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Hydrogen migration is a ubiquitous phenomenon upon dissociation of organic molecules. Here we
investigate the formation of a HzO" fragment after core-level photoionization and Auger decay in
aminobenzoic acid molecules — a process that requires the migration of at least two hydrogen atoms. Using
photoelectron—photoion coincidence spectroscopy, the formation of a HzO" fragment is observed to be
more probable in ortho-aminobenzoic acid than in meta- and para-aminobenzoic acid. Energy-resolved
Auger electron—photoion coincidences are measured for the ortho-isomer to investigate the internal energy
dependence of the fragmentation channels, most notably of those producing HzO*. The corresponding frag-

Received 31st January 2025, mentation channels and their mechanisms are investigated by exploring the potential energy surface with ab

Accepted 18th April 2025 initio quantum chemistry methods and molecular dynamics simulations. Excited-state modeling of dicationic
DOI: 10.1039/d5cp00415b ortho-aminobenzoic acid is used to interpret features in the Auger spectra and identify the electronic states
contributing to the signals in the Auger electron photoion coincidence map. We show that populating low-

rsc.li/pccp energy excited states of the dication is sufficient to trigger hydrogen migration and produce HzO™" efficiently.
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Introduction

Aminobenzoic acid (ABA) is an aromatic molecule with carboxyl
(-COOH) and amino (-NH,) functional groups. It has three
isomers, ortho-, meta-, and para-ABA (0ABA, mABA, and pABA)
depending on the positioning of the functional groups. In
addition, 0oABA and mABA have two rotational conformers
based on the rotation of the carboxyl group (we refer to the
lowest energy rotamers as 0ABA1 and mABA1, see ESIt for more
discussion on the rotational configurations). The richness of
isomers and the importance of the involved functional groups
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in various biochemical reactions and syntheses make ABAs an
interesting set of molecules to study the structural dependency
of radiation-induced intramolecular reactions.’™

Our previous photoelectron-photoion coincidence (PEPICO)
study of 0ABA and mABA found that the fragmentation channels
following core ionization and Auger decay are sensitive to the
positioning of the functional groups, notably H;O0" and H,O
production rates are higher in the ortho-isomer.* The molecular
geometry of aminobenzoic acid requires at least two hydrogen
migration processes to form the H;O" fragment. Hydrogen migra-
tion is a ubiquitous process in various chemical reactions and
fragmentation processes following radiation damage.>® The iso-
mer dependency of H;O" production in ABAs offers an excellent
case study to understand such processes better. Being the proto-
nated form of water, H;O" itself is a common molecular ion in the
universe, playing an important role in both terrestrial systems and
atmospheric processes, objects in the solar system and even in
interstellar media.>™*® H,O" is often formed from water and
organic molecules and clusters following photoionization, for
example by cosmic rays in the upper atmosphere. Signs of complex
organic molecules, including amino acids and their precursors,
have recently been reported to be found in asteroids'’'® and
meteorites,'® and their formation and degradation in interstellar
medium, like in ice grains, have gained a lot of interest.”>

The formation mechanisms of H;O" have been studied using
various experimental techniques such as time-of-flight (TOF)
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mass spectroscopy as well as ab initio computational
methods.”>**® For example, in a pump-probe study of gas
phase ethanol, Kling et al’® observed H;O' formation from
dicationic ethanol. Based on molecular dynamics simulations
they proposed a double hydrogen migration mechanism, with
the second hydrogen migration causing the C-O bond cleavage
and H;0" release within a timescale of several hundred femto-
seconds. Shirota et al>* also presented a double hydrogen
mechanism for the formation of H;0" from the C,H;0" ion (a
metastable intermediate in the photodissociation reactions of
alcohols and ethers) based on ab initio calculations. Similar
results for ethanol and C,H;0" were obtained with density
functional theory calculations by Ma et al,*® who observed
H;0" formation in ethanol after electron beam irradiation.
Hydrogen migration was also observed in ionized molecules of
biological relevance, such as amino acids,**'** nucleosides,*?
sugar molecules,** and clusters of amino acids.*”

