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ABSTRACT
Polycyclic aromatic hydrocarbons (PAHs) are common atmospheric pollutants, and they are also ubiquitous in the interstellar medium.
Here, we report the study of a complex O-containing PAH anion, the deprotonated 2-hydroxytriphenylene (2-OtPh–), using high-resolution
photoelectron imaging and photodetachment spectroscopy of cryogenically cooled anions. Vibrationally resolved photoelectron spectra yield
the electron affinity of the 2-OtPh radical as 2.629(1) eV and several vibrational frequencies for its ground electronic state. Photodetachment
spectroscopy reveals bound valence excited electronic states for the 2-OtPh– anion, with unprecedentedly rich vibronic features. Evidence is
presented for a low-lying triplet state (T1) and two singlet states (S1 and S2) below the detachment threshold. Single-color resonant two-photon
photoelectron spectroscopy uncovers rich photophysics for the 2-OtPh– anion, including vibrational relaxation in S1, internal conversion
to the ground state of 2-OtPh–, intersystem crossing from S2 to T1, and a long-lived autodetaching shape resonance about 1.3 eV above
the detachment threshold. The rich electronic structure and photophysics afforded by the current study suggest that 2-OtPh– would be an
interesting system for pump–probe experiments to unravel the dynamics of the excited states of this complex PAH anion.

Published under an exclusive license by AIP Publishing. https://doi.org/10.1063/5.0209948

I. INTRODUCTION
Polycyclic aromatic hydrocarbons (PAHs) are known to be

ubiquitous in the interstellar medium.1,2 They have attracted
increasing attention due to their importance in environmental
chemistry, combustion chemistry, and astrochemistry. PAHs have
been reported to exist in the interstellar medium in both depro-
tonated and protonated forms.3–5 Not only are these compounds
abundant and capable of adopting different forms, but their absorp-
tion features in the visible to infrared (IR) wavelengths also suggest

that PAHs may be viable candidates as carriers for the diffuse inter-
stellar bands (DIBs).6–8 In particular, PAH anions are believed to
serve as one of the predominant sources of free electrons in the
interstellar medium, which can further lead to the formation of
even larger PAH molecules via reactions from smaller deproto-
nated PAH radicals.9,10 Moreover, PAH anions have been previously
reported to play significant roles in the formation of dense molecu-
lar clouds,11–13 adding weight to their astronomical relevance and
increasing their prospects for being possible carriers of DIBs.
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The first anion identified in the interstellar medium was
C6H–.14 Shortly after, a number of H- and N-containing carbon clus-
ter anions were detected,15–18 leading to the perception that anions
may be prevalent in the interstellar medium.19 Due to the reac-
tive and transient nature of anions, the formation mechanisms of
such species in the interstellar medium are not well understood.20,21

Dipole-bound states (DBSs) have been speculated to be one possi-
ble mechanism acting as a doorway to form stable valence bound
anions.22–24 DBSs are non-valence electronic states that can be sup-
ported in an anion if the neutral core possesses a sufficient dipole
moment. The theoretical critical dipole moment for electron binding
was predicted to be 1.625 D,25 while empirically this value has been
determined to be 2.5 D26–28 if molecular polarizability does not play
a significant role.29 A number of PAHs with large dipole moments
have been observed by rotational spectroscopy in the interstellar
medium.30–34 Interestingly, all of these species could potentially sup-
port DBSs as anions due to their large dipole moments. Therefore,
probing the energetics of polar PAH anions at high resolution may
provide useful astronomical insights and assist in identifying their
potential astrophysical sources.

Photoelectron spectroscopy (PES) is one of the most power-
ful experimental techniques to probe the electronic and vibronic
structures of negative ions.35 In particular, high resolution photo-
electron imaging (PEI) of cryogenically cooled anions has enabled
the determination of electron affinities (EAs) and vibrational fre-
quencies of the corresponding neutral states with unprecedented
resolution.36,37 Several PAH anions have been studied by PES,38–47 in
particular by high resolution PEI of cryogenically cooled anions.48–53

We have developed a state-of-the-art PEI system coupled with an
electrospray ionization (ESI) source and a cryogenically cooled 3D
Paul trap36 and have focused on using DBSs and resonant PES
to obtain spectroscopic information about aromatic systems.54–58

We have investigated a number of PAH systems with variable
complexity.59–63 In the study on the 1-pyronolate anion (C16H9O–),
we not only observed vibrational Feshbach resonances from a DBS
but also a strong above-threshold valence excited state (shape res-
onance).61 In our recent study on the polarization-assisted DBS in
the carbazolide anion (C12H8N–), we observed multiple shape reso-
nances and even the relaxation process from the highly excited shape
resonances.63 Clearly, the high-resolution PEI and PDS afforded by
our state-of-the-art instrumentation provide a great opportunity to
investigate the energetics of DBS-supporting PAH anions, which can
pave the way for investigations of their roles both in atmospheric
chemistry and astronomical environments.

Herein, we report an investigation of the deprotonated
2-hydroxytriphenylene anion (C18H11O–, 2-OtPh–), the most com-
plicated PAH anion that we have studied thus far. By utilizing our
third-generation ESI-PES apparatus,36 which is coupled with a cryo-
genically cooled 3D Paul trap and a high-resolution PEI system,
we are able to determine an accurate EA for the 2-OtPh radical
and a number of vibrational frequencies. Our initial aim was to
use high-resolution PEI and the expected DBS to obtain detailed
spectroscopic information about the 2-OtPh radical. However, we
quickly found that PES at different photon energies was compli-
cated by resonances and autodetachment due to the existence of
above-threshold valence excited states in a broad photon energy
range. PDS revealed unprecedented bound (below-threshold) low-
lying valence electronic states, along with an extraordinary number

of vibronic features, while the putative DBS transitions were com-
pletely masked due to their weak oscillator strengths. Evidence is
observed for a bound, spin-forbidden triplet state (T1) and two
bound singlet states (S1 and S2). Resonant two-photon detachment
(R2PD) PES has uncovered rich photophysics for the bound valence
excited states of the 2-Ot-Ph– anion, including vibrational relax-
ation in S1, internal conversion to the ground state of the anion (S0),
thermionic emission, intersystem crossing from S2 to T1, and a long-
lived autodetaching shape resonance that is 1.3 eV above the neutral
ground state. The current article presents the rich electronic struc-
ture and photophysical information about the 2-OtPh– anion, which
will be valuable for future pump–probe experiments to examine the
photophysics and dynamics of complex PAH anions.

