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Ultrafast dissociation of nitromethane from the 3p Rydberg state
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ABSTRACT

We report the time-resolved observation of the ultrafast dissociation of the 3p Rydberg state mani-
fold of nitromethane, which decays with a time constant of 53 &+ 5 fs. We access this manifold using a
femtosecond high-harmonic-generation source, allowing us to track the dynamics of high-lying Ryd-
berg states. Combining ultrafast VUV/UV pump-probe ultrafast photoelectron spectroscopy with ab
initio non-adiabatic surface-hopping calculations, we find that a major channel of this ultrafast relax-
ation is NO bond cleavage. In contrast to previous literature, we find that intersystem crossing is not
necessary to explain the dynamics, as the multiplicity of the system is retained along the reaction
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pathway. The photoinduced homolytic fission results in the formation of a nitrosomethane radical,

with possible implications for atmospheric chemistry.
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1. Introduction

Nitro-containing organic molecules find use as propel-
lants, explosives, and fuels [1-4]. As a result, they can
readily appear within our atmosphere [5-9]. This then
creates an impetus to understand their chemical photo-
dynamics upon UV excitation. Previous studies on lower-
lying electronic states of nitromethane have found that
the primary reaction channel for 77* excitation is the
cleavage of the CN bond, resulting in the formation of
CHj3 and NOy, or even a cleavage followed by a new CO
bond formation [8,10]. However, the reaction products of
higher-lying electronic states are not yet fully understood
and, in particular, Rydberg state dynamics have not been
studied to date. This is a result of previous limitations of
the ultrashort light sources required to access these states.
For these kinds of experiments, one needs access to fem-
tosecond VUV pulses, which can be produced through
high-harmonic generation. Now that such sources are

firmly established, we are able to prepare these higher-
lying electronic states and track the novel reactivity that
they induce [11-16].

These higher-lying states often involve population of
Rydberg orbitals, where the excited electron is in a large,
diffuse orbital, surrounding the molecular ion core. Due
to this, Rydberg state dynamics may hold interest as
molecular analogues to charge transfer states in mate-
rials (though also with important differences) [17,18],
allowing studies of such states in an interaction-free
environment, with a single-molecule approach. This can
help determine the fundamental intramolecular photo-
dynamics of certain chemical moieties, extending the
concept of functional groups from organic synthesis
to photodynamics and functional materials [19]. Addi-
tionally, the fact that Rydberg states hold very similar
properties to cationic states, means that they can be
used to access the reactivity and dynamics of cations
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(particularly in charge migration and charge trans-
fer processes [18,20-24]), without the need for ultra-
short x-ray pulses, making them attractive for tabletop
experiments.

The nitro functional group has high synthetic inter-
est owing to its strongly electron-withdrawing charac-
ter [25-28]. This makes it highly relevant in push-pull
systems for directing charge through organic molecules
[29-32]. As nitromethane is the prototypical nitro-
alkane, it is a good candidate system for Rydberg state
photoelectron studies to examine its properties as a
dynamophore, i.e. the portion of the molecule which dic-
tates its dynamic behaviour [33]. Similar studies of the
lower-lying electronic states of other functional groups
have been very successful in building up general pic-
tures for excited-state reactivity, allowing chemical intu-
ition for how excited-state dynamics should proceed to
develop, particularly in the case of olefinic cis-trans pho-
toisomerisation [34-37].

Distinguishing high-lying electronic states becomes
increasingly difficult as one approaches the ionisation
potential, particularly when the pulses involved are ultra-
short. The recent availability of VUV absorption data for
nitromethane makes this task far simpler and shows that
absorption of a single 133 nm photon (9.32 eV, with an
estimated full-width at half-maximum from the Fourier
limit of 0.07 eV) prepares a broad 3p Rydberg feature [2].
The breadth of this feature is highly interesting, as one
would typically expect Rydberg states, at least higher-
lying ones, to be sharp and well defined, although there
are some features which can be assigned to individual
vibronic transitions of the 3p, Rydberg state. The broad-
ness of this manifold speaks to the short lifetime one
might expect from this manifold of electronic states,
which we measure to be 53(5) fs. This broadness, cou-
pled with the suggestion that the decay of this mani-
fold is the result of a photodissociation forming nitro-
somethane and an oxygen atom, which according to pre-
vious calculations is mediated by intersystem crossing
[2], makes this a highly interesting region of the elec-
tronic absorption spectrum to study - particularly with
a time-resolved photoelectron experiment. This kind of
experiment provides sensitivity to both nuclear and elec-
tronic configurations as they change along the reaction
pathway.

