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ABSTRACT

Negative ions do not possess Rydberg states but can have Rydberg-like nonvalence excited states near the electron detachment threshold,
including dipole-bound states (DBSs) and quadrupole-bound states (QBSs). While DBSs have been studied extensively, quadrupole-bound
excited states have been more rarely observed. 4-cyanophenoxide (4CP™) was the first anion observed to possess a quadrupole-bound exited
state 20 cm ™" below its detachment threshold. Here, we report the observation of a DBS in the isoelectronic 4-ethynylphenoxide anion (4EP™),
providing a rare opportunity to compare the behaviors of a dipole-bound and a quadrupole-bound excited state in a pair of very similar anions.
Photodetachment spectroscopy (PDS) of cryogenically cooled 4EP™ reveals a DBS 76 cm™ below its detachment threshold. Photoelectron
spectroscopy (PES) at 266 nm shows that the electronic structure of 4EP™ and 4CP" is nearly identical. The observed vibrational features in
both the PDS and PES, as well as autodetachment from the nonvalence excited states, are also found to be similar for both anions. However,
resonant two-photon detachment (R2PD) from the bound vibrational ground state is observed to be very different for the DBS in 4EP™~ and
the QBS in 4CP™. The R2PD spectra reveal that decays take place from both the DBS and QBS to the respective anion ground electronic states
within the 5 ns detachment laser pulse due to internal conversion followed by intramolecular vibrational redistribution and relaxation, but
the decay mechanisms appear to be very different. In the R2PD spectrum of 4EP™, we observe strong threshold electron signals, which are
due to detachment, by the second photon, of highly rotationally excited anions resulted from the decay of the DBS. On the other hand, in
the R2PD spectrum of 4CP~, we observe well-resolved vibrational peaks due to the three lowest-frequency vibrational modes of 4CP~, which
are populated from the decay of the QBS. The different behaviors of the R2PD spectra suggest unexpected differences between the relaxation
mechanisms of the dipole-bound and quadrupole-bound excited states.

Published under an exclusive license by AIP Publishing. https://doi.org/10.1063/5.0065510

I. INTRODUCTION (DBS) when the charge-dipole interaction is dominant.'* Similarly,
quadrupole-bound states (QBSs) can exist for anions, which have

Even though negative ions do not possess Rydberg states, a neutral cores with vanishing dipole moments but large quadrupole

stable valence-bound anion can have highly diffuse Rydberg-like
excited states near its electron detachment threshold as a result of
long-range interactions between the extra electron and the neutral
core. Experimental and theoretical studies have shown that diverse
mechanisms can contribute to the electron binding in such non-
valence anionic states.'”* Although electron correlation effects are
known to play important roles in the electron binding of non-
valence states,”® the anionic state is called a dipole-bound state

moments.’ '’ Furthermore, an electron can also be bound due
to correlation or polarization effects, leading to the correlation-
bound state (CBS)''"!* or polarization-bound state (PBS)'*!> when
the neutral cores possess neither a large dipole nor a quadrupole
moment. Since first suggested by Fermi and Teller in 1947,'° DBS
has attracted persistent attention because of its fundamental impor-
tance in physics and chemistry.'*!”~3* DBSs play significant roles in
electron scattering of polar molecules, DNA damage processes by
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low-energy electrons, and anion formation in the interstellar
medium under astronomical environments.”>** DBSs have also
been considered as the doorway to the formation of valence-
bound anions.” ' The transition from a DBS to a valence-bound
state (VBS) was first considered for CH3NO,™.*” The dynamics
from DBS to VBS was first investigated for iodide-water cluster
anions [I" (H,0)y] using time-resolved photoelectron spectroscopy
(TRPES).*” TRPES has also been used to probe the dynamics from a
nonvalence excited state to VBS in the [I”(CsFs)] complex.*

However, quadrupole-bound anions have been more rarely
observed. Even though Mg,O,” was considered to be the first
quadrupole-bound anion experimentally characterized, its relatively
large electron binding energy suggested that there should be sig-
nificant valence character in the electron binding, in addition to
strong electron correlation effects.”* More convincing evidence of
a quadrupole-bound anion was reported for the trans-succinonitrile
anion produced using Rydberg electron transfer (RET).” Recently,
the binding energy of the trans-succinonitrile anion was mea-
sured directly using photoelectron spectroscopy (PES),” as well as
the quadrupole-bound 1,4-dicyanocyclohexane anion produced by
RET.* The search for quadrupole-bound anions is intrinsically chal-
lenging because there is no clear correlation between the magni-
tude of the quadrupole moment and the electron binding energy
for QBS.° The first quadrupole-bound excited state was observed
in 4-cyanophenoxide (4CP™) using photodetachment spectroscopy
(PDS) of cryogenically cooled anions.® The neutral 4CP radical has
a small dipole moment (0.3 D), but a large quadrupole moment
(Qu = 54, Qp = 15.1, and Q. = -20.5 D A), resulting in a
binding energy of 20 cm™" for the excited QBS. Very recently, an
excited QBS was observed in the tetracyanobenzene anion.'’ The
neutral tetracyanobenzene molecule has a large quadrupole moment
of Qux = 19.3, Qpy = -29.5, and Q, = 102 D A, but no dipole
moment, and can form a stable valence-bound anion with an elec-
tron affinity of 2.4695 eV. The excited QBS in the tetracyanoben-
zene anion was found to have a surprisingly large binding energy
of 0.2206 eV, suggesting the importance of electron correlation
effects.

