classical theories. In contrast, the present Z-
CTMC model provides an optimal balance, yielding smooth, finite peaks and an electron
population tail whose slope accurately mirrors quantum theory. By superimposing multiple
Z-values to effectively soften classical turning points, the Z-CTMC populates classically
forbidden regions and mimics the characteristic exponential decay of the wavefunction.
This is evidenced by the diffuse, cloud-like distributions in Figure 1.

3.2. 0%t + H,

The Q-value distributions for n-state-selective nondissociative single capture (SEC) in
0%+t + H, collisions are shown in Figure 3 for several impact energies. Here, Q represents
the change in electronic binding energy throughout the process. These theoretical predic-
tions are benchmarked against recent COLTRIMS measurements [29] to assess the model’s
accuracy. The Z-CTMC model (solid red line) shows remarkable agreement with the exper-
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imental COLTRIMS data. Specifically, at lower energies, Z-CTMC correctly identifies the
dominance of the n = 4 state and captures the width of the distribution more accurately

than standard models.
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Figure 3. SEC Q spectra for O°* collisions on H,. Theoretical predictions from CTMC models are

contrasted with experimental data.

3.3. Nt + Hy

An analogous analysis for Ne’* projectiles is presented in Figure 4, where results
from the CTMC models are contrasted with recent COLTRIMS measurements and MCLZ
calculations [30]. Due to the high charge state of the projectile, electron capture predomi-
nantly populates higher principal quantum shells, specifically n = 5 and n = 6. Notably,
the Z-CTMC model accurately reproduces the energy-dependent shift in the Q-value peaks
observed experimentally.
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Figure 4. Relative cross sections (Q spectra) for Ne’* + H, systems highlighting the n-state selectivity.

3.4. Total Cross Sections

Figure 5 displays the total single-electron capture (SEC) cross sections for O°* pro-
jectiles. The Z-CTMC calculations are benchmarked against available experimental
data [8,16,21,25,28] and the MCLZ results of Gao et al. [39]. These results demonstrate
that the Z-CTMC model provides a reliable description of the transition into the low-
energy regime (<5 keV/amu), consistently remaining within the experimental uncertainties

throughout the investigated energy range.
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Figure 5. Total single-electron capture cross sections for the O%* + H, system as a function of impact
energy. Z-CTMC model is compared with the theoretical MCLZ model [39] and with experimental
measurements from Crandall et al. [8,9], Dijkkamp et al. [21], Phaneuf et al. [16], Machacek et al. [25],
and Han et al. [28].

4. Conclusions

In summary, the implementation of the Z-CTMC model represents a significant ad-
vancement in the classical description of the Hy molecular target. The Z-CTMC framework
provides an optimal balance by mirroring the exponential ‘tail’ of the quantum-mechanical
wavefunction.This refined initial-state representation is fundamental to the accurate descrip-
tion of collision dynamics. The superior spatial distribution of the Z-CTMC model directly
translates into improved agreement with experimental Q-value distributions for highly
charged ions like O%" and Ne*, successfully capturing energy-dependent peak shifts.
These results confirm that a physically grounded classical representation of the molecular
density is essential for predicting state-selective processes in highly ionized environments.
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