Our previous study established a difference in the H;O" for-
mation between 0ABA and mABA. In this study, we confirm the
isomer dependency of H;O" production for all the ABA isomers by
measuring the PEPICO spectra following carbon 1s ionization and
subsequent fragmentation of dicationic 0ABA and pABA in the gas
phase. Furthermore, to investigate the fragmentation dynamics of
0ABA in more detail we measure the energy-resolved Auger electron
photoion coincidence (AEPICO) spectra. The highest possible Auger
electron energy is reached when the energy difference between the
initial and final states of the Auger process is maximal, that is when
the final state is the dicationic ground state. When the final state is
an excited state of the dication, the Auger electron energy is
necessarily lower. Therefore, higher Auger electron energies imply
lower energy final states for the Auger process and thus lower
internal energies available for the fragmentation processes. The
energy-resolved AEPICO spectrum thus shows us the internal
energies required for specific fragmentation processes, based on
the Auger electron energy at which the cation signals appear. Similar
internal energy — Auger electron energy mapping has been utilised
e.g in a study of dissociation timescales of the diiodothiophene
dication.®® We observe that the H;O" signal appears in a narrow
energy range right after the stable dication signal in the AEPICO
map, Le. the fragmentation process occurs with low internal
energies of the dication and the corresponding Auger final state is
some low-lying excited state of the dication. By modeling the excited
states with ab initio quantum chemistry methods we can identify the
final dicationic electronic states contributing to the H;0" and other
signals. We then explore the potential energy surface to identify
multiple potential pathways of H;O" formation, with activation
energies that match the experiment. Ab initio molecular dynamics
were also used to simulate the fragmentation processes.

Methods

Experimental details

The experiments were performed at the gas-phase endstation®”
of the FinEstBeAMS beamline®®?° at the MAX IV Laboratory in
Lund, Sweden. Powder-form samples of aminobenzoic acid
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(C,H,NO,, molar mass 137.136 g mol~ ') were placed in a
resistively heated oven in a glass crucible. Both studied isomers,
ortho- and para-aminobenzoic acid (Sigma-Aldrich, Merck
Group, St. Louis, US) had higher than 98% purity and were used
without any further purification. Effusive beams of gas-phase
molecules were created by heating the samples to ~50-60 °C
(0ABA) and ~100 °C (pABA). Non-coincidence Auger electron
spectra were measured with a Scienta R4000 (Scienta Omicron
GmbH) electron energy analyser. The photon energy of 350 eV
was selected with an SX-700 type plane-grating monochromator
(FMB Feinwerk-und Messtechnik GmbH, Berlin, Germany) with
a 600-lines-mm ™" grating. The electron energy analyser was
operated with a 50 eV pass energy and 0.8 mm curved entrance
slit, yielding 100 meV kinetic energy resolution which is close to
the lifetime broadening of C 1s core hole states in carbon
compounds.’® The spectrum was energy calibrated using the C
1s — 306~ > 'S, Auger transition in CO, at 251.9 + 0.1 eV*' as a
reference. The polarization vector of linearly polarized synchro-
tron radiation was parallel to the electron detection axis of the
electron energy analyser, but to the first approximation, the
Auger intensities should not depend on the photoionization
anisotropy parameter . However, since the f§ value of the atomic
C 1s orbital is 2 (and only slightly lower in a molecular environ-
ment), this configuration typically maximises the photoelectron
counts when recording C 1s PEPICO spectra. This is important
for higher purity of PEPICO data as the electron analyser has a
much smaller acceptance angle than the ion analyser.

The Scienta R4000 analyser is equipped with a fast position-
sensitive detector (Quantar Inc., Model 3395A) to allow electron-
ion coincidence measurements. The coincidence data was col-
lected during two different experimental campaigns, and both
times, the C 1s PEPICO spectrum of 0ABA was collected to confirm
reproducibility. In coincidence measurements, performed also
with 350 eV photon energy, the electron analyser was operated
in a constant kinetic energy mode with a pass energy of 200 eV.
When an electron within the kinetic energy range of interest
arrived at the detector, an electric field was ramped up to extract
positive ions present in the interaction region towards a modified
Wiley-McLaren type multi-hit-capable ion time-of-flight (TOF)
spectrometer, which is equipped with a position-sensitive delay
line detector (HEX80, RoentDek Handels GmbH). Details regard-
ing the TOF settings can be found in the ESL{ A pulse generator
operating at approximately 60 Hz was also used to trigger the ion
extraction field. Since these pulses are not correlated with electron
triggers, they lead only to “false” ion collection. These can then be
used to subtract the false coincidence ion background from the
electron-triggered data.*”*> The amount of false coincidences was
kept low by limiting the electron count rate to 10-20 counts s * by
closing the exit slit of the monochromator to 25 um. The data
analysis was carried out using Igor Pro software (Wavemetrics, Inc.
USA), augmented with curve fitting™** and coincidence data
handling macro packages by E. Kukk.