We have developed an experimental apparatus,”” coupling elec-
trospray ionization (ESI), cryogenic ion cooling in a 3D Paul trap,
and high-resolution photoelectron imaging. We have shown that
this third generation electrospray ionization PES (ESI-PES) appara-
tus is particularly powerful to investigate nonvalence excited states of
valence-bound anions.””**=*! The cold anions afforded by cryogenic
cooling allow high-resolution PDS to be obtained, which is essential
to search for the ground state of nonvalence excited states, the elec-
tron detachment threshold, and most importantly above-threshold
vibrational resonances (also known as vibrational Feshbach reso-
nances). We have shown that resonant photoelectron spectroscopy
(rPES) can be performed by tuning the detachment laser to the
Feshbach resonances, yielding much richer spectroscopic informa-
tion than conventional PES due to vibrational autodetachment.””**
We found that the vibrational autodetachment was mode-selective
with a Av = -1 propensity rule.””>>°° It has been demonstrated
that the combination of PDS and rPES can allow conformation-
selective and tautomer-selective spectroscopy to be performed.””~>
Recently, we have observed the first 7z-type DBS,*"°! as well as con-
figuration mixing induced by the electric field of the dipole-bound
electron.”” The dynamics of vibrational autodetachment from DBS

ARTICLE scitation.org/journalljcp

has been directly probed recently using an ultrafast pump-probe
technique.®

The vibrational autodetachment from the excited QBS of 4CP~
was found to be similar to that from DBS with the same mode-
selectivity and propensity rule.*® A recent pump-probe experiment
demonstrates that the autodetachment lifetimes from the vibrational
Feshbach resonances in the QBS of 4CP™ are also similar to those
in DBS.®* The bound vibrational levels of the nonvalence excited
states are stable and should be long-lived, allowing resonant two-
photon detachment (R2PD) to be observed even with our nano-
second detachment lasers. However, we have observed the direct
spectroscopic evidence of transitions from the bound vibrational
levels of the DBS to valence-bound excited states in R2PD of depro-
tonated 4,4-biphenol anion.”” In R2PD experiments for both DBS
and QBS, we have always observed decays from the bound vibra-
tional levels of the nonvalence excited states to the anion ground
states (Sp) within the 5 ns detachment laser pulse, manifested as
low kinetic energy electrons (or high binding energy features) pro-
duced by the second photon. Even though the ultrafast dynam-
ics of the excited DBS in I"-complexes have been directly probed
by TRPES,**¢’ the long-time photophysics from the bound nonva-
lence vibrational states has not been directly probed. A very recent
pump-probe experiment has revealed an ultrafast conversion from
the bound ground vibrational level of the DBS of 4-iodophyenoxide
to a repulsive valence state along the C-I bond, leading to dissocia-
tion to I” and C¢HsO at the asymptotic limit.®

In the current article, we present a PES, PDS, rPES, and R2PD
study of cryogenically cooled 4-ethynylphenoxide (4EP™). The 4EP
radical is polar with a large dipole moment of 3.8 D, suggesting that
4EP~ should possess a DBS as an electronically excited state near
its detachment threshold. More interestingly, 4EP~ and 4CP~ have
similar structures and they are isoelectronic, providing a rare oppor-
tunity to compare the behaviors of a DBS and a QBS in a pair of
nearly identical anions (see the insets of Fig. 1). The electron affinity
(EA) of the 4EP radical is measured accurately to be 20643 cm™!
(2.5594 V). PDS indeed reveals a DBS for 4EP~ 76 cm™! below
its detachment threshold, as well as six vibrational Feshbach res-
onances. Conventional PES at 266 nm shows that both 4EP™ and
4CP™ have a nearly identical valence electronic structure. The vibra-
tional structures revealed in the PES, PDS, and rPES are also very
similar for the two anions. However, the R2PD spectra from the
bound ground vibrational levels of the nonvalence excited states are
found to be surprisingly different, suggesting different decay mecha-
nisms from the DBS and QBS to the respective anionic ground states.
Specifically, strong threshold electrons are observed in the R2PD
spectrum of 4EP~, coming from detachment of highly rotationally
excited states in So by the second photon, whereas well-resolved
vibrational peaks are observed in the R2PD spectrum of 4CP~ cor-
responding to the three lowest-frequency vibrational modes of S,
populated from the decay of the QBS. Possible mechanisms for the
different relaxation behaviors from the bound DBS and QBS levels
are discussed.

