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ABSTRACT: H2S is being detected in the atmospheres of ever more interstellar
bodies, and photolysis is an important mechanism by which it is processed. Here,
we report H Rydberg atom time-of-flight measurements following the excitation of
H2S molecules to selected rotational (JKaKc′) levels of the 1B1 Rydberg state
associated with the strong absorption feature at wavelengths of λ ∼ 129.1 nm.
Analysis of the total kinetic energy release spectra derived from these data reveals
that all levels predissociate to yield H atoms in conjunction with both SH(A) and
SH(X) partners and that the primary SH(A)/SH(X) product branching ratio
increases steeply with ⟨Jb2⟩, the square of the rotational angular momentum about
the b-inertial axis in the excited state. These products arise via competing
homogeneous (vibronic) and heterogeneous (Coriolis-induced) predissociation
pathways that involve coupling to dissociative potential energy surfaces (PES(s)) of, respectively, 1A″ and 1A′ symmetries. The
present data also show H + SH(A) product formation when exciting the JKaKc′ = 000 and 111 levels, for which ⟨Jb2⟩ = 0 and Coriolis
coupling to the 1A′ PES(s) is symmetry forbidden, implying the operation of another, hitherto unrecognized, route to forming H +
SH(A) products following excitation of H2S at energies above ∼9 eV. These data can be expected to stimulate future ab initio
molecular dynamic studies that test, refine, and define the currently inferred predissociation pathways available to photoexcited H2S
molecules.

1. INTRODUCTION
Sulfur is the fifth most abundant volatile element in our solar
system,1 but the relative abundances of S-containing species
detected in the interstellar medium (ISM) vary greatly. The
densities of such species in low-density, diffuse clouds are
estimated at close to the cosmic value,2 but studies in denser
regions of the ISM typically return significantly lower fractional
abundance estimates.3−5 The estimated abundances in the
outer layers of the photodissociation region in the Horsehead
nebula, for example, are only about a quarter of the cosmic
value,6 and the values in cold molecular clouds are much lower
still.7−9 This reduction has been rationalized by assuming that
much of the (undetected) sulfur is incorporated in dust grains
and icy mantles. The abundance and mobility of hydrogen in
an ice matrix encourage the view that most of the sulfur
released from interstellar ice mantles (by sputtering and
thermal and/or photoinduced desorption) will be in the form
of H2S.

10−13 The detections of H2S in the coma of P/Halley,
14

C/1995 O1 (Hale-Bopp),15,16 C/2014 Q2 (Lovejoy),17 and
67P/Churyumov−Gerasimenko18 accord with such expect-
ations. H2S has also been detected in the atmospheres of
Jupiter,19 Uranus,20,21 and Neptune,22 in protoplanetary disks

in Taurus,23 in an isolated massive protostar,24 and in a brown
dwarf25 and has recently proposed as a source of sulfur in the
hotter, denser atmospheres of exoplanets like Wasp-39b, where
its photochemical processing is predicted to contribute to the
detected SO2.

26

Photodissociation is an important destruction process for
H2S molecules in low-density regions of the ISM. As Figure 1
shows, the electronic spectrum of H2S exhibits two regions of
broad continuous absorption, one centered at wavelengths λ ∼
195 nm and the second of which becomes increasingly evident
at λ < 150 nm.27 Many intense, narrow bands sit on top of the
shorter wavelength continuum.28,29 These are signatures of
excitations to Rydberg states, belonging to series that converge
to the first ionization limit (84 432 ± 2 cm−1 (ref 30)).
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Formation of ground-state H2S+ involves the removal of an
electron from the nonbonding 2b1 orbital (essentially the S 3px
orbital) of the neutral molecule. This causes a negligible
change in equilibrium geometry, and the associated Franck−
Condon factors thus ensure that the absorption to each of
these Rydberg states is dominated by the origin band (i.e., the
v′ = 0 ← v″ = 0 transition). Several of these Rydberg states are
sufficiently long-lived (i.e., predissociate sufficiently slowly)
that their spectra show resolved rotational fine struc-
ture.28,29,31,32

Table 1 shows threshold energies for the various spin-
allowed fragmentation channels of H2S molecules at the

photolysis wavelength of particular interest in the present
work. The threshold energies for channels I−IV are also
included in Figure 1, along with the vibrational energies of the
SH products. Prior experimental (photofragment translational
spectroscopy (PTS))38,39 studies and ab initio electronic
structure calculations40 have determined that the long
wavelength continuum arises via excitation to two coupled
states of 1A″ symmetry (in the Cs point group, with 1B1 and
1A2 symmetries in C2v). Photoexcitation within this continuum

yields H + SH(X) products, and the internal (rovibrational)
excitation of the SH fragments increases with a decreasing
excitation wavelength. Richer photochemistry including all
channels I to VI has been identified when exciting at
wavelengths shorter than ∼150 nm,41 where the higher energy
(1A′) continuum can be accessed directly, by nonadiabatic
coupling following the initial population of the Rydberg states.
The Rydberg states can also decay by radiationless coupling to
the 1A″ continuum, and theory and experiment have identified
nonadiabatic coupling routes (e.g. conical intersections,
Renner−Teller seams of intersection) by which population
can funnel between the states responsible for the 1A′ and 1A″
continua.41