II. EXPERIMENTAL METHODS
A. Photoelectron imaging

Photodetachment (PD) and photoelectron (PE) spectra were
obtained using our third-generation ESI-PES apparatus, which has
been described in detail previously.36 Briefly, the apparatus is com-
posed of an ESI source,64 a cryogenically cooled Paul trap,65 and a
high-resolution PEI system.66 The 2-OtPh– anion was formed by
electrospray of a 1 mM solution of 2-hydroxytriphenylene (Aaron
Chemicals, 95%) dissolved in a mixed solvent of CH3OH/H2O (9/1
volume ratio), which was spiked with a few drops of NaOH solu-
tion to promote deprotonation. A series of quadruple and octupole
ion guides were used to direct the 2-OtPh– anions from the ESI
source into the 3D Paul trap, which was maintained at a temper-
ature of 4.6 K by connecting to the cold head of a closed-cycle
helium refrigerator. The 2-OtPh– anions were trapped for ∼0.1 s and
were thermally cooled through collisions with a mixture of He/H2
(∼1 mTorr, 4/1 in volume) background gas. The anions were pulsed
out of the Paul trap at a rate of 10 Hz into the extraction zone of a
time-of-flight mass spectrometer. The 2-OtPh– anions were selected
by a mass gate before being photodetached in the interaction zone of
a multi-lens velocity map imaging (VMI) system using either a tun-
able dye laser, or the third (354.7 nm, 3.496 eV) or fourth (266.0 nm,
4.661 eV) harmonic of an Nd:YAG laser. The resulting photoelec-
trons were accelerated out of the detachment zone and detected by
a pair of 75 mm diameter microchannel plates coupled to a phos-
phorus screen and a CCD camera. The photoelectron images were
analyzed using the pBasex67 and BASEX68 programs and calibrated
using the Au– atomic anion at various photon energies. In particu-
lar, the calibration was performed using 266.0, 354.7, 480.00, 490.00,
500.00, 510.00, 520.00, 525.00, 530.00, 531.00, 533.00, and 535.00 nm
for imaging extraction voltages of −300 and −1000 V. However, our
calibration was not as robust for the very fast electrons detected at
the edge of the imaging detector. A −1000 V imaging extraction
voltage was used for the 266.0 nm spectrum, whereas −400 V was
used for the 354.7 nm spectrum. For all R2PD PE spectra presented
in the current work, an imaging extraction voltage of −1050 V had
to be used to capture the fast electrons due to the R2PD processes.
The resolution of the apparatus was 3.8 cm−1 for photoelectrons
with 55 cm−1 kinetic energy (KE) and about 1.5% (ΔKE/KE) for
photoelectrons with KE higher than 1 eV.66
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B. Photoelectron angular distributions
PEI also yields information about photoelectron angular dis-

tributions. The photoelectron angular distribution depends on the
molecular orbital (MO) from which the electron is detached, and it
can be described by69

I(θ) =
σT

4π
⋅ (1 + βP2(cos (θ))), (1)

where I(θ) denotes the differential detachment cross section by a
linearly polarized light for randomly oriented molecules, σT denotes
the total detachment cross section, P2(cos (θ)) is the second-order
Legendre polynomial, and θ is the angle between the polariza-
tion direction of the laser and the outgoing photoelectron. β is the
anisotropy parameter, β = 0 corresponds to an isotropic s-outgoing
wave, β = 2 corresponds to a p-outgoing wave where the maximum
intensity occurs along the polarization direction of the laser, and
β = −1 corresponds to a s + d outgoing wave, where the maximum
intensity occurs perpendicular to the polarization direction of the
laser.

C. Computational methods
Geometry optimization and electronic structure calculations

for the 2-OtPh– anion were done at the B3LYP/6-311++g(d,p) level
of theory. Vibrational frequencies for the ground state of 2-OtPh–

and its neutral, as well as those for the first excited electronic state
(S1) of the anion, were computed at the same level of theory. Verti-
cal excitation energies and vertical detachment energies (VDEs) of
2-OtPh– were calculated using time-dependent density functional
theory (TD-DFT). The Gaussian 09 package was used to perform all
the electronic structure calculations.70 Franck–Condon (FC) factors
were calculated using the FC-Lab2 program.71

III. RESULTS
A. Photoelectron imaging and spectroscopy
of 2-OtPh–

The PE images and spectra of 2-OtPh– are displayed in Fig. 1
at three detachment photon energies. The 3.496 eV spectrum
[Fig. 1(a)] shows an intense ground state transition (band X) with
unresolved vibrational structures. The onset of band X yields an esti-
mate of the adiabatic detachment energy (ADE) of ∼2.63 eV, which
corresponds to the EA of the 2-OtPh radical. A strong signal (S0)
is observed at the threshold, which has the signature of thermionic
emissions from the ground electronic state of the anion (S0) due
to resonant absorption of the detachment photon by the anion fol-
lowed by internal conversion to S0.72–74 The weak signals between X
and S0 are likely due to autodetachment, consistent with the fact that
the 3.496 eV photon is in resonance with an above-threshold excited
state of the 2-OtPh– anion. The 3.959 eV spectrum [Fig. 1(b)] shows
a similar Franck–Condon (FC) profile for band X and a similar
threshold feature (S0), indicating that the 3.959 eV photon is also in
resonance with an above-threshold anion excited state. In addition,
a broad band denoted as Xa is observed around 3.5 eV, which will
be shown to be due to autodetachment. Two sharp peaks (separated
by ∼1200 cm−1) are observed, which come from vibrational levels of
the first excited state (A) of the neutral 2-OtPh radical. The 4.661 eV
spectrum [Fig. 1(c)] is complicated with a number of new features.