A key finding of this work is the formation of
nitrosomethane, identified by surface-hopping dynam-
ics calculations initiated on the 3p, electronic state.
This pathway has been proposed as an important chan-
nel in the S; photodynamics of nitromethane, and has
been observed experimentally through mass spectrom-
etry. In the S; state, the cleavage of an NO initiates a
roaming pathway, allowing for CH3NOO and CH3;NO

formation as a final product [38,39]. Additionally, reflec-
tron time-of-flight mass spectrometry experiments in
nitromethane find significant mass channels that can
be attributed to nitrosomethane formation and its fur-
ther reactions. However, this present work stands apart
from previous experimental results, as the availability
of VUV sources is highly-limited. We hope that, as the
evident value of these sources becomes more widely
seen, the availability of different kinds of experimen-
tal data in this spectral region increases. Computational
work has suggested the formation of nitrosomethane as
part of an internal conversion cascade [2,10,38], which
could be verified with a VUV-pump-VUV-probe experi-
ment. The novel work contained within this manuscript
shows that the internal conversion of the 3p, Rydberg
state of nitromethane decays on an ultrafast timescale,
with our computational results supporting this timescale,
with a reaction path that proceeds through NO bond
cleavage.

Here, we present our recent work on the 3p,
Rydberg state dynamics of nitromethane, prepared by
single-photon absorption of 133 nm (9.32 eV) light, and
probed by 266 nm (4.66 eV) light. The observed dynam-
ics are a monoexponential decay of the excited-state pho-
toelectron signal, with a decay constant of 53(5) fs. The
experimental work is supported by ab initio multiref-
erence calculations and non-adiabatic dynamics simula-
tions.

2. Methods
2.1. Experimental methods

The spectrometer, laser system, and beamline have been
characterised and described in detail in previous pub-
lications [11,13,40]. Nitromethane (vertical ionisation
potential: 11.29 eV) [41] is expanded into the interaction
region of our velocity map imaging spectrometer as a
molecular beam from a pulsed Even-Lavie nozzle [11,13].
The sample is excited by single 133 nm (9.32eV) pho-
tons and then probed by single 266 nm (4.66 eV) photons,
which ionise the electronically excited nitromethane. The
laser source for this experiment is a Coherent Legend
Elite Duo (output wavelength is 800 nm, compressed to
ca. 30 fs, repetition rate of 1 kHz). 1.8 W of the output is
used for this experiment, where 70 % is frequency dou-
bled and used to generate the 133 nm photons in a semi-
infinite gas cell filled with 10 mbar of xenon through a
high-harmonic generation process. The 266 nm light is
generated by the remainder of the 800 nm in a third-
harmonic generation stage using non-linear crystals. A
schematic of the beamline used in this experiment is
shown in Figure 1. The measured cross-corellation for
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Figure 1. A schematic of the beamline used for the experiments. 800 nm light is generated by a Coherent Legend Elite Duo
(1 kHz, 300 ps), and is compressed to a 30 fs pulse duration. The beam is split by an 80:20 beam splitter (BS), with the transmitted por-
tion being frequency doubled in a 8-barium borate crystal which is then used as the driving laser in a semi-infinite gas cell, generating
133 nmlight. The reflected arm passes through a third-harmonic generation (THG) stage to generate 266 nm. These beams are then
recombined non-collinearly in a velocity map imaging (VMI) spectrometer.
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Figure 2. Cross-correlation of 133 nm + 266 nm photoionisation
of xenon, returning an instrument response function of 70 & 2 fs.

this experiment is shown in Figure 2, and is fit to a Gaus-
sian distribution, giving a full-width at half-maximum of
70(2) fs.

2.2. Computational methods

All calculations were carried out using the OpenMol-
cas program package [42,43]. The X minimum energy
geometry was optimised at the CASSCF(8,10)/aug-cc-
pVTZ level of theory. From this point, the absorption
spectrum was calculated at the CASPT2(8,10)/aug-cc-
pVTZ level of theory (Table 1). Frequencies for opti-
mised stationary points, in addition to one-dimensional,
unrelaxed, potential energy curves are calculated at the
CASSCEF(8,10)/aug-cc-pVTZ level of theory, in addi-
tion to the second-order perturbative corrections. The
potential energy curve reported is calculated by chang-
ing the CN bond distance of the optimised global min-
imum structure of the electronic ground state. The

Table 1. CASSCF and CASPT2 excitation energies (E, in ) and
dipole velocity transition oscillator strengths (f). Experimental
excitation energies are from references [2,46].