The present study focuses on S−H bond fission processes
following excitation to one Rydberg state, responsible for the
strong absorption feature at λ ∼ 129.1 nm. Previous band
contour analyses have established that the excited state has 1B1
symmetry (in C2v), and its associated quantum defect (δ ∼
0.03, assuming n = 4) has encouraged assignment in terms of a
4da1 ← 2b1 orbital promotion.

28,29 Recent studies employing
vacuum ultraviolet (VUV) photons from the free electron laser
(FEL) at the Dalian Coherent Light Source (DCLS) to excite
the band and PTS methods (H atom Rydberg tagging time-of-
flight (HRTOF) or time-sliced velocity map ion imaging
methods) to measure the translational energy distributions of
the resulting H,41,42 S(1D),42 and S(1S)43 photoproducts have
confirmed that channels I to VI are all active at this
wavelength, with channels I and II, involving fission of one
S−H bond, the dominant primary processes. Every SH(A)
photoproduct will predissociate to yield a second H atom
(channel II′ in Table 1) within, at most, a few nanoseconds of
its formation.44,45 These secondary H atoms are also detected
in the PTS experiments, so channels II and II′ together
constitute a sequential contribution to the overall channel III.
The bandwidth of the VUV-FEL source spans much of any

one Rydberg feature in the absorption spectrum of a jet-cooled
H2S sample, thus precluding investigation of the ways in which
the photofragmentation dynamics depend on the parent
rotational state. Here, we report higher resolution studies of
rotational (i.e. JKaKc′) level-dependent predissociation dynamics
of the 1B1 Rydberg state responsible for the strong absorption
feature of H2S at λ ∼ 129.1 nm. The new data are compared
with those returned by recent studies of the first (3da1 ← 2b1)
member of the same Rydberg series46 (responsible for a strong
absorption at λ ∼ 139.1 nm), thereby revealing some of the
consequences of accessing the various dissociation continua
from a very similar starting geometry but at a higher (ΔE ∼
5500 cm−1) absolute excitation energy.

2. EXPERIMENTAL METHODS
The product total translational energy, P(ET), distributions
were obtained using tunable VUV pump and probe sources
along with HRTOF detection.47 The experimental apparatus
and methods have been detailed previously.46,48−51 The H2S
sample (typically 30% seeded in Ar) was introduced into the
interaction volume in the form of a pulsed jet. The photolysis
photons at λ ∼ 129.1 nm were generated by difference four-
wave mixing (DFWM) involving two λ = 212.556 nm photons,
and one λ ∼ 600 nm photon overlapped in a stainless-steel cell
filled with a 3:1 ratio Ar/Kr gas mixture. The wavelengths of all
laser outputs used in this study were established using a
wavemeter. The HRTOF spectra were recorded along axes at
angles θ = 0° (parallel), 90° (perpendicular), and 54.7° (i.e., at

Figure 1. H2S absorption cross section versus wavelength (after ref
27), with the 129.1 and 139.1 nm features highlighted, along with the
energetic thresholds for each of dissociation channels I−IV, for
ionization (I.P.), and for forming SH(X) and SH(A) products in
different vibrational states.

Table 1. Thermochemical Threshold Energies for Spin-
Allowed Fragmentation Channels I−VI of H2S, Derived
Using Literature Values for the Bond Dissociation Energies
D0°(HS−H),33 D0°(S−H),34 and D0°(H−H),35 and the
Term Values T00(SH(A−X)),36 ΔE(S(1D2−3P2)), and
ΔE(S(1S0−3P2))

37

channel fragments
threshold

energy/cm−1

I H + SH(X2Π3/2, v″ = 0, N″ = 1) 31 451 ± 4
II H + SH(A2Σ+, v′ = 0, N′ = 0) 62 284 ± 4
II′ SH(A2Σ+, v, N) → H + S(3PJ), (J = 2, 1, 0)
III H + H + S(3PJ), (J = 2, 1, 0) 60 696 ± 25a