FIG. 1. Photoelectron images and spectra of 2-OtPh– at (a) 3.496 eV
(28 197 cm−1), (b) 3.959 eV (31 931 cm−1), and (c) 4.661 eV (37 593 cm−1).
The double arrow below the images denotes the polarization direction of the
detachment laser. The structure of 2-OtPh– is shown in the inset of (a).

The broad feature labeled Sa and the additional features on the high
binding energy side of band X are evident of autodetachment. The
new band B will be shown to be the second excited state of neu-
tral 2-OtPh, and the threshold feature is likely a mixture of another
excited state C and signals due to thermionic emission. The PE spec-
tra in Fig. 1 suggest that the 2-OtPh– anion has rich above-threshold
electronic excited states in the photon energy range between 3.496
and 4.661 eV, resulting in autodetachment and thermionic emission
in each of the three spectra. The binding energies of the four direct
detachment transitions (X, A–C), their shifts relative to the ground
state transition X, and their β parameters are summarized in Table I,
where they are compared with theoretical calculations.

TABLE I. Measured binding energies (BE), excitation energies (ΔE), and their β val-
ues for the four PES bands observed for 2-OtPh–, compared with the computed
excitation energies. All energies are in eV.

BE ΔE (exp.) ΔE (theo.)a β

X 2.629b 0 0 (2A′′) −0.13
A 3.67c 1.04 1.15 (2A′) −0.22
B 4.3 1.7 1.69 (2A′′) 0.05
C 4.6 2.0 2.17 (2A′′) 0.05
aCalculated using TD-DFT at the B3LYP level of theory. The electronic states are given
in the parentheses.
bFrom the high resolution spectrum in Fig. 2. Uncertainty: ±0.001 eV.
cUncertainty: ±0.01 eV.
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In order to measure a more accurate EA for the 2-OtPh rad-
ical, we took a high-resolution PE spectrum for band X near the
threshold at a photon energy of 2.7362 eV using the dye laser, as
presented in Fig. 2(a). Surprisingly, weak and almost continuous
signals were observed in the low binding energy range down to
∼0.3 eV binding energy. Two bands can be tentatively identified:
band X′ with fine features at the lowest binding energy side and
another broader feature (X′′) around 1.4 eV. These features must
come from two-photon detachment processes involving resonant
excitation to an above-threshold excited state of the 2-OtPh– anion
followed by fast relaxation to a long-lived bound excited electronic
state, which is then detached by a second photon. The 0.3 eV binding
energy of band X′ indicates an anion excited state at an excita-
tion energy of ∼2.33 eV (using the EA of ∼2.63 eV). This state is
likely the lowest singlet excited state (S1) of the 2-OtPh– anion (see
Fig. 8 later). The 0–0 transition of band X is observed at the high
binding energy side, yielding an accurate EA of 2.629 eV for the
2-OtPh radical. The threshold part in Fig. 2(a) is similar to that
observed in the spectra in Fig. 1, suggesting thermionic emission
or direct detachment from the rovibrational levels from S0 of the
anion by a second photon. To observe more vibrational features for
the X band, we measured a PE spectrum at a slightly higher pho-
ton energy of 2.7994 eV [Fig. 2(b)]. Surprisingly, this photon energy
appeared to be in resonance with an anion excited state that couples
strongly to S0. Due to the overwhelming thermionic emission sig-
nals from S0, even the 0–0 transition was obscured in the 2.7994 eV
spectrum. To cover the full FC range of the X band, we also took
a PE spectrum at 2.9536 eV, as shown in Fig. 2(c), which resolved
several vibrational peaks (a–f). The binding energies and assign-
ments of these vibrational features are given in Table S1. Apparently,

FIG. 2. Photoelectron images and spectra of 2-OtPh– at (a) 2.7362 eV
(22 069 cm−1), (b) 2.7994 eV (22 579 cm−1), and (c) 2.9536 eV (23 822 cm−1).
The inset in (c) shows band X on a finer scale with the resolved vibrational fea-
tures labeled. The double arrow below the images denotes the laser polarization
direction.

the 2.9536 eV photon is also in resonance with an above-threshold
electronic excited state of 2-OtPh–, as evidenced by the two-photon
signals in the low binding energy range and the thermionic emission
signals at threshold (S0). The PE spectra in Figs. 1 and 2 suggest a
complicated manifold of both bound and above-threshold valence
excited electronic states for the 2-OtPh– anion, which are entan-
gled with the direct photodetachment processes. In principle, these
electronic states can be directly probed by PDS.

B. Photodetachment spectroscopy
To search for the anticipated DBS and to probe the excited

electronic states of 2-OtPh–, as hinted in Figs. 1 and 2, we con-
ducted PDS, as shown in Fig. 3, in the spectral range from
17 500 cm−1 (2.1697 eV) to 22 000 cm−1 (2.7277 eV). An extremely
rich and complicated PD spectrum is observed in this spectral range,
with exceptionally dense vibronic levels resolved below the thresh-
old and nearly continuous vibronic transitions around and above
the threshold. The spectrum cannot be due to the putative DBS
on the basis of the strong two-photon signals and the large bind-
ing energies (relative to the detachment threshold). Instead, they
should be due to valence electronic excited states of 2-OtPh– via
single-color R2PD. The strong valence transitions, in fact, would
completely mask any transitions due to the putative DBS, which
is expected to be much weaker.61,63 The strong valence transitions
also smear out the threshold behavior, where no step is observed
at the onset of the detachment threshold. The strongest and low-
est vibronic peak in Fig. 3 at an excitation energy of 18 816 cm−1