Il. EXPERIMENTAL METHODS

The experiment was conducted using our third generation
electrospray ionization PES (ESI-PES) apparatus,”” which consists
of an ESI source,”” a cryogenically cooled 3D Paul trap,”” and a
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FIG. 1. Photoelectron images and spectra of (a) 4EP~ and (b) 4CP~ at 266 nm
(4.661 V). The structures of 4EP~ and 4CP~ are shown in the insets. The double
arrow below the images represents the laser polarization.

high-resolution velocity-map imaging (VMI) system.”' The 4EP~
anions were produced by electrospray of a 1 mM solution of 4-
ethynylanisole in a CH3OH/H,O mixed solvent (9/1 volume ratio)
prepared by adding a small amount of NaOH for demethylation.
The 4EP™ anions from the ESI source were guided into the ion trap
by a series of quadrupole and octupole ion guides. The ion trap
was cooled to 4.6 K by a two-stage closed cycle helium refriger-
ator. The anions were collisionally cooled by a mixed He/H, (4/1
volume ratio) buffer gas for 0.1 s before being pulsed into the extrac-
tion zone of a time-of-flight mass spectrometer at a 10 Hz repetition
rate. The 4EP™ anions were mass-selected and photodetached in the
interaction zone of the VMI lens by a tunable dye laser. Photoelec-
trons were focused by the VMI lens onto a pair of 75-mm diameter
micro-channel plates coupled to a phosphor screen and captured
by a charge-coupled device camera. In addition, we measured the
photoelectron images of 4EP™ using the fourth (266 nm, 4.661 eV)
and the third (355 nm, 3.496 eV) harmonics of a Nd:YAG laser.
Similar data were also obtained for 4CP~ at 266 nm for compari-
son. To construct photoelectron spectra from the obtained images,
we performed inverse-Abel transformation using both the BASEX
and pBASEX programs.”>”? The photoelectron spectra were cali-
brated with the known spectra of Au™ at different photon energies.
The kinetic energy (KE) resolution was 3.8 cm™" for 55 cm™" elec-
trons and about 1.5% (AKE/KE) for 1 eV electrons in the current
experiment.*’

We also computed the harmonic frequencies of 4EP and its
dipole moment at the B3LYP/6-311++G"* level of theory using
Gaussian 09, as show in Table S1.7*

lll. RESULTS

A. Comparison of the photoelectron spectra
and electronic structure of 4EP™ and 4CP~

High-resolution photoelectron data were reported previously
for 4CP~, and the EA of 4CP was measured accurately as 3.0906 eV
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(24927 cm™).% In the current study, we measured the spectrum of
4CP"~ at a high photon energy of 266 nm, as compared with that
of 4EP™ in Fig. 1. Except for the fact that 4CP~ has higher electron
binding energies due to the stronger electron withdrawing effect of
the ~CN group, the two spectra are almost identical. Both exhibit
a ground state band (X) and an excited state band (A). The sepa-
ration between the two bands and the Franck-Condon profiles of
the two bands are similar in both spectra. The spectral similarity
between the two anions indicates their similar electronic structure.
The highest occupied molecular orbital (HOMO) and the HOMO-
1 of the two systems are shown in Fig. S1. The two valence orbitals
look almost exactly the same. The HOMO is a 7 orbital, correspond-
ing to the ground state band X; the HOMO-1, mainly a o-type orbital
involving O-C antibonding interactions, corresponds to the excited
state band A in each case. The separation between bands A and X,
1.050 eV for 4EP and 0.915 eV for 4CP, represents the excitation
energy of the first excited state of the respective neutral radicals.

To better resolved the Franck-Condon profile in the ground
state band of 4EP™, we measured its spectrum at 355 nm, as shown
in Fig. 2. The Franck-Condon factors were calculated for the ground
state detachment transition using Franck-Condon (FC)-LAB2,” as
represented by the vertical lines in Fig. 2. The geometry optimization
and vibrational frequency calculations were done at the B3LYP level
for the Franck-Condon factor calculation, which revealed that the
most active mode in the photoelectron spectrum is v13, an in-plane
C-C stretching mode (Fig. S2). The Franck-Condon active mode is
consistent with the nature of the HOMO (Fig. S1), which involves
C-C antibonding interactions within the phenyl ring. The previ-
ous study of 4CP~ showed that its ground state photoelectron band
involves the same C-C stretching mode.*® The angular distributions
of the ground state transition in both 4EP™ and 4CP™~ exhibit s + d
wave characters with photoelectrons mainly distributed perpendic-
ularly to the direction of the laser polarization, consistent with the 7
character of the HOMO.

B. High-resolution PES of 4EP™ and the EA of 4EP

To accurately determine the EA of 4EP and better resolve the
vibrational structures, we took photoelectron images at several low
photon energies, as shown in Fig. 3. At 464.73 nm (2.6679 eV or
21518 cm™), six vibrational peaks (labeled 08, A, C, D, E, and F)
are resolved for the ground electronic state of 4EP [Fig. 3(c)]. The
first intense peak, labeled 08, denotes the detachment transition from

LENLE I R B BN ‘I Tr T [ rr 1 [T
24 2.6 2.8 3.0 3.2 3.4
Binding Energy (eV)

FIG. 2. Photoelectron image and spectrum of 4EP~ at 355 nm (3.496 eV). The
calculated Franck—Condon factors are given as vertical lines. The double arrow
below the image represents the laser polarization.
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FIG. 3. Photoelectron images and spectra of 4EP~ at (a) 483.73 nm (2.5631 eV),
(b) 473.13 nm (2.6205 eV), and (c) 464.73 nm (2.6679 eV). The double arrow
below the images indicates the direction of the laser polarization.

the vibrational ground state of 4EP™ to that of neutral 4EP and
defines the EA of 4EP. Peaks A-F represent the excited vibrational
levels of neutral 4EP. At 473.13 nm (2.6205 €V or 21136 cm™),
one additional vibrational peak (labeled B) is resolved on the high
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binding energy side of peak A [Fig. 3(b)]. At 483.73 nm (2.5631 eV
or 20673 cm™ '), which is slightly above the detachment threshold
[Fig. 3(a)], we obtained the best resolved 08 transition, resulting
in the most accurate measurement for the EA of 4EP as 20643
+ 6 cm™! (2.5594 + 0.0007 V). The electron binding energies of
all the observed vibrational peaks, their shifts from peak 08, and
their assignments are summarized in Table I. Additional vibrational
peaks from rPES (vide infra) are also given in Table I. The spectral
assignments are assisted by the PDS to be presented later. Specifi-
cally, the strong peak A corresponds to the v = 1 level of the most
Franck-Condon active v;3 mode.