Theoretical Experimental

State E,CAS E,PT2 f E

nm* 4.66 4.56 1.64E—6 4.50
nm* 5.89 5.14 5.37E-5 6.27
ar* 6.96 7.55 1.06E—1 7.53
n3s 7.07 7.96 8.14E—2 797
w3s 7.22 8.34 8.06E—4 8.26
n3s 7.57 8.61 242E-2 8.47
n3py 8.28 9.07 1.18E—2 9.13
n3py 8.30 9.26 891E-3 9.37
3p; 8.44 9.83 2.61E-3 9.44

non-adiabatic dynamics are calculated using a full-
dimension surface-hopping approach, implemented as
the Dynamix module as part of the OpenMolcas pro-
gram package [43]. These trajectories are simulated at
the CASSCEF(8,10)/aug-cc-pVTZ level of theory, with
30 trajectories. The starting velocities of the trajecto-
ries were obtained from random velocities selected from
a Maxwell-Boltzmann distribution. The dynamics were
initiated on the 3p, electronic state, with a timestep of
50 au (1.21fs).

3. Results and discussion

The molecular structure, and key calculated geometric
parameters are shown in Figure 3. The calculated sta-
tionary point was verified to be an energy minimum
through a frequency calculation to ensure that there were
no imaginary frequencies. The optimised geometry is
Cs symmetric. Photoexcitation at 133 nm (9.32eV) ini-
tiates a HOMO-1 — 3p transition, where the photon
prepares the 3p, Rydberg state through promotion of an
electron from the 7 HOMO-1 to a 3p, Rydberg orbital.
A schematic of this process is shown in Figure 4. The
3p Rydberg state dynamics are modelled by calculating
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Figure 3. Ground electronic state minimum energy nuclear con-
figuration of nitromethane, optimised at the CASSCF(8,10)/aug-
Cc-pVTZ level of theory.
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Figure 4. Absorption of a single-photon of 133 nm (9.32 eV) light
promotes a single electron from the = HOMO-1 orbital to a
3p Rydberg orbital. This electronically excited state can then be
ionised by 266 nm (4.66 eV).

the non-adiabatic molecular dynamics trajectories at the
CASSCEF(8,10)/aug-cc-pVTZ level of theory.

The HOMO-1 orbital is an nmo orbital, and the
HOMO orbital is an NO, 7 orbital. Our calculations
and characterisations of the electronic transitions in
this energy region show that one of the primary differ-
ences between the higher-lying and the lower-lying states
within the 3p Rydberg series is the localisation of the hole.
For the transition at 9.37 eV, the hole is localised in nog.
The calculated transitions and their assignments can be
found in Table 1. As one can see, the calculated oscil-
lator strength for the nm™ transition is three orders of
magnitude lower than for the n3p, transition we study

Excitation pulse
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Figure 5. The blue plot shows the experimental nitromethane
VUV absorption spectrum, digitised from Ref. [2], and the black
dashed lines show transitions to the n3py and n3py, assigned
from the same work. The green Gaussian curve shows the Fourier-
limited energy profile of the 9.32 eV excitation pulse.

in this work. Due to this, we do not see an experimental
signature of this feature.

The measured VUV absorption spectrum from Shas-
tri et al. [2] is shown in Figure 5, with a schematic of the
energy profile of our excitation pulse shown in green. The
structure that one can see in the measured spectrum has
been assigned as vibronic structure of the 3p, Rydberg
state, and the assigned absorption energies are marked
with black dashed lines.