(2.3329 eV), which is 0.296 eV below the detachment threshold,
corresponds to the excited state that gives rise to band X′ in Fig. 2
mentioned above. The measured binding energy of ∼0.3 eV for band
X′ is similar to the more accurate 0.296 eV binding energy mea-
sured from the PD spectrum. Thus, the strongest peak should be the
origin of S1 for 2-OtPh–. Surprisingly, broad and weak R2PD sig-
nals are also observed below S1, which are likely due to transitions
to the triplet excited state (T1) of 2-OtPh– (see Fig. 8 later). Such
transitions are spin-forbidden, but they can be observed as a result
of spin–orbit couplings.75 No sharp vibronic peaks are resolved in
the weak transitions to the T1 state. The onset of T1 is estimated
to be around 18 309 cm−1, yielding a singlet–triplet (S1–T1) split-
ting of 507 cm−1. On the basis of the increasing spectral complexity,
there may be more than one bound excited singlet state. The PD
spectrum in Fig. 3 is divided approximately into four regions for the
sake of discussion: (1) 18 309–18 816 cm−1, corresponding possibly
to the triplet state; (2) 18 816 to ∼19 985 cm−1, corresponding to S1;
(3) 19 985–21 204 cm−1 (detachment threshold), which corresponds
possibly to S2; and (4) the above-threshold region. Region (4) could
potentially contain transitions to above-threshold DBS levels, which
would be totally overwhelmed by the intense valence transitions, as
mentioned above. The PD spectrum is expected to extend to much
higher excitation energies on the basis of the PE spectra in Figs. 1
and 2. We stopped at 22 004 cm−1 because no fine vibronic features
could be resolved at higher excitation energies.

The resolved vibronic features up to 20 500 cm−1 covering
region (1) and part of region (2) are shown in more detail with peak
labels in Fig. 4. They are compared with the computed FC factors for
the S0 to S1 transition of 2-OtPh– in Fig. S1. The peak positions and
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FIG. 3. Photodetachment spectrum of 2-OtPh– in the spectral range of 17 500 cm−1 (2.1697 eV) and 22 000 cm−1 (2.7277 eV). The detachment threshold at 21 204 cm−1

(2.629 eV) measured from the PE spectrum in Fig. 2 is indicated by the downward arrow. The upper axis gives the shift relative to the strong peak 0 at 18 816 cm−1 (i.e., the
0–0 transition to S1). Four spectral regions are marked as region (1) to region (4).

FIG. 4. Details of the photodetachment spectrum of 2-OtPh– in the spectral range from 18 750 cm−1 (2.3247 eV) to 20 450 cm−1 (2.5355 eV) with labels. See Table S2 for
the photon energies of the labeled peaks and their possible assignments. The top axis indicates the shift relative to peak 0.

their possible assignments for the features in region (2) are given in
Table S2, in comparison with the computed frequencies of S1.

C. R2PD photoelectron imaging and spectroscopy
To understand the nature of the electronic excitations that give

rise to the PD spectrum, we took R2PD photoelectron images and
spectra at all the resolved vibronic transitions. The signals were too
weak to obtain meaningful R2PD PE spectra off the T1 state in region
(1). Representative R2PD PE images and spectra acquired for region
(2) are shown in Fig. 5, and those for region (3) are shown in Fig. 6.
The R2PD PE spectra taken at all the vibronic levels in region (2)
are similar, each consisting of three spectral bands labeled as XS,
Sa, and S0 (Fig. 5). These features represent different multi-photon
detachment processes within the 5 ns laser pulse. Band XS is due to
the direct R2PD process, where the first photon excites the anion to
a vibronic level of S1 and the second photon detaches the electron
from S1. Vibrational structures are observed in band XS with a spac-
ing of ∼1500 cm−1. The broad FC region of band XS provides further

evidence that the intermediate excited state is a valence-bound state
rather than a DBS, which would yield a single vibrational peak in
each R2PD PE spectrum because there is little structural change
from the DBS to the neutral final state.54–58 It should also be pointed
out that band XS in Fig. 5 is similar to band X′ in Fig. 2, suggest-
ing that the second photon detaches the electron from the same S1
excited state in both cases. We further note that the binding ener-
gies of band XS in Figs. 5(b)–5(f) are identical to those in Fig. 5(a),
even though higher vibronic levels of the S1 state are accessed by the
first photon for these spectra. This observation suggests that there
is fast vibrational relaxation (relative to the 5 ns pulse width of the
detachment laser) in S1, so that the second photon always detaches
from the vibrational ground state of S1 (see Fig. 8 later). The exci-
tation energy of the v = 0 level of S1 (peak 0 in Fig. 3) is 2.3329 eV
(18 816 cm−1, Table S2), which is 0.296 eV (2387 cm−1) below the
detachment threshold of 2.629 eV. This value agrees well with the
measured binding energy from band XS around 0.3 eV.

Furthermore, the high binding energy signals designated as S0
in Fig. 5 indicate that there is also fast internal conversion from S1 to
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FIG. 5. Representative R2PD PE images and spectra taken in region (2) of the PD spectrum in Fig. 3. The peak numbers are from Fig. 4. (a) At peak 0, (2.3329 eV,
18 816 cm−1), (b) at peak 6, (2.3581 eV, 19 019 cm−1), (c) at peak 10, (2.3753 eV, 19 158 cm−1), (d) at peak 21 (2.4099 eV, 19 437 cm−1), (e) at peak 34 (2.4529 eV,
19 784 cm−1), and (f) at peak 45 (2.4744 eV, 19 957 cm−1). The double arrow below the images denotes the polarization direction of the laser. The three observed spectral
features are labeled as XS, Sa, and S0.