C. Photodetachment spectroscopy of 4EP~

Our calculations estimated a dipole moment of 3.8 D for the
4EP radical, suggesting that the 4EP™ anion should possess a DBS
as an electronically excited state below its detachment threshold. To
search for the DBS, we conducted PDS by scanning the detachment
laser around the threshold while monitoring the total electron yield
in the energy range from 20300 cm™! (2.5169 V) to 21415 cm™!
(2.6551 eV), as shown in Fig. 4. The arrow at 20 643 cm™! indi-
cates the detachment threshold measured from the high-resolution
PES discussed above (Fig. 3), coinciding with the prompt appear-
ance of continuous photodetachment signals with increasing photon
energies, as expected. Several sharp peaks were observed (0-6), evi-
dencing the existence of a DBS. Peak 0 below the threshold should
correspond to the ground state of the DBS, and the above-threshold
peaks 1-6 represent the vibrational levels of the DBS, i.e., vibra-
tional Feshbach resonances. The spectrum in Fig. 4 was taken with a
scan step of 0.1 nm. For all the observed peaks, additional PDS data
were taken at a step size of 0.01 nm in order to measure the excita-
tion energies more accurately. The ground state of the DBS (peak
0) at 20567 cm™' was observed as a result of R2PD. The energy
difference between the detachment threshold and peak 0 defines
the binding energy of the DBS to be 76 + 5 cm™'. The continu-
ous above-threshold signals in Fig. 4 represent contributions from
single-photon nonresonant detachment processes. The six above-
threshold peaks in Fig. 4 are due to single-photon excitation to the

TABLE I. Observed vibrational peaks in the PES (capital letters) and rPES (lower case letters) of 4EP~, with their binding energies in both eV and cm~", shifts relative to the
0-0 transition, and their assignments. The theoretical frequencies of 4EP are also given for comparison (see Fig. S2 and Table S1).

Observed peak Binding energy (eV)" Binding energy (cm™)"  Shift (cm™) Assignment Theoretical frequency (cm™")

0 2.5594(7) 20 643(6) 0 Neutral ground state

A 2.6094(9) 21046(7) 403 13! 418

B 2.6122(5) 21 069(4) 426 23? 440
C 2.6345(7) 21249(6) 606 33! 631
D 2.6468(9) 21348(7) 705 12'/21'24%/24?341/13'23124! 717/720/717/729
E 2.6588(11) 21 445(9) 802 13 836

F 2.6615(8) 21 466(6) 823 131232 858

a 2.5700(14) 20728(11) 85 24! 91

b 2.5854(8) 20 853(6) 210 23! 220

c 2.6206(9) 21137(7) 494 13'24! 509

d 2.6242(8) 21166(6) 523 21'/34! 538/535
e 2.6393(6) 21287(5) 644 16'362 677

*The numbers in parentheses indicate the experimental uncertainties in the last digit.
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FIG. 4. Photodetachment spectrum of 4EP~. The arrow at 20643 cm~" indicates
the detachment threshold. Peak 0 below the detachment threshold represents the
ground vibrational level of the DBS. The six above-threshold peaks (also known
as vibrational Feshbach resonances) correspond to vibrational levels of the DBS.
The broad peak at about 21 060 cm~" is due to the v = 1 vibrational level of the
v13 mode of 4EP (peak A in the photoelectron spectra in Fig. 3).

vibrational levels of the DBS, followed by vibrational autodetach-
ment. The wavelengths, photon energies, and assignments of the
DBS vibrational peaks are given in Table II.

A broad peak was observed around 21 060 cm™", beyond which
an increased level of continuous signals was observed, indicating the
opening of a new detachment channel. The broad peak coincides
with peak A in the photoelectron spectra (Fig. 3), i.e., the v = 1 level
of the most Franck-Condon-active vi3 mode. A step is expected in
the PDS when a new detachment channel is opened. The broad peak
corresponding to 13' shows a Fano line shape,”® possibly due to the
interference between the v = 0 and v = 1 detachment channels.

D. Resonant photoelectron spectroscopy of 4EP~

Resonant photoelectron spectra can be obtained by measuring
photoelectron images at detachment photon energies correspond-
ing to the Feshbach resonances in Fig. 4, as presented in Fig. 5.
Comparing these spectra to the data in Fig. 3, we can readily
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see that one or more vibrational peaks are enhanced (labeled in
bold face), as well as additional peaks that are not observed in
the nonresonant photoelectron spectra, either because of their low
Franck-Condon factors or because they are Franck-Condon inac-
tive. Thus, all the resonant photoelectron spectra in Fig. 5 are highly
non-Franck-Condon. All the observed peaks, their binding energies,
energy shifts relative to the 0-0 transition, and their assignments are
also given in Table I.