Computational details

Two computational approaches were used to study the frag-
mentation: by calculating potential energy landscapes of the
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dication (carried out only for 0ABA1) and using molecular
dynamics (for all isomers). The ground state potential energy
surface exploration, including geometry optimizations for
minima and transition states, intrinsic reaction coordinate
calculations, frequency calculations and zero-point corrections,
was performed using second-order Mgller-Plesset perturbation
theory*® with the correlation consistent valence double-zeta
basis set cc-pVDZ.*® The singlet and triplet excited state energies
of dicationic 0ABA1 were calculated using the equation of
motion coupled cluster method with single and double excita-
tions (EOM-CCSD)*”*® with the cc-pVTZ basis set, using the
MP2/cc-pVDZ optimized geometry of the neutral molecule. The
molecular dynamics were performed using the atom centered
density matrix propagation model (ADMP).**>' ADMP belongs
to the extended Lagrangian family of molecular dynamics meth-
ods, in which the electronic degrees of freedom are propagated
by introducing a fictitious term in the Lagrangian. Here, all
isomers of ABA (including the rotamers) were considered. Apply-
ing the Franck-Condon approximation, the dynamics of the
dicationic systems were propagated starting from the optimized
coordinates of the neutral molecules. Both the geometry optimi-
zations and the molecular dynamics were done at the B3LYP**
16-31G(d,p)** level of density functional theory. At the beginning
of each trajectory, the internal energy was assumed to be
randomly distributed along the nuclear degrees of freedom in
the dicationic ground state. Three internal energy estimates were
used: 10 eV, 20 eV and 30 eV. For each molecule and internal
energy estimate 1024 trajectories were computed. The propaga-
tion time for each trajectory was 250 fs, with a time step of 0.1 fs.
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All calculations were performed using the Gaussian16>® compu-
tational chemistry package.

Results and discussion

Fig. 1 shows a schematic of the processes studied in 0ABA and
the structural formula of its lower energy rotational conformer
0ABAL. Fig. 1(a) indicates the involved energy levels. The 0ABA
molecule in its neutral ground state in the gas-phase is core-
ionised from the C 1s level using 350 eV photons. The core-
ionised states are well separated in energy, and their identifi-
cation and binding energies were determined using the results
of our previous study.” The core-ionised states decay via Auger
electron emission to double-ionised states. Due to a short core-
hole lifetime (fs timescale) we can assume that dicationic
excited states of the canonical structure of the neutral molecule
are populated. The lowest DIP can be reached after a significant
rearrangement in the dicationic final state, with a redistribu-
tion of the internal energy, as will be discussed later. The Auger
spectrum (Fig. 1(b)) is a typical C 1s Auger electron spectrum
of a multiatomic organic compound, a rather featureless
broad asymmetric distribution of electrons from ~280 eV to
~215 eV. Compared to the overall broadness of the spectrum,
we have used a very small step size of 50 meV to record the
spectrum in order to resolve two small peaks, marked with an
asterisk, at 267.9 and 269.1 eV at the high-energy onset of the
spectrum. Fig. 1(c) shows four TOF spectra of coincident ions
(false coincidence subtracted) related to C 1s photoelectrons
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Fig. 1 A schematic of the processes and energy levels involved in this study with corresponding electron and ion spectra. (a) Energy level diagram (not to
scale). The neutral ground state (GS) is set as the O of the energy scale. 350 eV photons initiate the process by photoionising the molecule from the C 1s
levels. The binding energies (BEs) of chemically distinct carbon atoms are indicated next to the energy levels and taken from ref. 4. Core-ionised states
decay via Auger decay to double-ionised (DI) states. The electronic transitions take place in the fs time scale, and thus the vertical double ionization
potential (DIP) (calculated value) defines the onset of the experimental Auger electron spectrum. The state of the lowest DIP (calculated value) requires a
significant restructuring of the molecule and is reached long after the Auger decay. (b) Molecular structure and the C 1s Auger electron spectrum of
oABA. The asterisk marks two peaks which are discussed in the text. The kinetic energy regions I-Ill are depicted with blue, green, and red, respectively,
to the right part of the graph. (c) TOF spectra in coincidence with all C 1s photoelectrons (labelled as total, black line) and three Auger regions: high kinetic
energy region | (blue), medium kinetic energy region Il (green), and low kinetic energy region IlI (red). Stable dications and HsO" are indicated in the
spectrum. The structural formula of cABAL is shown.