FIG. 6. Representative R2PD photoelectron images and spectra taken in region (3) of the PD spectrum in Fig. 3. (a) At peak 48 (2.4828 eV, 20 025 cm−1), (b) at 61 (2.5161 eV,
20 294 cm−1), (c) at peak 66 (2.5258 eV, 20 372 cm−1), (d) at 2.5512 eV (20 577 cm−1), (e) 2.6071 eV (21 028 cm−1), and (f) 2.6230 eV (21 156 cm−1). Note that the spectra
in (d), (e), and (f) were taken at the higher photon energy side of region (3), where vibronic levels are too dense to be labeled. The double arrow below the images denotes
the laser polarization direction. The three observed spectral features are labeled as XT, Sa, and S0.
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the rovibrational levels of the ground state of the anion (S0). These
high binding energy signals represent detachment from the highly
excited rovibrational levels of the anion at S0 by the second pho-
ton. The tail near the detachment threshold in the S0 signals has the
signature of thermionic emissions, which could occur if the ener-
gies of more than one photon are converted to the internal energies
of the 2-OtPh– anion in its ground electronic state. This tail is also
reminiscent of the threshold tail in Figs. 1 and 2, suggesting that
indeed those photon energies are all in resonance with excited elec-
tronic states of 2-OtPh–. The band designated by Sa is similar in
all the R2PD PE spectra (Fig. 5), but its binding energy appears to
increase with increasing photon energies. It turns out that the elec-
tron kinetic energy of band Sa is constant at ∼1.3 eV (Fig. S2). This
observation suggests that band Sa is due to autodetachment from the
same excited electronic state, which is 1.3 eV above the detachment
threshold, i.e., a long-lived shape resonance. This long-lived excited
state is 3.9 eV above the anion ground state (considering the detach-
ment threshold of 2.629 eV) (see Fig. 9 later). This excited state must
be populated due to relaxation from higher excited states reached by
resonant two-photon absorption. In fact, the feature labeled as Sa in
Fig. 1(c) and X′′ in Fig. 2(a) comes from autodetachment from the
same long-lived shape resonance.

The R2PD PE spectra taken at region (3) are similar to those
for region (2), as displayed in Fig. 6. region (3) should correspond
to the second singlet excited state (S2) of 2-OtPh– (see Fig. 8 later).
The thermionic emission signals labeled as S0 in Fig. 6 indicate
that internal conversions from S2 to S0 take place. The Sa band
exhibits the same shift with photon energies with the same constant
kinetic energy of ∼1.3 eV, suggesting that it comes from autodetach-
ment from the same long-lived shape resonance at 3.9 eV excitation
energy above the anion ground state. The lowest binding energy
band (labeled as XT) is similar to XS in Fig. 5 with similar vibrational
structures, except that its binding energy exhibits a conspicuous shift
to a higher binding energy by ∼0.05 eV. This is a surprising obser-
vation. We expected that the binding energies of this band would be
smaller because S2 is closer to the detachment threshold (see Fig. 8
later). The higher binding energy of band XT suggests that the sec-
ond photon detaches an electron from an even lower excited state of
the anion than S1, i.e., the triplet state (T1). Thus, there must be a
fast intersystem crossing from S2 to T1 upon the absorption of the
first photon. There is also likely relaxation from S2 to S1 at the same
time because the vibrational features in band XT are broader in gen-
eral, and they may contain contributions from detachment from S1
simultaneously. The ∼0.05 eV shift between XT and XS is consistent
with the singlet–triplet (S1–T1) splitting of 507 cm−1 measured from
the PD spectrum in Fig. 3.

IV. DISCUSSION
A. The photoelectron spectroscopy of 2-OtPh–

The top four valence MOs of 2-OtPh– are shown in Fig. S3.
Band X in Fig. 1 corresponds to the detachment of an electron from
the highest occupied molecular orbital (HOMO) of the anion to the
ground state of the neutral. The HOMO is a π orbital involving part
of the aromatic system and the O 2pz orbital. The negative β value
for the X band is consistent with the nature of the HOMO. We com-
puted the FC factors for the ground state transition and compared

FIG. 7. Comparison of the calculated FC factors (vertical lines) for the ground state
detachment transition of 2-OtPh– with the PE spectrum at 2.9536 eV [Fig. 2(c)].

them with the vibrational structures resolved in the 2.9536 eV spec-
trum, as shown in Fig. 7. The most FC-active mode defined by peaks
a and b is found to be the ν53 mode, which can be viewed primar-
ily as an O-rocking mode (Fig. S4) in agreement with the nature of
the HOMO. The measured frequency of 353 cm−1 for the ν53 mode
is in excellent agreement with the computed frequency of 359 cm−1

(Table S1). Several modes with weak FC factors as well as several
combination vibrational levels are also observed, as given in Table
S1. The excited electronic states of the anion near the detachment
threshold and the subsequent autodetachment and multi-photon
processes interfered with our effort to obtain high resolution non-
resonant PE spectra to resolve all the vibrational features in the
ground state detachment transition, as exhibited in Figs. 2(a) and
2(b).

The anion resonances also interfered with the observations of
the higher binding energy detachment transitions, as displayed in
Figs. 1(b) and 1(c). Autodetachment resonances have been observed
for clusters with large HOMO–LUMO gaps76–78 and have been
increasingly observed in PES of complex PAH anions due to their
rich low-lying electronic states.43–45,47,52,53 The 2-OtPh– anion rep-
resents one of the most complicated PAH systems that we have
investigated.59–63 It not only exhibits above-threshold autodetach-
ing resonances, but also rich low-lying bound electronic transitions,
as revealed in the PDS (Fig. 3) and discussed below. The second
detachment channel of 2-OtPh– involves electron removal from the
HOMO-1, which is mainly a localized O 2p orbital (Fig. S3). The
computed excitation energy of 1.15 eV agrees well with the mea-
sured value of 1.04 eV for band A (Table I). The simple vibrational
features observed for band A is consistent with the localized nature
of the HOMO-1. The observed vibrational spacing for band A are
∼1200 cm−1, which is primarily due to the C–O stretching frequency
in the first excited state of the 2-OtPh radical. The next two detach-
ment channels come from electron removals from the HOMO-2 and
HOMO-3 (Fig. S3), respectively. The computed excitation energies
for these two detachment channels are in good agreement with the
observed experimental values, as shown in Table I.