The experimental results are summarised in Figure 6,
where the top panel shows a kinetic fit of the normalised
total photoelectron signal integrated in energy. The cen-
tre plot shows the time-resolved photoelectron spectrum
(TRPES) for the 3p, Rydberg state. The most striking
thing about this spectrum is that the signal decays so
quickly. The kinetic fit gives a monoexponential decay,
with a constant of 53(5) fs, implying a single kinetic pro-
cess, resulting in a product or products that cannot be
ionised by 266 nm (4.66 eV). Explicitly, the monoexpo-
nential decay is described as:

S(H=A- o(-7x) % g(f) (1)

where the integrated and normalised time-dependent
signal S(¢) is fit to a single exponential decay with a
given decay time constant Tge., and amplitude A. This
monoexponential decay is convolved with the instrument
response function g(t) shown in Figure 2. Previous com-
putational results have suggested that the decay within
this region is the result of intersystem crossing, that then
results in a cleavage of an NO bond [2]. Given the rapidity
of the decay, this would certainly be a surprising result.
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Figure 6. Experimental time-resolved photoelectron spectrum
for 3p, electronically excited nitromethane with time delays
between —100fs and 600 fs, where negative time delays mean
that the 266 nm pulse arrives first. The time steps between
—100fs and 200fs are in 20fs increments, and the time steps
between 200fs and 600fs are in 100fs increments. The one-
dimensional plot shows the total normalised photoelectron signal
in time, and the monoexponential kinetic fit of this trace. The
decay constant associated with this fit is 53(5) fs.

Figure 7 shows the 8, map for the TRPES shown in
Figure 6. As can be seen from the figure, there is no
clear difference in anisotropy either in energy or time,
but there is a trend of decreasing anisotropy as the PKE
degreases. We define a region with greater anisotropy
between 1.8eV and 2.8eV, and a region that is less
anisotropic between 1.8 eV and 0.4 eV and provide fits of
the photoelectron angular distribution in Figure 8. The
B2 value of 1.08 in panel A (higher energy region) is
more isotropic, which is consistent with a greater degree
of o* mixing with the p Rydberg state, while the lower
anisotropy of panel B (lower energy region, f» = 0.57)

Data
_ﬂ =1.08+0.07
=0.2340.05
—Total fit
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Figure 7. Experimental time-resolved f, parameters for 3py
electronically excited nitromethane, corresponding to the time-
resolved photoelectron spectrum shown in Figure 6. The time
delays are between —100fs and 600fs, where negative time
delays mean that the 266 nm pulse arrives first. The time steps
between —100fs and 200 fs are in 20 fs increments, and the time
steps between 200 fs and 600 fs are in 100 fs increments.

and corresponds to a photoelectron originating from an
orbital with a more pure p character [13,44,45].

To investigate the role of NO bond cleavage, we
simulate the dynamics of the 3p-Rydberg state of
nitromethane. We find that three electronic surfaces
are involved (the n3p,, n3p, and the n3s), and that
the initial motion that takes the population out of the
Franck-Condon motion is a CN stretching motion. This
CN stretching motion introduces a significant o* char-
acter, mediating ultrafast internal conversion to the n3p,
state. Interestingly, this is also the mechanism by which
3p Rydberg states relax to 3s Rydberg states in aliphatic
amines [47-50]. In these systems, the hole is located in
the nitrogen lone pair, and initiates a stretching motion
in the CN bond. This stretching motion mediates an

B

Data
_ﬂ =0.57+0.1
=0.194+0.07
—Total fit

Figure 8. Experimental fits of the B, parameters for 3p, electronically excited nitromethane at time zero. Panel A shows the photo-
electron angular distribution of the more anisotropic region, averaged between 1.8 eV and 2.8 eV, and panel B shows the photoelectron
angular distribution of the less anisotropic region, averaged between 0.4 eV and 1.8 eV.
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Figure 9. CN distances as a function of time from the non-
adiabatic molecular dynamics simulations initiated on the 3p,
electronic state, calculated at the CAS(8,10)/aug-cc-pVTZ level of
theory. Before 50 fs, the initial population is largely directed into a
CN stretching motion, which allows more o * character to mix into
the Rydberg state, mediating internal conversion. Upon internal
conversion, there is no longer coherent CN motion.

internal conversion between the 3p Rydberg state and 3s
Rydberg state by mixing o* character into the electronic
configuration of the 3p Rydberg state. We suggest that in
Nitromethane a similar effect is at play, as the hole in this
case is primarily localised on the whole NO; moiety.

The results of the non-adiabatic dynamics simula-
tions, following the CN stretching motion are shown in
Figure 9, and a summary of the results with the changes
of the NO distance and CN distance shown together, are
seen in Figure 10.