IV H + H + S(1D2) 69 935 ± 25
V H2(X1Σg

+, v″ = 0, J″ = 0) + S(1D2) 33 817 ± 25
VI H2(X1Σg

+, v″ = 0, J″ = 0) + S(1S0) 46 758 ± 25
aThe reported threshold energy for channel III is for forming S(3P2)
products.
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the magic angle) to the electric (ε) vector of this VUV
radiation, using a rotatable half-waveplate to rotate the ε vector
of the tunable (λ ∼ 600 nm) radiation. The VUV probe
photons at the H Lyman-α wavelength (λ = 121.6) were also
generated by DFWM, in another cell containing a 3:1 Ar/Kr
gas mixture, mounted on the opposite side of the photolysis
chamber, employing two λ = 212.556 nm photons along with a
λ ∼ 845 nm photon. The resulting H(n = 2) atoms were
promoted to a high-n (n = 30−80) Rydberg state, lying just
below the ionization threshold, by absorbing a further photon
with λ ∼ 365 nm. Background signals that could arise from λ =
212.556 nm photolysis of H2S in the interaction region were
eliminated by arranging that the various beams passed through
a biconvex LiF lens positioned off-axis at the exit of each Ar/Kr
gas cell, thereby ensuring that only the VUV beam was
dispersed through the interaction region.52 The 121.6 nm
photons also induce H2S photolysis and thus generate H atom
signals. To counter this, a background subtraction method was
employed, with the photolysis laser radiation only present on
alternate probe laser shots.
The Rydberg-tagged H atom photofragments flew a known

distance, d ∼ 280 mm, prior to striking a grounded mesh
mounted close in front of a Z-stack microchannel plate
detector where they were field-ionized by the ∼2000 V cm−1

electric field. The detected signal was then passed to a fast
preamplifier and counted by a multichannel scaler. The
recorded TOF data were converted to the corresponding H
atom translational energy distributions and momentum
arguments then used to derive corresponding P(ET)
distributions, as described previously.47 H atom photofragment
excitation (PHOFEX) spectra were recorded by integrating the
H atom signal while scanning through the requisite range of
photolysis wavelengths.

3. RESULTS AND DISCUSSION
3.1. H Atom PHOFEX Spectrum. Figure 2A shows the

excitation spectrum for forming H atoms following the
excitation of a jet-cooled sample of H2S across the wave-
number range of 77 380−77 510 cm−1 (129.23−129.02 nm).
Each feature can be assigned to one or more lifetime
broadened JKaKc′−JKaKc″ transitions using the spectral simu-
lation program PGOPHER53 together with appropriate
spectroscopic parameters. The ground-state constants were
taken from the literature,54 and excited-state constants
identical to those for the ground-state ion55 were assumed.
The resulting simulation is shown in stick form, with each
transition assigned a line width, in Figure 2B. This sufficed to
assign the dominant contributors to the various maxima in the
PHOFEX spectrum (labeled 1 and 8 in Figure 2A) and to
establish the 1B1−X1A1 band origin (ν0 = 77 444 cm−1). This
analysis identifies feature 2 at λ = 129.158 nm (77 424.5 cm−1)
as a single rovibronic transition (the 000−110 line), that feature
5 at λ = 129.095 nm (77 462.3 cm−1) is dominated by the 110−
000 transition, and that the 211−101 transition is the major
contributor to the blended feature 6 centered at 129.068 nm
(77 478.5 cm−1). Table 2 provides a fuller description of the
stronger transitions contributing to each of features 1−8
(highlighted in the stick spectrum in Figure 2B) and the values
of ⟨Jb2⟩, the expectation value of the square of the angular
momentum about the b-inertial axis in the various excited
rotational levels.
Several factors influence the relative intensities of the various

spectral features. Each rotational level of H2S satisfies either

ortho- or para-nuclear spin statistics. The ortho-levels (for
which Ka + Kc = odd in the X̃ state) have 3 times higher
statistical weight, and transitions involving ortho-H2S mole-
cules are highlighted in bold in Table 2. The ortho- and para-
H2S molecules do not interconvert during the supersonic
expansion, so any simulation of the jet-cooled excitation
spectra must employ different rotational (Trot) and nuclear
spin (Tns) temperatures. The simulated spectrum in Figure 2B
assumes Trot = 20 K and Tns = 300 K.
The excitation spectrum for forming H atom products

(Figure 2A) reports some convolution of the parent absorption
cross section and the branching ratio for dissociating to yield

Figure 2. (A) H atom PHOFEX spectrum recorded using a jet-cooled
30% H2S in Ar gas mixture. (B) PGOPHER simulation of the
H2S(1B1−X1A1) assuming spectroscopic parameters from refs 54 and
55 and a band origin ν0 = 77 444 cm−1. The simulated spectrum is
shown both in stick form and with each rovibronic transition clothed
with a (Lorentzian) line shape with a full width at half-maximum
(fwhm) determined by the excited-state lifetime. The widths are
modeled as the sum of homogeneous and heterogeneous contribu-
tions, using the function ω = ω0 + ω′⟨Jb2⟩ with ω0 = 1.5 cm−1 and ω′
= 0.1 cm−1. The peak amplitude in each case is reduced in a
compensatory manner to conserve the rovibronic transition line
strength. The simulation assumes rotational and nuclear spin
temperatures Trot = 20 K and Tns = 300 K, respectively.