E. R2PD photoelectron imaging of 4EP~
and comparison with that of 4CP~

1. R2PD photoelectron imaging of 4EP~

By tuning the detachment laser to the bound vibrational ground
state of the DBS (peak 0 in Fig. 4), we obtained the R2PD photoelec-
tron image and spectrum of 4EP~, as shown in Fig. 6. The R2PD data
in Fig. 6 contain two features: (1) alow binding energy peak marked
as “DBS” and (2) a high energy cutoff marked as “So.” The low bind-
ing energy peak represents a R2PD process in which the first photon
excited the anion to the bound v = 0 level of the DBS and the sec-
ond photon within the same laser pulse detached the dipole-bound
electron, producing high kinetic energy photoelectrons, i.e., the out-
ermost ring in the image (Fig. 6). The photoelectron image exhibits
a p-wave distribution, as expected from the s-like DBS orbital. The
most prominent feature in the R2PD image is the bright center spot,
corresponding to strong threshold electrons (labeled “Sy” in the con-
verted spectrum). The low binding energy “DBS” signal was the only
feature expected if the DBS ground state has a lifetime exceeding the
detachment laser pulse length (5 ns). The strong high binding energy
feature suggests that relaxation processes have taken place from the
DBS within 5 ns upon absorption of the first photon, producing
rovibrationally excited 4EP~ in its ground electronic state (So). The
second photon within the same laser pulse then detached the rovi-
brationally excited 4EP™ from S, (those with more than 76 cm™
excitation energies), giving rise to the strong threshold electrons.
The sharp threshold behavior suggests that the second photon only
detached rotationally excited levels of 4EP™.

2. R2PD photoelectron imaging of 4CP~

To compare with 4EP™, we also measured the R2PD
photoelectron image and spectrum for the bound v = 0 level of the
QBS in 4CP™ (Fig. 7), which was not investigated previously.”® In

TABLE II. Observed DBS vibrational peaks for 4EP~, their wavelengths, energies in cm~", shifts relative to the ground vibrational level, assignments, and comparison with the

computed frequencies.

Peak  Wavelength (nm)  Photon energy (cm™)*  Shift (cm™) Assignment Theoretical frequency (em™)
0 486.22 20567(5) 0 Ground state DBS

1 476.89 20969(5) 402 13" 418

2 476.39 20991(5) 424 232 440

3 47220 21177(5) 610 33! 631

4 470.14 21270(5) 703 12/1/21"124'% /242341 /13"123" 124" 717/720/717/729

5 468.01 21367(5) 800 13" 836

6 467.52 21389(5) 822 13/123"2/23"133'1/16/124"%36"> 858/851/859

*The numbers in parentheses indicate the experimental uncertainties in the last digit.
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FIG. 5. Resonant photoelectron images and spectra of 4EP~, corresponding to peaks 1-6 in Fig. 4 at (a) 476.89 nm (2.5998 eV), (b) 476.39 nm (2.6026 eV), (c) 472.20 nm
(2.6256 €V), (d) 470.14 nm (2.6371 eV), (e) 468.01 nm (2.6492 eV), and (f) 467.52 nm (2.6519 eV). The enhanced peaks are labeled in bold face. The wavelengths and
the assignments of the DBS are also given, as well as the resonant peak numbers in parentheses.

addition to the expected low binding energy feature (“QBS”), we
also observed high binding energy signals, suggesting that decay has
also occurred from the bound QBS vibrational level to Sy of 4CP~
within the 5 ns laser pulse upon absorption of the first photon.
The p-wave distribution of the “QBS” feature (the outer ring in the
image) is also consistent with the s-type orbital for the QBS in 4CP".

x200

0.5 1.0 1.5 2.0 25
Binding Energy (eV)

FIG. 6. R2PD photoelectron image and spectrum of 4EP~ via the ground vibra-
tional level of the DBS at 486.22 nm (20 567 cm~", 2.5500 eV) corresponding to
peak 0 in Fig. 4. The double arrow below the image represents the laser polar-
ization. The low binding energy peak marked as “DBS” is produced by sequential
R2PD. The high binding energy feature marked as “S” indicates decay from the
DBS has taken within the 5 ns laser pulse, and the signals come from photode-
tachment of highly rotationally excited 4EP~ in its ground electronic state (Sq) by
the second photon.

However, the high binding energy signals in the R2PD spectrum of
4CP”~ contain surprising fine features («, f, y, 6), as shown in the
inset of Fig. 7. The high binding energy part of the R2PD spectrum
for 4CP™~ is compared with that of 4EP™ in Fig. 8. The threshold sig-
nals and the resolved vibrational features suggest that both rotational
and vibrational excited states were populated in Sy due to the decay
from the QBS of 4CP™. The threshold feature in the R2PD spectrum
of 4CP~ should come from rotationally excited states of the ground
vibrational level, whereas the four distinct peaks should come from
detachment of vibrationally excited states in Sy by the second pho-
ton. We calculated the vibrational frequencies of 4CP~ (see Table
S2 and Fig. S3), which allowed us to assign these four peaks (Table
S3). It turns out that they correspond to v22a, V33a, 2V22a, and va1a,
respectively (the subscript “a” is used here to denote the vibrational
levels of the 4CP™ anion), which are the first four lowest vibrational
levels of 4CP™. In other words, the relaxation from the QBS popu-
lated both rotationally and vibrationally excited states in So of 4CP~,
whereas mainly rotationally excited states were produced from the
decay of the DBS in 4EP".