9886 | Phys. Chem. Chem. Phys., 2025, 27, 9884-9894 This journal is © the Owner Societies 2025


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d5cp00415b

Open Access Article. Published on 22 April 2025. Downloaded on 12/6/2025 4:39:31 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

(black trace) and Auger electrons with low, medium, and high
kinetic energies (red, green, and blue traces, respectively). Note
that there is a double peak around m/z = 19 in the blue
spectrum. This is a signature of the high kinetic energy of the
detected ions where we lose those which are emitted perpendi-
cular to the spectrometer axis.

Fig. 2 compares the TOF mass spectra of all three isomers
recorded in coincidence with C 1s photoelectrons (hv = 350 eV).
The m/z ranges for the main detected ions are marked in Fig. 2,

View Article Online
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and the sharp peaks originating from doubly charged species
with very low or no kinetic energy are indicated. The low m/z
range contains CH;" (i =0,...,4), NH;" (j=0,...,4), and OH;" (k =
0,...,3) fragments, followed by a broad region with ions for
example C,H,,", CNH,", and COH,," (n = 0,...,2, m/z ~ 26-30).
The m/z range covering 37-41 is a typical range for benzene ring
fragments which can here also include an amino group. COOH"
has m/z of 45, and this signature is overlapped with two sharp
peaks at ~44.6 and ~45.6, originating from doubly charged
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Fig. 2 TOF spectra of all aminobenzoic acid isomers, measured in coincidence with C 1s photoelectrons. The data in the spectra of oABA and mABA are
taken from ref. 4, and they have been measured with a higher extraction field in the TOF spectrometer, and thus the TOF axis differs compared to pABA.

The m/z ratio is depicted as an indicative axis on the top.
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ions with masses of 89 and 91 amu, respectively. These doubly
charged ions can be, for example, a parent ion which has lost a
COOH-group and some additional hydrogens. The following
m/z range 49-55 is again a typical range for benzene ring
fragments, and the next doubly charged ion, especially strong
for pABA, is at m/z = 54.5. This is interpreted as a parent ion
which has lost 28 amu, which indicates the emission of a CO or
CNH, fragment. In 0ABA, there is a sharp peak at m/z = 59.6,
which would be a doubly charged parent which has lost a
neutral fragment with a mass of 18 amu, the plausible inter-
pretation being emission of neutral H,O. Interestingly, in mABA
and pABA a sharp peak is observed at m/z = 60, which would
correspond to a fragment arising from the fragmentation of a
doubly charged parent with a loss of 17 amu, i.e. neutral OH or
NH;. After m/z = 60, there is a region of ring fragments up to a
doubly charged parent ion signature at m/z = 68.6, especially
visible for cABA and mABA, but very small in pABA. In all
isomers, ring fragments around m/z = 74 are visible, as well as
some signatures of [M-COOH]" and additional H-loss ions at m/
Z=90-92. Notice that in Fig. 2 the m/z peaks 16, 17, and 19 have
flat tops in the TOF spectra recorded for oABA and mABA, while
in pABA, the lower field setting resulted in the loss of some ions
emitted perpendicular to the spectrometer axis, leading to
double peak structures.