Table 2. Measured Wavelengths/Wavenumbers of Maxima
in the H Atom PHOFEX Spectrum (Figure 2A) and the
Dominant Contributing Transitions Identified by the
PGOPHER Simulation (Figure 2B)a

peak measured wavelength/nm wavenumber/cm−1 transition ⟨Jb2⟩
1 129.191 77 404.8 111−221 0
2 129.158 77 424.5 000−110 0
3 129.130 77 441.3 202−212 1.48

101−111 1
4 129.124 77 444.9 111−101 0
5 129.095 77 462.3 110−000 1
6 129.068 77 478.5 211−101 4
7 129.064 77 480.9 220−110 2.518
8 129.029 77 502.0 322−212 4

aThe transitions of ortho-H2S molecules are highlighted in bold, and
the final column shows ⟨Jb2⟩, the expectation values of the square of
the angular momentum about the b-inertial axis for the various excited
rotational levels.
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one or more H atoms. The H2 elimination channels V and VI
(Table 1) are both minor processes at the wavelengths of
current interest,41 so it is logical to compare the H atom
PHOFEX spectrum with the predicted parent absorption
spectrum (Figure 2B). Three further features merit note,
however. First, the signal intensity in the H atom PHOFEX
spectrum (Figure 2A) does not fall to zero between the peaks,
consistent with the underlying background absorption evident
in the parent absorption spectrum (Figure 1). The PGOPHER
simulation, in contrast, reports only the absorptions associated
with the 1B1−X1A1 transition. Second, as in the case of the 1B1
state arising from the 3da1 ← 2b1 promotion at λ ∼ 139.1
nm,46 the simulation shown in Figure 2B also recognizes that
the excited state JKaKc′ levels can predissociate by both
homogeneous and heterogeneous (i.e., rotational level
independent and dependent) mechanisms and that the rate
of the latter (Coriolis-driven) predissociation scales with ⟨Jb2⟩.
The parameters used in the present simulation are included in
the caption of Figure 2. Finally, the analysis of the present
P(ET) spectra (see below) and previous studies

41 show that
the b-axis rotationally induced predissociation of H2S Rydberg
states with 1B1 symmetry enables coupling to the 1A′
continuum and favors dissociation to H + SH(A) products
(channel II). The resulting SH(A) products predissociate
(channel II′), so the net effect is the formation of two H atoms
per absorbed photon. Peaks in the H atom PHOFEX spectrum
associated with transitions to JKaKc′ levels with higher ⟨Jb2⟩ can
thus be expected to appear with enhanced intensity, cf. the
PGOPHER simulation.
3.2. H Atom TOF and P(ET) Distributions. The data

selected for presentation in this section are from excitation on
peaks 2, 5, and 6, which span a representative range of excited-
state ⟨Jb2⟩ values. Equivalent data obtained following excitation
on the other features labeled in Figure 2A are displayed in
Figure S1 in the Supporting Information.
Figure 3 shows HRTOF spectra measured when exciting on

these three lines, which sample (predominantly or exclusively)
the 000, 110, and 211 excited-state levels with, respectively, ⟨Jb2⟩
= 0, 1, and 4. These spectra immediately show the switch in
the relative intensities of the early and later TOF (high and low
ET) components with increasing ⟨Jb2⟩ and the very different
recoil anisotropies of the high and low ET products, particularly
when exciting to the 110 level via line 5 (panel B). Similarly
dramatic product state-dependent recoil anisotropies have
been noted previously when exciting the 110−000 line in the
origin bands of the C1B1−X1A1 transition of H2O