B. Photodetachment spectroscopy of 2-OtPh–

Due to their low electron detachment energies, anions can
rarely support bound, excited electronic states.79 The first anion
observed with bound excited electronic states was C2

–,80,81 which
was studied extensively by the Lineberger group.82,83 Bound
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excited states have been observed for a number of carbon clus-
ter anions, including C60

–, due to their high electron detachment
energies,73,84–88 or for small open-shell molecular anions with low-
lying electronic states.89–92 Brauman and co-workers first observed
bound electronic states of CN- or halogen-substituted aromatic
anions,93 in which the electron-withdrawing CN or halogen sub-
stituents pull down the LUMO significantly while enhancing the
electron detachment energies of the anions. As the PAH molecules
increase in size, their electronic density of states increases, result-
ing in low-lying excited states. While shape resonances have been
observed for a number of PAH anions,43–45,47,52,53 bound valence
excited states have not been reported. The large size and the O-atom
in the 2-OtPh– anion both increase its electronic density of states
and its electron binding energy, giving rise to the bound excited
states. The observation of the rich vibronic structures in the PDS
of 2-OtPh– is unprecedented, mainly owing to the cryogenic cooling
of the anions that eliminate vibrational hot bands.

1. Observation of S0 → T1 transition
The weak R2PD signal below peak 0 in the PD spectrum

(Fig. 3) is assigned to a direct transition to the triplet state (T1) of
2-OtPh– from S0 by the first photon, followed by electron detach-
ment from T1 by the second photon. The S0 → T1 transition
is spin-forbidden and is rarely observed directly, whereas the T1
→ S0 transition, i.e., phosphorescence, is more commonly observed,
where the T1 state is populated from intersystem crossing from spin-
allowed singlet excited states.75,94 Direct S0 → T1 transitions have
been observed for molecules containing heavy atoms as a result
of strong spin–orbit coupling.95,96 We have previously observed a
direct transition from the ground state of AuS– (1Σ+) to a bound and
long-lived spin-forbidden triplet excited state (3Σ+), which allowed
interesting vibrationally selective R2PD PE spectra to be obtained.92

The intense 1Σ+ →3Σ+ transition observed for AuS– was due to
the strong spin–orbit coupling effect. The observation of the S0 →

T1 transition in the PDS of 2-OtPh– testifies to the high sensitiv-
ity of the current experimental method due to the cryogenically
cooled anions, so that there are no vibrational hot bands and the
experiment is essentially noise-free. The onset of the triplet state is
measured to be at an excitation energy of 18 309 cm−1, which gives a
singlet–triplet (S1–T1) splitting of 507 cm−1 for the 2-OtPh– anion.
We performed preliminary TD-DFT calculations to understand the
low-lying electronic states of 2-OtPh–, as shown in Table S3. Our
TD-DFT calculations yielded a computed T1 excitation energy of
2.0062 eV (16 181 cm−1), which is significantly lower than our exper-
imental measurement. The calculations also predict that T2 is below
S1 as well, suggesting that region (1) in Fig. 3 might contain excita-
tions to two triplet states. The direct S0 → T1 transition is too weak
to allow us to conduct R2PD PES in region (1). However, R2PD PE
spectra from the T1 state are observed indirectly from excitation to
S2 [region (3)], which seems to have a strong intersystem crossing to
T1 (vide infra).

2. The S0 → S1 transitions
The parent triphenylene molecule has D3h symmetry with

a degenerate HOMO (e′′),97 corresponding to HOMO-2 and
HOMO-3 in 2-OtPh– (Fig. S3). The S0 → S1 transition in tripheny-
lene is electric dipole forbidden, and only sparse vibronic levels were
observed in previous spectroscopic studies of triphenylene.97–99 The

presence of the O atom reduces the symmetry of 2-OtPh– to Cs and
also alters its frontier orbitals. As shown in Fig. S3, the HOMO and
HOMO-1 of 2-OtPh– are O-based. The strong R2PD signals in the
PDS (Fig. 3) suggest that the S0 → S1 transitions should be dipole-
allowed. The spectral region for the S0 → S1 transition in 2-OtPh- is
much more complicated, with rich vibronic features, in comparison
to those of the parent triphenylene. We labeled individual vibronic
peaks up to 20 414 cm−1 (peak 69), as shown in Fig. 4 and Table S2.
To help understand these rich vibronic features, we optimized the
structures of S0 and S1 and computed their vibrational frequencies
(Figs. S5 and S6). We also simulated the FC factors for the S0 → S1
transition, as compared with the PD spectrum in Fig. S1. However,
the computed FC factors are much simpler than the experimental
R2PD spectrum, suggesting that there must be strong vibronic cou-
plings between S1 and nearby electronic states. Thus, it is challenging
to make any definitive assignments to the observed vibronic struc-
tures. We made tentative assignments using the computed harmonic
frequencies for S1, as shown in Table S2. It should be pointed out
that the three minor peaks (α, γ, δ) around the 0–0 transition (peak
0 in Fig. 4) are due to hot bands of the anion, which happen to be
in resonance with a vibrational level of S1 and are, thus, resonantly
enhanced, as shown in Table S2. Even though vibrational hot bands
are negligible for anions from our cryogenically cooled ion trap, we
have observed similar minor resonantly enhanced hot band transi-
tions in previous studies related to dipole-bound excited states in
cryogenically cooled anions for low frequency vibrational modes.100