View Article Online
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Fig. 3 shows the energy-resolved AEPICO coincidence map
in the high energy region of the Auger electron, corresponding
to KE region I in Fig. 1. The AEPICO map is constructed by
presenting the Auger electron - ion events as a contour plot
where the colour scale of the map refers to the number of
coincidence events. The kinetic energy of the events Auger
electron defines the position on the x-axis, while the TOF of
the detected ion defines the placement with respect to the
y-axis. The most important fragments discussed here are
labelled in the projected TOF spectrum on the right-hand panel
of the coincidence map. Some selected profiles are shown in
the ESIt (see Fig. S1). The first, well-isolated intense signal from
the right at 269.1 eV is due to the stable dication, and it
matches the first peak labelled with an asterisk in Fig. 1(b).
The H;0" and [M-H;0]" signals appear at 1.2 eV lower Auger
kinetic energy than the stable dication, and these signals form
the second peak marked with an asterisk in Fig. 1(b). They peak
in a very narrow energy range, but H;O" is produced in small
amounts at lower Auger kinetic energies as well. Due to broad-
ness of the lower field TOF peaks, there might also be a small
contribution from the H,O' fragment in the H;O' signal.
However, other channels such as [M-H,O*" and [C¢HsN]**
dominate the fragmentation dynamics below 267 eV Auger
kinetic energies (higher internal energies).

16 x10

14

-
N

-
o

Time of flight (ns)

260 265

270

Z/w

19 [Hy0]"

275

Auger electron energy (eV)

Fig. 3 Auger electron photoion coincidence map in the high Auger electron energy region (region | in Fig. 1). The color scale refers to the number of
counts. The corresponding total Auger electron and TOF spectra are depicted in the top and right-hand panels respectively.
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Note that production of H;0" in 0ABA is mainly observed in
the high-kinetic-energy region of the Auger electron spectrum,
which corresponds to a low internal excitation energy in the
remaining dication. We have obtained deeper insight into
the double ionization in this region, and the subsequent
fragmentation mechanisms with quantum chemistry calcula-
tions. We focus on the rotamer 1 of 0ABA, which is expected to
be the dominant configuration at the experimental tempera-
ture, based on the energy difference between the ortho-rotamers
(~120 meV).* First, the high-kinetic-energy region of the Auger
electron spectrum (see region I in Fig. 1(c) and 3) was investi-
gated by excited states calculations of dicationic 0ABA using the
geometry of the neutral molecule, computed at the MP2/cc-
pVDZ level, ie., assuming vertical ionization in the Franck-
Condon region. The excited states were modelled using the
equation of motion coupled cluster method with single and
double excitations (EOM-CCSD).*”*® The results are presented
in Table 1, and the energies are referred to the dicationic
ground state. The vertical double ionization potential is the
lowest possible energy final state in the Auger process assum-
ing that nuclei do not have time to move in the core-ionised
state (lifetime in order of a few fs), and thus corresponds to the
highest possible Auger electron energy in the Auger electron
spectrum. Lower Auger electron energies correspond to excited
states as the Auger final states. We concentrate on the low-lying
excited states as in that region the most interesting spectral
features are observed, namely the peak at 269.1 eV due to stable
dications and 267.9 eV where H;0" production occurs. Using
the results in Table 1 we may interpret the AEPICO map
features in Fig. 3. A single Gaussian fit to the first signal from
the right (i.e. the stable dication M>* signal) in the AEPICO map
depicted in Fig. 3 gives a full-width-at-half-maximum (FWHM)
of 1.4 eV, which is considerably higher than the experimental
broadening of 0.45 eV. This can be due to significant vibra-
tional broadening, and/or two or more overlapping electronic
states. A double Gaussian fit also gives a total FWHM of 1.4 eV
and a peak separation of 0.65 eV, which matches well the
computed first triplet excitation energy of 0.59 eV. We can
conclude that both the dicationic ground state S, and the first
triplet state T, can contribute to the M>" signal. Fitting the
H;0" signal was much more challenging due to the low counts,
but it is approximately as wide as the M*>* signal, and therefore
likely composed of multiple electronic states as well. We
propose that these are the T,, S;, S, and T; excited states which

Table 1 The energies of low-lying oABA dicationic excited states at the
EOM-CCSD/cc-pVTZ level and MP2/cc-pVDZ optimized geometry. S and
T indicate singlet and triplet states, respectively. Energies are relative to the
dicationic ground state Sg energy, and calculated at the neutral ground
state geometry

Singlet states S: S, S; S4
Energy (eV) 1.45 1.51 2.51 3.92
Triplet states T, T, T; T,
Energy (eV) 0.59 1.39 1.88 2.33

This journal is © the Owner Societies 2025
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are grouped closely together in energy and whose average
energy (1.56 eV) is 1.26 eV higher than the average energy of
the Sy and T, states, matching the experimental peak separa-
tion of 1.2 eV between the M*" and H;O" signals. The higher
energy Sz, S; and T, excited states then contribute to signals
further to the left in the coincidence map, where multiple
fragmentation channels such as the [M-H,O]** and C¢H;N>*
channels start to overlap.