56 and of the
1B1−X1A1 transition of H2S at λ ∼ 139.1 nm.46

The HRTOF data can be placed on a more quantitative
footing by conversion to the corresponding P(ET) distribu-
tions. The spectrum obtained when exciting the 000 level
(Figure 4A) shows signal out to ET ∼ 45 000 cm−1, indicative
of the formation of H + SH(X) fragments in a wide range of
v″, N″ levels spanning all the way from v″ = 0, and low N″ up
to (and beyond) the three-body dissociation limit III. Such
SH(X, v″, N″) population distributions have been reported
previously when exciting at similar VUV wavelengths;41 the
observation of signal at ET values in the window between the
thermochemical onsets for channels II and III implies the
formation of some SH(X) fragments in very high N″ levels,
which survive by virtue of the associated centrifugal potential.
H + SH(X) product formation in this case is explained by
homogeneous vibronic coupling from the 1B1 state to the 1A″
continuum. But Figure 4A also shows the distinctive signature

of H + SH(A) fragments at low ET and, as at other neighboring
wavelengths, the SH(A) fragments include a significant
fraction in “super-rotor” levels, i.e., quasi-bound levels above
the thermochemical threshold for dissociation to H + S(1D)
products supported by the accompanying centrifugal potential
energy barrier. We return to address the gross SH(A) product
yield observed at this wavelength in Section 3.4, after
considering the P(ET) data obtained when exciting the other
lines in the H atom PHOFEX spectrum (Figure 2A) and the
quantum state population distributions that they reveal.
Figure 4B,C shows, respectively, the P(ET) spectra obtained

when exciting to the 110 and 211 levels. These clearly
demonstrate that increasing ⟨Jb2⟩ translates into higher
SH(A)/SH(X) product ratios. This trend is confirmed by
the spectra shown in Figure S2: the relative yield of SH(A)
fragments is much higher when exciting line 8 (λ = 129.029
nm, ⟨Jb2⟩ ∼ 4), for example, than when exciting line 4 (λ =
129.124 nm, ⟨Jb2⟩ = 0). Again, a substantial fraction of the
SH(A) products is formed in v′ = 0, very high N′, “super-rotor”
levels, with N′ values up to at least 39. The present data also
show clear steps at ET values appropriate for forming SH(A)
fragments in levels with v′ > 0 (most obviously, v′ = 1 and 2)
and low N′.
As noted in Section 1, all SH(A) radicals predissociate on a

nanosecond (or shorter) time scale to yield H + S(3PJ) atom
products.44,45 Thus, the primary SH(A) photoproducts
revealed in Figure 4 must decay to yield a second H atom
within the time that the Rydberg tagging laser radiation is
present, and these secondary H atoms must also contribute to
the total P(ET) spectra. The predissociation of SH(A, v′ = 0)
radicals favors population of ground (J = 2) spin−orbit state
S(3PJ) products,

44,57 and an illustrative comb indicating the ET
values of H + S(3P2) products expected from predissociation of

Figure 3. H atom TOF spectra obtained following photolysis of a jet-
cooled 30% H2S in Ar sample at (A) 129.158 nm, (B) 129.095 nm,
and (C) 129.068 nm, sampling predominantly or exclusively the 000,
110, and 211 excited-state levels. Data measured with the ε vector of
the photolysis laser radiation aligned parallel (θ = 0°) and
perpendicular (θ = 90°) to the detection axis are shown in black
and red, respectively.
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selected SH(A, v′ = 0, N′) photoproducts is also included in
the inset in Figure 4B. Finally, we note that in all cases, the
signal intensity is declining at the lowest ET, reinforcing the
view that the simultaneous three-body dissociation to H + H +
S(1D) products (channel IV) is at most a minor channel.
3.3. Estimating SH(A) Product Population Distribu-

tions and the S/SH Product Branching Ratios. Figure 5A
presents a deconvolution of the low ET part of the P(ET)
spectrum obtained at λ = 129.095 nm (θ = 54.7°, magic angle
data, to remove recoil anisotropy effects) into components
attributable to primary dissociation to H + SH(A) products
(channel II) and to secondary decay of the primary SH(A)
fragments into H + S(3PJ) products (channel II′). The
simultaneous three-body dissociations from channels III and
IV also contribute to the low ET part of the P(ET) spectrum
but with a minor proportion according to previous studies.58

Inevitably, there is some arbitrariness associated with this
deconvolution, but the trends revealed are robust. The kinetic
energies of the secondary H atoms are necessarily less tightly
constrained given the spread of primary SH(A) recoil
directions and the fact that the SH(A) products can
predissociate into more than one spin−orbit state. Thus, the
complete P(ET) spectrum is viewed as a sum of a “sharp”
primary H + SH(A) spectrum and a less well-resolved

envelope of similar area derived from the secondary decay of
these SH(A) products.
Figure 5A shows a plausible envelope for the three-body