3. The S0 → S2 transitions
With increasing excitation energies, the PD spectrum becomes

more complicated with a significantly higher density of vibronic fea-
tures, especially above ∼20 000 cm−1 in region (3) (Fig. 3). The PD
spectrum eventually becomes continuous around the detachment
threshold. Our TD-DFT calculations suggested that there might be
another bound singlet excited state (S2) for 2-OtPh–. Due to the lim-
ited accuracy of the TD-DFT calculations, the question is if there is
any spectral evidence for the appearance of S2. As shown in Fig. 5
and discussed below, the R2PD PE spectral feature (Xs) in region
(2) all exhibits the same electron binding energies, indicating fast
vibrational relaxation in S1 to the v = 0 level before the second pho-
ton detaches the electron from S1. The adiabatic electron binding
energy defined by band XS was ∼0.3 eV, consistent with the excita-
tion energy of the 0–0 transition of S1. However, we noticed that the
XT band in the R2PD PE spectra for region (3) (Fig. 6), although
similar to the XS band in the R2PD PE spectra from region (2), dis-
plays an apparent shift to higher binding energies. This shift occurs
starting from the R2PD PE spectrum of peak 47, as shown in Fig. S7.
This observation suggests that the second photon detaches the elec-
tron from a state that is lower in energy than the origin of S1, which
must be T1. Thus, we conclude that peak 47 is most likely the origin
of S2, which apparently has a strong intersystem crossing with T1.
In fact, the vibrational features in the XT band in Fig. 6 all seem to
be slightly broader than those in the XS band in Fig. 5, suggesting
that there is also relaxation from S2 to S1, in addition to intersystem
crossing with T1, such that the XT features also contain contributions
from XS. As will be discussed below, the shift between the binding
energies of XS and XT is consistent with the singlet–triplet split-
ting measured from the PDS in Fig. 3. Peak 47 defines an excitation
energy of 2.4793 eV (19 997 cm−1), compared with the computed
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value of 2.6078 eV (Table S3). As shown in Table S3, the TD-DFT
calculations slightly underestimated the excitation energy of S1 but
overestimated that of S2.

C. Single-color R2PD photoelectron spectroscopy
The ultrafast relaxation processes of anion excited states

have been investigated using femtosecond pump–probe
techniques.88,101–103 Our detachment laser pulse was ∼5 ns.
Thus, any relaxation processes of the anion excited states that take
place within this time frame can be indirectly probed by the second
photon within the same laser pulse via single-color R2PD PES. The
complicated R2PD PE spectra shown in Figs. 5 and 6 suggest that a
number of relaxation processes are at play upon the absorption of
the first photon.

1. The XS band and vibrational relaxation in S1
We measured single-color R2PD PE spectra for all the observed

vibronic peaks in region (2) of the PD spectrum (Fig. 3), i.e., peaks
0–46 in Fig. 4. All the spectra are similar, and representative spectra
are shown in Fig. 5 for six vibronic levels of S1. Figure 5(a) dis-
plays the spectrum at peak 0, where the first photon excites 2-OtPh–

to the v = 0 level of S1, and the second photon detaches the elec-
tron from the zero-point level. The first peak of band XS defines a
binding energy of 0.328 eV. However, the binding energy of S1 is
measured accurately to be 0.296 eV using the excitation energy of
the zero-point level (peak 0 in Fig. 4) of S1 and the EA of 2-OtPh.
The discrepancy arose from the fact that the high electron kinetic
energies of band XS could not be measured accurately in our PEI
experiment because they fell on the edge of our VMI detector, where
we did not have good calibration (see Sec. II A in experimental meth-
ods). Thus, a 0.028 eV systematic error in measuring the high energy
electrons at the edge of the imaging detector for the two-photon
detachment was conceivable. More importantly, we observe that the
binding energies of band XS are the same in all the R2PD PE spectra
in S1, even though different vibrational levels of S1 are excited. This
observation suggested that there must be fast vibrational relaxation
in S1, so that the second photon always detaches an electron from
the zero-point level of S1, regardless of the initial vibrational levels
excited by the first photon. The origin of band XS is schematically
shown in Fig. 8.

FIG. 8. Schematic energy level diagram showing the excitation and relaxation pro-
cesses that give rise to bands XS and XT in the R2PD PE spectra of 2-OtPh– in
Figs. 5 and 6, respectively. The measured excitation energies for T1, S1, and S2
for the anion and the electron affinity of the 2-OtPh radical are shown.

The Sa band in all the R2PD PE spectra will be discussed below.
The strong signals (S0) at the high binding energy end (low energy
electrons) in each spectrum of Fig. 5 suggest internal conversion
from S1 to S0, so that highly excited vibrational levels are populated
in S0, which could be then detached by the second photon. Another
process that could produce low energy electrons is thermionic emis-
sion, which would be due to the internal conversion of at least two
photons to S0. Thermionic emission is a well-known process in PES
of anions when photoabsorption at a specific detachment photon
energy and the subsequent internal conversion can compete with
photodetachment.72–74 It should be pointed out that the thresh-
old features due to thermionic emission are observed in all the PE
spectra in Figs. 1 and 2, as well.

2. The XT band and intersystem crossing
from S2 to T1

At first glance, the R2PD PE spectra in Fig. 6 at higher excita-
tion energies [region (3) in Fig. 3] are very similar to those shown
in Fig. 5. However, close examination reveals that the binding ener-
gies of band XT in Fig. 6 are slightly increased relative to band XS in
Fig. 5, indicating that the second photon detached an electron from a
state even lower in energy than S1. This state, then, must be T1, sug-
gesting that there is a strong intersystem crossing from the excited
state reached by the first photon to T1. Fig. S7 shows that the shift
to higher binding energies for band XT occurs at peak 47, which is
likely the origin of a new excited state of 2-OtPh–, i.e., S2. Thus, there
must be a strong intersystem crossing from S2 to T1. The first peak of
XT is shifted to higher binding energies by 0.042 eV, which is consis-
tent with the S1–T1 splitting (507 cm−1, 0.063 eV), considering the
limited accuracy in measuring the binding energies of the XS and
XT bands. The photoexcitation processes that give rise to band XT
are also schematically shown in Fig. 8. It should be pointed out that
S2 can also relax to S1 at the same time, and band XT may contain
contributions from electron detachment from both S1 and T1 by the
second photon, consistent with the observation that the fine features
in band XT in Fig. 6 seem to be broader than those of band XS in
Fig. 5.