Upon internal conversion, mediated by Rydberg-
valence mixing, the population then bifurcates: The
major channel undergoes another state crossing, cleaving
an NO bond, and the minor channel results in cleavage

A 35 250

3t 200
25} 150 @
=z .,." o
Y 1 100 £

1.5} 50

1 —
1 25
"eN

0 50 100 150 200 250

Time (fs)

Figure 10. Calculated non-adiabatic dynamics trajectories of
3py-excited nitromethane. The simulation shows that the major
decay pathway for this reaction is the cleavage of an NO bond
within 100 fs. Panel A shows the CN bond distance versus the syn-
periplanar NO bond (the left-hand-side NO bond in Figure 3), and
panel B shows the same but for the antiperiplanar NO bond (the
right-hand-side NO bond in Figure 3).

of the CN bond, on significantly longer timescales. Our
dynamics simulations agree with previous findings that
a major decay channel in this region is NO bond cleav-
age [2], which we find to occur on a timescale of less
than 100 fs, giving a very good agreement with our exper-
imental data. However, we find that the multiplicity of
the system is conserved along the reaction path, mean-
ing that intersystem crossing is not necessary to explain
the observed dynamics.

The dynamical simulations indicate that, even though
the reaction is over within 100 fs, the dynamic motion
is surprisingly complex and also quite strongly coher-
ent. This coherence is evident from the experimental
ultrashort timescale (indicating that the initially prepared

B 3¢ 250
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Figure 11. Calculated potential energy curves for the ground electronic state, and the first nine electronically excited states of
nitromethane, following unrelaxed CN distance displacement, calculated at the CASPT2(8,10)/aug-cc-pVTZ level of theory.



wavepacket is not dispersing through all available degrees
of freedom), and from the simulations which show that
the reaction coordinate can be well defined by two
motions, and the trajectories follow these motions in a
repeatable way, which also indicates that this coherence
results from the topography of the potential energy land-
scape. The initial motion that we see is a CN oscillation,
taking the CN bond distance to an average of ca. 1.7 A.
This takes the population to a region of high electronic
state mixing, allowing the system to cross to a lower-
lying singlet state. This is most easily seen from Figure 11.
From here, the population bifurcates into two primary
decay channels. The major channel is NO bond cleav-
age, and the minor channel is CN bond cleavage. The
signature of this bifurcation in the dynamics trajecto-
ries is most easily seen in Figure 9, where the trajecto-
ries quickly diverge after ca. 50 fs It is conceivable that,
with increased time resolution, or higher probe ener-
gies, an experimental signature of both channels could
be observed. However, the presently observed signal is
well described by a monoexponential decay, and the
probe-photon energy is too low to directly observe the
fragments.

4. Conclusions

To summarise, the dynamics of the 3p-Rydberg state
of nitromethane has been observed using femtosec-
ond XUV-pump UV-probe time-resolved photoelec-
tron spectroscopy. Computationally, these dynamics have
been described at the CASSCF(8,10)/aug-cc-pVTZ level
of theory, yielding very good agreement between exper-
iment and theory. The excited-state signal from the
3p-Rydberg state region decays on a surprisingly fast
timescale, with a decay constant of ca. 53(5) fs. The prod-
ucts of this homolytic dissociation are nitrosomethane
and oxygen as a major channel, and CH3z +NO; as a
minor channel. The decay process involves three elec-
tronic states, which may be a surprising result for such
a fast reaction. However, this reaction is clearly highly
coherent, and the motions involved result in strong mix-
ing of valence states with the 3p Rydberg states. The initial
population by a single 9.32 eV photon prepares the n3p,
Rydberg state, which initiates a CN stretching motion.
This motion strongly mixes CN o * valence character into
the electronic configuration, mediating internal conver-
sion to the n3p,, which then proceeds to the 3s state,
resulting in cleavage of the NO bond.

The formation of nitrosomethane through a homolytic
fission could have implications for the chemistry of
nitromethane in the atmosphere. Nitrosomethane read-
ily decomposes into nitric oxide [51], which means that
nitromethane may be a potential radical source in the

MOLECULARPHYSICS (&) 7

atmosphere. Additionally, as the dynamics we observe
are entirely located on the NO; moiety, it would not be
surprising if similar organic nitro compounds react in a
similar fashion.

With respect to the role of nitro compounds, and their
associated Rydberg states in this manifold, within the
context of charge transfer and charge migration, there
is likely a wealth of information that can be obtained
with higher time resolution. This is because the reac-
tion path is quite coherent, and involves a number of
electronic states with mixed characters in a very dense
manifold. With sufficient time resolution, this would be
an ideal candidate molecule to study conical intersection
dynamics in a neutral molecule.
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