dissociation (i.e., channels II′, III, and IV) products formed at
this wavelength (in blue), and the primary H + SH(A)
spectrum (in red) obtained by subtracting this envelope from
the full P(ET) spectrum. Figure 5C shows a simulation of the
deduced primary spectrum, obtained by varying the
populations ascribed to different SH(A, v′, N′) levels. The
deduced product vibrational, P(v′), distribution is shown in
Figure 6B, and the rotational population distribution
associated with the majority v′ = 0 products (the P(v′ = 0,
N′) distribution) is shown in Figure 6E. Corresponding
simulations of the deconvolved primary H + SH(A) spectra
obtained at λ = 129.158 and 129.068 nm are shown in Figure
5B,D, and analogous plots for deconvolved data obtained at
four of the other five excitation wavelengths are shown in
Figure S3 (the low ET part of the spectrum obtained at λ =
129.124 nm was insufficiently resolved for reliable deconvo-
lution). The visual agreement in all cases is pleasing, but we
reiterate the point that none of the deconvolutions is likely to
be a unique solution to the data. The derived P(v′) and P(v′ =
0, N′) distributions obtained at λ = 129.158 and 129.068 nm
are shown in, respectively, Figure 6A,D, and 6C,F, and the

Figure 4. P(ET) spectra derived from H atom TOF spectra following
photodissociation of H2S at (A) 129.158 nm, (B) 129.095 nm, and
(C) 129.068 nm with ε aligned, respectively, parallel (θ = 0°, black)
and perpendicular (θ = 90°, red) to the detection axis. The vertical
arrows and combs in (A) show the maximum ET values associated
with H atom formation via channels I−IV, and the ET values
associated with the formation of H plus SH(X) fragments in selected
v″, N″ levels. The insets in panels (B) and (C) show expanded views
of the lower ET region, with the superposed combs defining the ET
values associated with the formation of H plus SH(A) fragments in
selected v′, N′ levels.

Figure 5. (A) Illustration of the P(ET) spectrum obtained following
photodissociation of H2S at 129.095 nm with ε aligned at θ = 54.7° to
the detection axis and its deconvolution into components attributable
to primary dissociation to H + SH(A) products (channel II, red) and
to secondary decay of SH(A) products plus three-body dissociation
(channels II′, III, and IV, blue). The remaining three panels show
simulations (red) of the primary spectra obtained by deconvoluting
P(ET) data (black) following excitation at (B) 129.158 nm, (C)
129.095 nm, and (D) 129.068 nm and then varying the populations
ascribed to different SH(A, v′, N′) levels. The red and black traces
have been offset vertically in panels (B), (C), and (D) for ease of
display.
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corresponding distributions obtained at all other excitation
wavelengths apart from λ = 129.124 nm are shown in Figure
S4.
Inspection of Figures 6 and S4 shows that ∼60% of the

SH(A) fragments are in their v′ = 0 level and that these
fragments are formed with a highly inverted rotational state
distribution. Careful inspection of Figure 5C, in particular,
shows features attributable to the formation of SH(A, v′ = 1
high N’) levels also, illustrated by the additional comb shown
in that figure. Broadly similar energy disposal has been found
in previous studies at neighboring wavelengths. For example, a
similar simulation of the low ET part of the P(ET) spectrum
obtained at λ = 139.015 nm suggests that >80% of the primary
SH(A) fragments are formed in their v′ = 0 level with an
inverted rotational state population distribution extending to
N’ ∼ 32,46 and SH(A, v′ = 0) fragments with an inverted
rotational population distribution stretching to N’ ≤ 41 were
identified in the earlier studies of H2S photolysis at the H
Lyman-α wavelength.59,60 In all such cases, the high product
rotational excitation has been explained in terms of the
photoexcited parent molecules coupling to the 1A′ continuum,
where the balance of bending (toward and beyond linearity)
and asymmetric stretching forces arising from the topography
of the potential energy surface (PES) manifests as massive
product rotational excitation in the asymptotic SH(A)
products.41

This analysis also allows estimation of the relative yields of
primary H + SH(A) (channel II) and H + SH(X) (channel I)
products at the various excitation wavelengths and thus as a
function of parent JKaKc′ level. In each case, the magic angle
P(ET) spectrum was split at the ET value corresponding to the

onset for channel II, ET(II), and the integrated intensity of the
deconvolved channel II signal shown in Figure 5 was compared
with that of the total signal with ET > ET(II). It is noted that
every SH(A) radical and its subsequent dissociation correlate
with two H atom products. As Figure 7 shows, the primary
SH(A)/SH(X) yield increases rapidly with increasing ⟨Jb2⟩, as
expected given that b-axis rotation has the appropriate
symmetry to enable Coriolis coupling with the 1A′ continuum

Figure 6. SH(A) product vibrational, P(v′), distributions and the rotational population distributions of the majority v′ = 0 products (the P(v′ = 0,
N′) distributions) obtained following photodissociation of H2S at λ = (A, D) 129.158 nm, (B, E) 129.095 nm, and (C, F) 129.068 nm derived from
the simulations shown in Figure 5.