3. The constant kinetic energy band Sa
and a long-lived autodetaching excited state

The Sa bands in Figs. 5 and 6 all have the same kinetic energy of
∼1.3 eV, as illustrated in Fig. S2. This observation suggests that band
Sa comes from autodetachment from the same long-lived above-
threshold excited state (shape resonance), which is 1.3 eV above
the ground state of neutral 2-OtPh. We designate this shape reso-
nance state as SNR. This state must have the unique property that its
relaxation life time is long or comparable to that of autodetachment.
Band Sa in Figs. 5 and 6 also suggests that the second photon in the
R2PD process can excite the anion to a higher electronic state, which
subsequently relaxes to SNR, as schematically shown in process 1 of
Fig. 9(d). It is interesting to note that the SNR state is also produced
via single photon excitation at 4.661 eV, as shown by the Sa band
observed in Fig. 1(c), which is replotted in the kinetic energy scale in
Fig. 9(c). We note that the near threshold PE spectrum at 2.7362 eV
[Fig. 2(a)] also involves two-photon processes, represented by the
high kinetic energy features X′ and X′′. The X′ band is similar to the
XS band in Fig. 5, indicating that the above-threshold excited state of
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FIG. 9. Kinetic energy distribution plots for the PE spectra taken at (a) 2.7362 eV
[22 069 cm−1, Fig. 2(a)], (b) 2.3329 eV [18 816 cm−1, Fig. 5(a)], and (c) 4.661 eV
[37 593 cm−1, Fig. 1(c)]. (d) Schematic energy level diagram illustrating the pop-
ulation of the long-lived autodetaching SNR state that gives rise to the constant
kinetic energy band Sa.

2-OtPh– at 2.7362 eV also relaxes to S1, followed by electron detach-
ment by the second photon. At the same time, the second photon
can also excite the anion to a higher excited state, which relaxes to
SNR to give rise to the weak feature X′′, because the X′′ band is the
same as the Sa band in Figs. 5 and 6, as shown in Fig. 9(a).

The long-lived shape resonance state SNR is ∼1.3 eV above the
neutral detachment threshold of 2.629 eV, i.e., it is ∼3.93 eV above
the anion ground state (S0), as schematically shown in Fig. 9(d).
To probe the nature of the shape resonance state, we took the PE
spectrum in Fig. 1(b) at 3.959 eV, which is in resonance with SNR.
We indeed observed an autodetachment feature labeled as Xa in
Fig. 1(b), which should be due to autodetachment directly from SNR
without relaxation. The strong threshold feature [S0 in Fig. 1(b)]
indicates that SNR also undergoes internal conversion or relaxation
to the ground state of the anion, leading to the thermionic feature.
Thus, the autodetachment lifetime and relaxation lifetime of the SNR
state must be comparable to each other. The existence of rich above-
threshold excited electronic states and their fast relaxation to S1 or
T1 suggest that the 2-OtPh– anion can be readily produced from low
energy electron attachment to the neutral 2-OtPh radical, although
relaxation to the SNR shaped resonance would lead to autodetach-
ment, competing with the formation of the anion. The closed-shell
nature of 2-OtPh– and its relatively large electron binding energy
of 2.629 eV, which is comparable to that of C60

– (2.6835 eV),104

bode well for its possible existence in PAH-rich environments in the
interstellar medium.

V. CONCLUSION
In conclusion, high-resolution photoelectron imaging and pho-

todetachment spectroscopy of cryogenically cooled anions are uti-
lized to investigate the electronic structure and spectroscopy of
a complex PAH species, the deprotonated 2-hydroxytriphenylene

anion (2-OtPh–), and its neutral radical. Rich low-lying excited elec-
tronic states of 2-OtPh–, including several bound excited states,
are observed and studied using single-color resonant two-photon
detachment photoelectron spectroscopy. The electron affinity of the
2-OtPh radical is determined to be 2.629(1) eV (21 204 ± 8 cm−1),
along with three excited electronic states and vibrational frequencies
for several modes for the ground state. Photodetachment spec-
troscopy revealed rich vibronic features for two bound singlet states
(S1 and S2) of 2-OtPh–, as well as evidence of a bound triplet
state (T1). Resonant two-photon photoelectron spectroscopy of the
bound states reveals rich photophysics of the excited states of the 2-
OtPh– anion, including vibrational relaxation, internal conversion,
intersystem crossing, thermionic emission, and the existence of a
long-lived autodetaching shape resonance 1.3 eV above the neu-
tral ground state. The rich electronic and spectroscopic information
and relaxation processes observed in the current study make the
2-OtPh– anion an interesting system for direct pump–probe studies
to investigate its rich photophysics and dynamics.

SUPPLEMENTARY MATERIAL

See the supplementary material for the comparison of the
Franck–Condon simulation for the S0 → S1 transition with the
experiment, the plot in kinetic energies of Fig. 5, the valence molec-
ular orbital picture of 2-OtPh–, the vibrational modes and computed
frequencies for the neutral and anion ground state and the first sin-
glet excited state, comparison of the shift in the R2PD PE spectra
for S1 and S2, the observed binding energies for the vibrational fea-
tures resolved for the ground state of 2-OtPh and their assignments,
the photon energies for the resolved vibronic peaks in S1 and S2 and
their tentative assignments, and the computed excitation energies
for the low-lying triplet and singlet states of 2-OtPh–.
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