IV. DISCUSSION

A. Comparison of the photoelectron
and photodetachment spectrum of 4EP~

It is known that the highly diffuse nonvalence-bound elec-
tron has very little effect to the structures of the neutral cores in
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FIG. 7. R2PD photoelectron image and spectrum of 4CP~ via the ground vibra-
tional level of the QBS at 401.38 nm (24 914 cm~", 3.0889 eV). The inset shows
the fine features resolved for the high binding energy signals.
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FIG. 8. Comparison of the high binding energy part of the R2PD photoelectron
spectra of 4CP~ (red, bottom axis) and 4EP~ (blue, upper axis). The assignments
of the four vibrational peaks in the spectrum of 4CP~ are shown.

nonvalence states. In the case of C,P7, it was found that the dipole-
bound electron was not even spin-coupled with the unpaired elec-
trons in the C;P molecular core.”” To illustrate the similarity of the
neutral core of the DBS in 4EP™ and the 4EP neutral radical, we
compare the photodetachment spectrum and the nonresonant pho-
toelectron spectrum on the same energy scale in Fig. 9, where the
photoelectron spectrum at 464.73 nm [Fig. 3(c)] is overlaid on top
of the photodetachment spectrum (Fig. 4) by aligning the 0o° transi-
tion of the former with the DBS ground state. It can be readily seen
that all the vibrational peaks and their relative intensities agree with
each other in the two spectra, except that the photodetachment spec-
trum has higher resolution. This spectral resemblance between PES
and PDS provides vivid evidence that the structure of the neutral
core in the DBS of 4EP™ and that of the neutral 4EP radical are iden-
tical. The similarity between PES and PDS provides the basis to use
photodetachment spectra of nonvalence states to obtain more accu-
rate vibrational information for the neutral species. We have shown
that combining PDS and rPES can yield substantially more vibra-
tional information for the underlying neutral species.”>>* It should
also be pointed out that if we align the 0o° transition of the PES with
the detachment threshold in the photodetachment spectrum, peak A
would align exactly with the broad feature (13') around 21 060 cm™
in Fig. 9.

ARTICLE scitation.org/journalljcp
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FIG. 9. Comparison of the nonresonant photoelectron spectrum (black) at
464.73 nm from Fig. 3(c) with the photodetachment spectrum (red) from Fig. 4.
The photoelectron spectrum is red-shifted by 76 cm=" to line up the 08 transition
with the ground vibrational level of the DBS.

B. Resonant PES via the vibrational Feshbach
resonances of 4EP~

High-resolution and resonant photoelectron spectra of 4CP~
were reported previously.’® Here, we discuss the resonant photoelec-
tron spectra of 4EP™ presented in Fig. 5. Resonant photoelectron
spectra consist of signals from two detachment processes: (1) the
nonresonant detachment process and (2) the resonant excitation
to a vibrational level of the DBS followed by vibrational autode-
tachment, which often dominates rPES because of the much larger
resonant optical excitation cross sections. Since the structures of the
DBS and the corresponding neutral are almost identical, the vibra-
tional autodetachment follows the harmonic oscillator selection rule,
Av = -1,°°° i.e., only one vibrational quantum can be coupled to
the DBS electron during autodetachment. Violation of the Av = -1
propensity rule can happen as a result of the anharmonic effect and
has been observed often for low-frequency bending vibrations. Thus,
one or more vibrational final states are enhanced in the resonant
photoelectron spectra. Because of the large optical excitation cross
sections, vibrational transitions with low Franck-Condon factors or
even Franck-Condon inactive modes can be observed in PDS, allow-
ing significantly more vibrational information to be obtained in rPES
than conventional PES, which only allows Franck-Condon active
modes to be observed.

Using the Av = —1 propensity rule, the comparison between the
PES and PDS in Fig. 9, and the calculated frequencies of 4EP (Table
S1), we can assign all the vibrational levels of the DBS observed in
Fig. 4 as given in Table II and the rPES data in Fig. 5 as shown in
Table I. Peak 1 is due to excitation to 13’' of the DBS (the prime ’ is
used to designate the vibrational modes of the DBS, even though the
structures of the DBS and the neutral final states are practically the
same). Autodetachment from the 13’* DBS level should enhance the
0o° peak in rPES, following the Av = —1 propensity rule. However,
the Franck-Condon inactive 23' final state is also observed promi-
nently in the rPES data at peak 1 [Fig. 5(a)] due to the overlap of
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peak 1 and the rotational tail of peak 2. The latter is due to exci-
tation to 23’2, which leads to the strong 23! final state in the rPES
data [Fig. 5(b)]. Peaks 1 and 2 correspond to peaks A and B, respec-
tively, in the nonresonant PES data (see Fig. 9), which are barely
resolved in Fig. 3(b). The v23 mode is an out-of-plane bending mode
(Fig. S2), and only even quanta are symmetry-allowed in PES. Thus,
the 23! final state is not observed in the PES data in Fig. 3. Peak 3
corresponds to excitation to the 33’" DBS level, which led to strong
enhancement of the 0o° transition in the rPES [Fig. 5(¢)].