Figure 7. Plot showing the deduced primary SH(A)/SH(X) (or S/
SH) yield as a function of ⟨Jb2⟩ for the JKaKc′ levels accessed by the
various transitions investigated in this work.
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that correlates with H + SH(A) products. However, we also
note that the ratio is not zero when exciting to levels with ⟨Jb2⟩
= 0, a point to which we return in Section 3.4.
This analysis also serves to confirm an earlier astrochemi-

cally relevant conclusion that the dominant S-containing
products from H2S photolysis at shorter wavelengths are S
atoms, not SH radicals.42 As noted above, most of the SH(A)
products will predissociate to S(3P) atoms (channel II′), so the
reported JKaKc′-dependent SH(A)/SH(X) ratios are effectively
S/SH ratios. As Figure 7 shows, all transitions within the 1B1−
X1A1 at transition at λ ∼ 129.1 nm apart from those accessing
levels with very low ⟨Jb2⟩ predominantly yield SH(A) (and
thus S(3P)) products. The fraction of the total oscillator
strength associated with transitions to levels with low ⟨Jb2⟩ will
decrease with increasing sample temperature, further reinforc-
ing the conclusion that H2S photolysis at these short VUV
wavelengths yields S atoms rather than SH radical products.42

3.4. New Insights into the Photofragmentation
Dynamics of H2S When Excited at Short Wavelengths.
The results of this quantum state-selected study of H2S
fragmentation following excitation to the 1B1 Rydberg state at
λ ∼ 129.1 nm are broadly consistent with the “big picture”
description presented previously.41 The H2S molecules photo-
excited to this Rydberg state can predissociate homogeneously,
by coupling to the valence continuum of 1A″ symmetry, and
heterogeneously, by Coriolis coupling to the 1A′ continuum,
with relative efficiencies that depend on the rotational angular
momentum of the particular JKaKc′ level. Both continua are
recognized as involving more than one coupled state, and
recent electronic structure calculations have confirmed regions
of degeneracy between the respective PESs (conical
intersections between surfaces of the same symmetry, and
seams of intersection between 1A″ and 1A′ surfaces at linear
geometries).41 The molecules that couple to the 1A″
continuum have traditionally been assumed to dissociate to
H + SH(X) products (channel I) and, at sufficiently short
excitation wavelengths, conceivably to some H + H + S(3P)
products (channel III). The topographies of the 1A″ PES(s)
ensure that the SH(X) products are formed in a broad range of
v″, N″ levels.
Photoexcited molecules that couple to and evolve on the 1A′

PES(s) can experience a wider range of possible fates. Those
that avoid the regions of linear configuration space that enable
further nonadiabatic coupling (to the 1A″ PES(s)) dissociate
on the 1A′ PES(s). The topography of the lower of these 1A′
surfaces encourages the rapid opening of the ∠HSH bond
angle, which ultimately manifests as very high levels of
rotational excitation in the resulting SH(A) products. Recent
imaging studies of the S(1D) products formed when exciting at
λ ∼ 129.1 nm (and other neighboring wavelengths) suggest
that some of the more internally excited H2 coproducts (from
channel V) arise via an initial H···SH bond extension. Full
dissociation is frustrated by the bending-induced centrifugal
barrier, however, and the departing H atom thus orbits
(roams) around the SH partner. The eventual H2 + S(1D)
products then arise by intramolecular H atom transfer during a
subsequent re-encounter at near H···HS configurations.41,42

The low H + SH(X) yields observed when exciting levels with
higher ⟨Jb2⟩ at λ ∼ 129.1 nm suggest that, after coupling to the
1A′ PES(s), the probability of further nonadiabatic coupling to
the 1A″ PES(s) is low; the balance between the H···SH
stretching and ∠HSH bond angle opening forces on the 1A′
PES(s) is such that the dissociating molecules pass through

linear configurations at H···SH separations beyond the range
that supports the required nonadiabatic coupling.41,60