The fragmentation mechanisms of dicationic ABA were
investigated through an exploration of the potential energy
surface (PES) as well as ab initio molecular dynamics simula-
tions. Fig. 4 presents the results of the PES exploration. We
assume a very efficient energy redistribution from the electro-
nic excited states populated in the Auger process, towards
nuclear degrees of freedom in electronic ground state
(electron-phonon coupling). Thus, the PES exploration is car-
ried out in the electronic ground state. The minimum Min 1
(highlighted in red) is reached by relaxation following vertical
ionization. Hydrogen migration (through transition state TS 1,
highlighted in green) followed by H,O roaming connect Min 1
to a more stable configuration in the minimum Min 2
(highlighted in blue). The reconfiguration to this more stable
structure is a common step in the calculated pathways.

Fig. 4(a) shows a straightforward water roaming pathway
starting from Min 2 with subsequent H;O" release. The proton
abstraction causes the initial benzene ring to be transformed
into a five-membered ring with a cyclopentadiene configu-
ration. The emission of neutral water is also depicted here
and the energy required for the barrierless release of H,O lies
1.73 eV above the vertical double ionisation potential (VIP in
Fig. 4). Apart from the water emission, the highest energy point
in this pathway corresponds to the transition state TS 1,
5o H;0" release becomes accessible with an internal energy of
1.05 eV. A more complicated series of hydrogen and water
migrations is depicted in Fig. 4(b), but the endpoint is the
same five-atom-ring structure as in Fig. 4(a). The highest energy
point in this figure is 23.73 eV, so the pathway is accessible with
a slightly higher internal energy of 1.96 eV, which is also higher
than the H,O emission energy of 1.73 eV. Finally, Fig. 4(c)
depicts water roaming pathways starting from Min 2 and the
initial water-producing transition states towards the NH,
group, from which either proton may be abstracted by the
roaming water to produce H;O". The highest energy point here
is again the first transition state TS 1, so the pathways given in
this panel are also accessible with an internal energy of 1.05 eV,
which is in rather good agreement with the experimental peak
separation between the stable dication and H;O' signals
(see Fig. 3). A comparison of the microcanonical coefficient
rates of the pathways in Fig. 4 indicates that proton abstraction
from the -NH, group is the most efficient process (see ESI+ for
more details). A partial charge analysis was also performed
to investigate the flow of charge during the fragmentation
pathways. The results can be found in the ESL¥

Among the aminobenzoic acid isomers, 0ABA (specifically
the rotamer 1) is the most stable in terms of total energy in the
ground state. It has been suggested that the reason for its

Phys. Chem. Chem. Phys., 2025, 27, 9884-9894 | 9889
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H,0* H,0*

Fig. 4 Results of the potential energy surface (PES) exploration for dicationic oABA with singlet spin multiplicity at the MP2/cc-pVDZ level. Energies
include zero-point corrections and are referred to the neutral ground state. (a) A straightforward pathway to HzO" emission through hydrogen migration
and water roaming. The energy needed to release neutral water is also depicted. (b) A more complex series of hydrogen migrations to produce HzO". (c)
HsO" is produced after the roaming water abstracts a proton from the NH» group instead of the benzene ring. Note that relevant points in the PES are
highlighted with a coloured bar: Min 1 in red, Min 2 in blue and TS 1 in green.

greater stability is the intramolecular hydrogen bonding
between the functional groups H-N-H---O-C-O-H.>° Based
on our calculations, the relaxation from the VIP to the dicatio-
nic minimum Min 1 further strengthens this bond. Specifically,
the N-O and H-O distances in the hydrogen bond are shor-
tened by 0.17 A and 0.37 A, respectively, creating a sort of
double-ring structure for the dicationic 0ABA1. To verify this,

9890 | Phys. Chem. Chem. Phys., 2025, 27, 9884-9894

we have performed a bonding analysis in the Min 1 structure
using the quantum theory of atoms in molecules, QTAIM,>”*®
as implemented in the AIMAIl program.”® The results of this
analysis are presented in Fig. 5. Part of the positive charge is
located in the amino group, which undergoes planarization.
Electrons in one of the lone pair of the carboxylic oxygen are
attracted with higher intensity towards the hydrogen atom in
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Fig. 5 QTAIM analysis of Min 1. Black lines are bond paths; green points
are bond critical points and small red points are ring critical points.