Peak 4 in the PDS is due to excitation to vi,'}, resulting in the
strong enhancement of the 0o° transition in the rPES data [Fig. 5(d)].
The vi, mode is Franck-Condon active and is also observed in the
nonresonant spectrum [peak D in Fig. 3(c)]. However, the rPES data
in Fig. 5(d) also display three weak new peaks, g, ¢, and d (Table I),
whose origins are more complicated and can only be assigned tenta-
tively. Peak a is 85 cm™" above the 0,° transition, corresponding to
the lowest frequency bending mode (va4, Fig. S2) with a computed
frequency of 91 cm™". Similar weak low frequency excitations have
been observed previously in rPES and were attributed to inelastic
scattering by the outgoing electrons of the intense 0o° transition.”®

Dipole-Bound States Neutral States

13'123éZ /23'133"1 / 16'124'236"2

16362

" 331
3 33 211 / 341
131
1
O _______

EA =20,643 cm?

Q

A4
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Peak ¢ can be assigned to the 13'24' final state due to autodetach-
ment from the 13"'23'24’" DBS level. Peak d can be assigned to
either 21" or 34! because the computed frequency of vy (538 cm™")
and vs4 (535 cm_l) (Table S1) is nearly identical. It can be due to
weak excitation to either the 21"'24"? or 24"234"" DBS level followed
by Av = -2 autodetachment from the 24" mode. The rPES data from
peak 5 [Fig. 5(¢)] are due to excitation to the 13’> DBS level, leading
to the enhancement of the 13 final state. The enhancement of peak
Cin Fig. 5(e) is likely due to the overlap of peak 5 with the rotational
tail of peak 6, similar to the resonant spectrum of Fig. 5(a) discussed
above. The rPES data from peak 6 are also complicated with several
overlapping DBS levels. The enhancement of 33"* and 23'! suggests
a DBS level of 23''33"!, whereas the enhancement of 13' and 23*
comes from excitation to the 13''23’2 DBS level. The addition peak
e (644 cm™" above the 0,° transition) may be assigned tentatively to
the 16'36” final state due to excitation to the 16"'24'%36'2 DBS level.
A schematic energy level diagram showing all the DBS vibrational
levels and their autodetachment to the relevant neutral final states is
shown in Fig. 10, where the EA of 4EP and the binding energy of the
DBS are also given.

Dipole-Bound States

1372

;124;2 / 24:23411 / 13/123'124'1

4

2
FIG. 10. Schematic energy level diagram
for autodetachment from the DBS vibra-
tional levels of 4EP~ to the related neu-
tral final states, corresponding to the six
resonant PE spectra shown in Fig. 5.

0
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C. R2PD PES and relaxations from the nonvalence
excited states of 4EP~ and 4CP~

The different R2PD photoelectron spectra of 4EP™ and 4CP~
are surprising, suggesting different decay mechanisms from the dif-
ferent nonvalence states. Relaxations from the bound levels of non-
valence excited states have been observed in almost all the anionic
systems that we have studied, always manifested as low kinetic
energy features in the center of the R2PD images. The decay can
occur in two steps: (1) internal conversion (IC) from the nonva-
lence excited states to the manifold of highly excited rovibrational
levels on the potential energy surface of Sy and (2) intramolecular
vibrational redistribution (IVR) and relaxation to the lower rovi-
bronic states of Sy via radiative processes. The two decay steps are
shown schematically in Fig. 11 for 4CP™ and 4EP™. These decay pro-
cesses usually yield broad and featureless tails on the high binding
energy side of the R2PD photoelectron spectra, reminiscent of rovi-
brational hot bands. What is surprising is the observation of distinct
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vibrational peaks in the R2PD spectrum of 4CP~ (Fig. 7) and the
sharp threshold feature in the case of 4EP™ (Fig. 6).

The sharp “Sy” feature in the R2PD spectrum of 4EP~ implies
that the second photon only detached highly rotationally excited
states (>76 cm™!) from the vibrational ground state of Sy, as shown
schematically in Fig. 11(b). In other words, the decay from the DBS
of 4EP™ produced highly rotationally excited states, but negligible
vibrationally excited states. P and R branches were observed for
the ground vibrational level of the DBS, but identical R2PD spec-
tra were observed, regardless whether the detachment laser was set
at the P or R branch (Fig. S4). Such a sharp threshold detachment
feature due to rotational autodetachment was observed previously
in 4-florophenoxide,”” which has a DBS with a very small binding
energy of 8 cm™"'. Thus, at a rotational temperature of ~30 K in our
cryogenic ion trap, there were sufficient rotationally excited anions
(>8 cm™) to produce a sharp threshold feature at each vibrational
level of the DBS in rPES due to excitation from the rotationally
excited anions. In the case of 4EP™, our observation suggests that

~y
~

EA =20,643 cm

27 photon

15t photon

-I 76 cm™?
v

4EP-G.S. (S,)

FIG. 11. Schematic diagrams illustrating the decay processes from the nonvalence excited state to Sy and the origins of the high binding energy features in the R2PD of
4EP~ (a) and 4CP~ (b). Note the population of rovibrational levels in Sy from the QBS of 4CP~, but only rotational levels from the DBS of 4EP~. IC = internal conversion;

IVR = intramolecular vibrational redistribution.
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much higher rotationally excited states were populated due to the
decay from the bound vibrational level of the DBS, as illustrated
schematically in Fig. 11(b).