However, the present data show an additional feature that,
with the benefit of hindsight, was also evident (less strongly) in
the earlier parent-state-selected studies of H2S photolysis at λ
∼ 139.1 nm.46 As Figures 2 and 5B show, excitation at λ =
129.158 nm (peak 2), resonant with the parent 000−110
transition, clearly results in some H + SH(A) products. The
H atom PHOFEX spectrum (Figure 2A) shows some H atom
yield at all wavelengths in this range, which is understandable
in terms of direct excitation to the underlying 1A′ continuum.
These excitations will largely result in H + SH(A) products.
But the intensity of peak 2 in the PHOFEX spectrum, and the
deduced SH(A)/SH(X) product branching when exciting this
feature (Figures 4A and 7), leaves little doubt that some parent
population excited to the 000 level of this 1B1 state dissociates
to H + SH(A) products.
A plausible explanation for this observation is as follows. As

before, the decay of the population from the 000 level starts by
vibronic coupling to the 1A″ continuum. But, as noted
previously, there are regions of configuration space at near-
linear geometries where the 1A″ and 1A′ PES(s) come into
near degeneracy. Such couplings have hitherto been viewed
solely as a means of channeling population from the 1A′
PES(s) to the lower energy (viewed in terms of their respective
energies in the vertical Franck−Condon region) 1A″ PES(s).
But the photoprepared molecules in the present case access the
1A″ PES(s) at high total energy (∼9.6 eV relative to the
ground-state minimum energy geometry), and it would not be
surprising if the topography of the 1A″ PES(s) encouraged at
least some of these molecules to sample regions of near-
degeneracy with the 1A′ PES(s) and couple to the 1A′ PES(s)
with nuclear momenta appropriate to access the H + SH(A)
limit. Large parts of the 1A″ PES(s) and, to a lesser extent, the
1A′ PES(s) have now been reported,40,41 and it is to be hoped
that ab initio molecular dynamics studies may soon be
forthcoming to help test and validate the foregoing mechanistic
picture of the dissociation dynamics of H2S molecules
launched from near vertical Franck−Condon geometries at
various different excitation energies.
The present work raises another interesting question to

which theory may be able to provide insight. As noted
previously, every parent JKaKc level has a defined ortho-/para-
nuclear spin parity, which has been shown to be conserved in
the H2 products from channel V, even in cases where these
products arise via an initial “frustrated” H···SH bond fission
and the “departing” H atom orbits (roams) around the SH
partner, culminating with an intramolecular H abstraction.46

Similar ortho-/para-nuclear spin parity conservation has been
observed in the H2 products formed from the dissociation of
H2CO molecules via both “transition-state” and “roaming”
decay pathways.61 The present study reiterates the decay of
primary SH(A) photofragments (channels II and II′). To what
extent does nuclear spin parity conservation extend to the
nuclear spins of the two H atoms formed by the successive
processes H2S(JKaKc) → H + SH(A), followed by SH(A) → H
+ S(3P)?

4. CONCLUSIONS
This study reports HRTOF studies of the S−H bond fission
processes prevailing following excitation of H2S to selected
JKaKc′ levels of the zero-point vibrational level of the 1B1(4da1
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← 2b1) Rydberg state. Analysis of the resulting P(ET) spectra
reveals that all JKaKc′ levels predissociate to both H + SH(A)
and H + SH(X) products and that the primary SH(A)/SH(X)
branching ratio rises rapidly with increasing ⟨Jb2⟩, the square of
the rotational angular momentum about the b-inertial axis in
the excited state level. Such energy disposal broadly mimics
that identified in earlier lower-resolution studies of H2S
photolysis at neighboring wavelengths41 and is rationalized in
terms of competing homogeneous (vibronic) and heteroge-
neous (Coriolis-induced) predissociation pathways involving
coupling to dissociative PES(s) of, respectively, 1A″ and 1A′
symmetries. But the present data also clearly show H + SH(A)
product formation when exciting the JKaKc′ = 000 and 111 levels,
for which ⟨Jb2⟩ = 0 and Coriolis coupling to the 1A′ PES(s) is
thus symmetry forbidden. This implies the operation of
another, hitherto unrecognized, route to forming H + SH(A)
products following excitation of H2S at energies above ∼9 eV,
probably involving successive nonadiabatic couplings: first
(vibronic) from the Rydberg level to the 1A″ continuum at
near vertical geometries and then (Renner−Teller enabled)
from the 1A″ to 1A′ PES(s) at near-linear geometries.
Excitation at λ ∼ 129.1 nm prepares H2S molecules with ΔE

∼ 0.7 eV more energy than when exciting the lower energy
1B1(3da1 ← 2b1) member of the same Rydberg series.46

Comparing the H + SH(A) product yields following excitation
of the same JKaKc′ levels in the two states shows that the extra
electronic energy leads to increased SH(A) product vibrational
excitation, SH(A, v′ = 0) fragments with more highly inverted
rotational level population distributions, extending to higher
N′ quantum numbers, and a higher relative yield of SH(A)
fragments via the newly identified non-Coriolis-induced
pathway. As noted above, it is hoped that these data will
stimulate future ab initio molecular dynamics studies designed
to test, validate, and refine the foregoing mechanistic
description of the photodissociation dynamics of H2S
molecules.
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