the amino group, thus giving rise to a strengthening of the
hydrogen bond with respect to the neutral molecule, creating a
double-ring structure. A similar effect has been observed in the
ionization of y-aminobutyric acid.®

The key differences in fragmentation pathways between the
ABA isomers can be seen in the TOF spectra in Fig. 2. The mABA
and pABA spectra are missing the 59.5 m/z peak (ie. [M-
H,O]*"), but instead have notable peaks at 54.5 m/z, which
can either be [M-CNH,]** or [M-COJ*", both of which imply a
breakup of one of the functional groups. For pABA specifically
the 68.5 m/z peak (i.e. [M]*") is very weak, indicating that the
dication is very unstable. We propose that the double ring
structure that is formed in dicationic 0ABA1 stabilises the
functional groups, suppressing the competing fragmentation
channels that are observed in the meta- and para-isomers,
allowing for the migration and roaming processes that are
necessary for H;0" and H,O production.

The fragmentation processes were also simulated using
molecular dynamics simulations. A small sample of trajectories

View Article Online
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were computed with internal energies of 2 or 5 eV and propaga-
tion times of 500-1000 fs. However, with these energies and
propagation times, the simulations produced no fragmenta-
tion. Therefore the bulk of simulations were run using internal
energies of 10, 20 and 30 eV. These higher internal energies
were needed in the simulations to produce fragmenting trajec-
tories within short propagation times, but this is problematic
because in the Auger electron-photoion coincidences, we
observe the H;O" channel already at 1.2 eV. A propagation time
of 250 fs was chosen for the computational feasibility of a large
number of trajectories. For the 10, 20 and 30 eV simulations
~90%, ~60% and ~20% of trajectories remained unfragmen-
ted, respectively. The full results of the molecular dynamics
simulations can be found in the ESI.t We can thus conclude
that 250 fs may be enough time to describe dynamics at higher
energies but is insufficient closer to the potential energy sur-
face. The Auger electron-photoion coincidence measurements
also show that this is exactly the energy range where H;O"
fragments are produced. In the experimental setup, the flight
time of ionized particles is on the order of microseconds,
so a molecule will have orders of magnitude more time to
reach the available fragmentation pathways. Thus, the low
energy dynamics are far better described by the MP2 PES
exploration rather than the molecular dynamics simulations.
Some H,0 and a handful of H;0" producing trajectories were
seen in the molecular dynamics, however without any notable
isomer discrepancy. One such trajectory is depicted in Fig. 6,
which closely resembles the pathway in Fig. 4(a), thus confirm-
ing the proposed mechanism.

Conclusions

In summary, we present a combined experimental and compu-
tational study of the fragmentation of ortho-aminobenzoic acid
following C 1s photoionization and Auger decay. We present
energy-resolved Auger electron-photoion coincidence (AEPICO)
measurements which reveal that H;O" ions are mostly (and
their two-body dissociation counterparts, [M-H;0]" ions,
almost exclusively) detected in coincidence with high kinetic

e dde g o B

0 fs: 1nitial
geometry

70 fs: 1st hydrogen
migration

¢

120 fs: H,O roaming

(¥
¢ ¢
180 fs: 2ndhydrogen 250 fs: H;O"
migration emission

Fig. 6 Snapshots from a simulated 20 eV internal energy trajectory depicting HzO" formation in oABA. The trajectory is similar to the pathway in Fig. 4(a).
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energy Auger electrons with a very narrow energy range around
268 eV. Thus, the fragmentation of ortho-aminobenzoic acid
yielding H;O" ions predominantly occurs within a specific
range of internal energies. Modeling the dicationic excited
states allows us to identify the electronic states contributing
to the stable dication and H;O" signals in the AEPICO measure-
ments. Our potential energy surface exploration using quantum
chemistry methods reveals multiple possible pathways for H;0"
production with activation energies that match the experi-
mental H;O" signal onset. We also propose an explanation
for the isomer dependency in the H;O" production based on
the increased stability due to a double ring structure in the
dicationic 0ABA ground state, which suppresses the competing
fragmentation mechanisms seen in the meta- and para-isomers.
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