On the other hand, the decay from the QBS of 4CP™ appeared
to have populated the four lowest vibrational levels in So, which were
then detached by the second photon during R2PD, as schematically
shown in Fig. 11(a). IVR is generally a very fast process,””~*” but the
radiative lifetimes of the four lowest vibrational levels of 4CP~ could
be long, in particular because of its very small dipole moment. One
interesting question is why there seemed to be much lower popula-
tion of rotational states in the decay of the QBS, as compared with
the DBS in 4EP™~ (Fig. 8). The rotational population is represented
by the near threshold feature, as readily seen in Fig. 8. We noted
that the rotational population following the decay from the QBS of
4CP~ is related to the original rotational excitation of the anion, as
shown in Fig. 12. We also observed P and R branches in the transi-
tion to the ground state of the QBS (inset of Fig. 12). For the R2PD
spectrum at the lower energy side of the P branch, only vibrational
populations were observed in the decay to Sy with little rotational
tail (the bottom light blue spectrum in Fig. 12). On the other hand, in
the R2PD spectrum at the higher energy side of the R branch, signifi-
cantly more rotational populations were produced by the decay from
the QBS (the top yellow-green spectrum in Fig. 12). The ratio of the
rotational vs vibrational population as a function of photon energy
across the rotational profile is quantitatively shown in Fig. S5. Thus,
there seems to be a relationship between the initial population of
rotational energy following the IC and the eventual vibrational pop-
ulation in Sy after IVR and other radiative processes. Even though
the mechanisms of the IC are not known, it seems that the IC from
the DBS of 4EP~ leads to highly rotationally excited states that sup-
presses vibrational populations in Sy following the IVR and radiative
processes, whereas the IC from the QBS of 4CP™ leads to much
less rotational excitations in the upper manifold of Sy, resulting in
significant vibrational population following IVR and radiative relax-
ation. The current work provides quantitative experimental obser-
vations to test future theoretical models to treat the decay processes
from nonvalence excited states to valence-bound states, which are
important to understand anion formation via electron capturing by
nonvalence interactions.

24876 24888 24900 24912 24924
wavenumber (cm™)
MMF\
3.03 3.04 3.05 3.06 3.07 3.08 3.09
Binding Energy (eV)

FIG. 12. R2PD photoelectron spectra of 4CP~ at different positions across the
rotational profile of the bound v = 0 level of its QBS: 24 906 cm~" (light blue),
24911 cm~" (dark blue), 24 914 cm=" (red), and 24 917 cm~" (yellow-green). The
inset displays a high-resolution photodetachment spectrum (0.01 nm/step) of the
v = 0 level of the QBS; the color-coded * signs indicate the four detachment laser
wavelengths used in the R2PD experiment.
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V. CONCLUSION

In conclusion, we report a comparative study of a dipole-
bound and a quadrupole-bound excited state in a pair of similar
and isoelectronic anions, 4-ethynylphenoxide (HCC-CsH4O™) and
4-cyanophenoxide (NC-CsH4O7). High-resolution nonresonant
and resonant photoelectron imaging and photodetachment spec-
troscopy were conducted for cryogenically cooled 4EP™. The elec-
tron affinity of the 4EP radical is measured to be 20643 + 6 cm™
(2.5594 + 0.0007 eV). The photodetachment spectrum revealed a
DBS for 4EP~ 76 cm™! below its detachment threshold, as well
as six vibrational Feshbach resonances, which allowed six non-
Franck-Condon resonant photoelectron spectra to be obtained. The
electronic structure of 4EP™ was found to be nearly identical to the
isoelectronic 4CP~, which was found to possess a QBS 20 cm™!
below its detachment threshold previously. Even though the struc-
tures and electronic properties of 4EP™ and 4CP~ were found to
be similar, R2PD photoelectron spectra via the bound v = 0 level
of their nonvalence excited states were found to be very different.
Both nonvalence excited states were observed to decay to the Sy
states of the respective anions within the 5 ns detachment laser pulse,
but the decay mechanisms appeared to be different. The relaxation
from the DBS of 4EP™ preferentially produced highly rotationally
excited anions in Sp, whereas the decay from the QBS of 4CP™ seems
to produce mainly vibrationally excited anions in Sp. The current
study provides insight into the relaxation processes from the bound
vibrational levels of nonvalence excited states to the anionic ground
states. The differences observed for the relaxation processes from the
DBS and QBS are intriguing. It would be interesting to investigate
in future studies if these behaviors are general for different types of
nonvalence excited states.

SUPPLEMENTARY MATERIAL

See the supplementary material for the valence molecu-
lar orbitals of 4-ethynylphenoixde and 4-cynophenoxide, vibra-
tional analyses for neutral 4-ethylphenoxy and 4-cyanophenoxide,
R2PD photoelectron spectra of 4-ethynylphenoxide at two-photon
energies, the ratio of the rotational vs vibrational population fol-
lowing relaxation from the quadrupole-bound excited state of
4-cyanophenoxide as a function of photon energy, and the binding
energies and assignments of the observed vibrational features in the
R2PD photoelectron spectra of 4-cyanophenoxide.
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