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Photo-induced 67-electrocyclisation and cycloreversion of isolated
dithienylethene anions’

Jack T. Buntine, Eduardo Carrascosa,? James N. Bull,¢ Giel Muller,* Ugo Jacovella,? Christo-
pher R. Glasson,® George Vamvounis,” and Evan J. Bieske*¢

The diarylethene chromophore is commonly used in light-triggered molecular switches. The chro-
mophore undergoes reversible 67-electrocyclisation (ring closing) and cycloreversion (ring opening)
reactions upon exposure to UV and visible light, respectively, providing bidirectional photoswitch-
ing. Here, we investigate the gas-phase photoisomerisation of meta- (m) and para- (p) substituted
dithienylethene carboxylate anions (DTE™) using tandem ion mobility mass spectrometry coupled
with laser excitation. The ring-closed forms of p-DTE~ and m-DTE™ are found to undergo cyclore-
version in the gas phase with maximum responses associated with bands in the visible (A,,4x 2600 nm)
and the ultraviolet (A,4y 2360 nm). The ring-open p-DTE™~ isomer undergoes 67-electrocyclisation
in the ultraviolet region at wavelengths shorter than 350 nm, whereas no evidence is found for the
corresponding electrocyclisation of ring-open m-DTE ™, a situation attributed to the fact that the
antiparallel geometry required for electrocyclisation of m-DTE™ is energetically disfavoured. This
highlights the influence of the carboxylate substitution position on the photochemical properties of
DTE molecules. We find no evidence for the formation in the gas phase of the undesirable cyclic
byproduct, which causes fatigue of DTE photoswitches in solution.

Introduction

Photoisomerisation plays a key role in many biological processes
and technological applications, including in the visual transduc-
tion cycle in animals and as phototriggers in photopharmacology
where the absorption of light in the bio-optical window can acti-
vate drug molecules. > One appealing strategy for understand-
ing the intrinsic behaviour of molecular photoswitches is to study
the molecules in the gas phase, an isolated environment, and
compare the photochemistry with studies in solution where the
environment plays a role. Data gathered for molecules in the
gas phase can normally be compared in a straightforward man-
ner with theoretical predictions.

Common classes of molecular photoswitches include the
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fulgides, azobenzenes, spiropyrans, and diarylethenes (DAEs). %7
Ideal photoswitch molecules should be thermally stable at room
temperature, exhibit rapid photoswitching response with high
quantum yield, and resist fatigue after repeated photoswitching
cycles.” DAEs satisfy most of these criteria and offer other ad-
vantages including simple syntheses, capacity to be grafted to
other molecules (e.g. enzymes or polymers) and a high propen-
sity for reversible/bi-directional photoisomerisation with differ-
ent colours of light (photochromism).6‘8 DAEs have been devel-
oped for various applications including optics and photonics, and
show promise for photoswitching of bioactive molecules or en-
zyme activity. &7-

The photoswitching function of DAEs (Fig.1la) involves 67-
electrocyclisation (ring closing) and cycloreversion (ring open-
ing) reactions upon exposure to light, respectively. The photo-
induced 67-electrocyclisation follows the Woodward-Hoffmann
rules, involving a conrotatory cyclisation of a hexatriene system
giving anti-configured stereochemistry. The photo-induced cy-
cloreversion process also proceeds through a conrotatory mech-
anism to give the ring-open form. Note that in solution the ring-
open isomer can exist as two interconvertable geometric forms,
antiparallel and parallel (Fig.1a); only the antiparallel confor-
mation has the correct orientation of the hexatriene system for
photo-induced electrocyclisation. 719 Introducing long, sterically
cumbersome alkyl groups to the photoactive carbon atoms on the
thiophene rings restricts the ring-open isomer to the antiparal-
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Fig. 1 Potential energy surfaces for the dithienylethene (DTE) anions investigated in this work. Energies for minima and transition states were
calculated at the ®B97X-D/aug-cc-pVDZ level of theory. Relative energies (in kJ/mol) are reported in parentheses. Photoexcitation is represented
by full arrows; IC=internal conversion pathways (represented by blue, dashed arrows); Coln=conical intersection; TS=transition state.

lel structure and consequently increases the cyclisation quantum
yield in solution. 1112 The quantum yield for the cycloreversion
reaction is generally lower than the cyclisation yield, presum-
ably due to the existence of a barrier on the singlet S; excited-
state surface, but normally increases with the introduction of
electron-withdrawing substituents, 1314 while electron-donating
substituents tend to decrease the yield significantly. 1>-16

Many DAE photoswitch molecules in condensed phases show
formation of a photostable cyclic byproduct following prolonged
exposure of the ring-closed isomer to UV light.17:'® In con-
trast, visible light does not lead to degradation. The struc-
ture of the byproduct was first elucidated by Irie and coworkers
using mass spectrometry and X-ray crystallography.17-1° Time-
dependent HPLC studies established that the byproduct was
formed from the ring-closed isomer following exposure to UV
light. It was also found that the byproduct has a very similar
absorption spectrum to that of its ring-closed precursor. Interest-
ingly, in the single-crystalline phase, DAEs exist exclusively in the
antiparallel arrangement and do not degrade to the cyclic byprod-
uct upon exposure to UV light.2%2! Formation of the byproduct
is undesirable and is the main source of fatigue in DAE pho-
toswitches (Fig. 1b), although it remains uncertain whether the
degradation is an inherent feature of the molecule or depends on
the solvent environment.

A desire to understand the photoisomerisation dynamics and
absorption properties of DAEs has prompted numerous solution-
based experiments17:19:22-33 and theoretical investigations, 3342
including studies on the formation mechanism for the byprod-

2| Journal Name, [year], [vol.], 1-9

uct. 334347 For the cyclisation and cycloreversion reactions, the-
ory39-41:42:48-50 ha5 established the involvement of a conical in-
tersection seam between the ground state Sy and first excited sin-
glet state S;. Studies of the photochemical formation mechanism
for the byproduct are limited, although a theoretical investiga-
tion by Mendive-Tapia et al. suggests involvement of a S;/S con-
ical intersection seam in the non-adiabatic decay from the sin-
glet S; state.** Although the functionalisation of DAEs, for ex-
ample by substituting the stilbene phenyl rings with thiophene
functional groups [i.e. dithienylethenes (DTEs)], can enhance
the photoisomerisation quantum yield, it can also exacerbate
fatigue.17-1° However, DAE systems containing benzothiophene
moieties have been shown to be one of the most fatigue-resistant
derivatives, 2 and formation of the byproduct has been sup-
pressed by using a triplet sensitiser to induce cyclisation through
a triplet state.4°

Gas-phase photochemistry of molecular photoswitches pro-
vides a basis for interpreting their photoswitching behaviour in
solution and better understanding photoswitch-solvent interac-
tions. To our knowledge, there are only two prior investigations
of neutral DTE molecules in the gas phase. One study observed
fluorescence spectra for the ring-open isomer in a supersonic free
jet,>3 and the other used femtosecond time-resolved photoelec-
tron spectroscopy to measure excited-state lifetimes.>* In the
current study we apply photoisomerisation action (PISA) spec-
troscopy to investigate the isomer-specific photochemistry of two
charged DTE systems in the gas phase. The PISA spectroscopy
technique couples ion mobility spectrometry (IMS) with laser

This journal is © The Royal Society of Chemistry [year]
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spectroscopy, allowing investigation of selected DTE isomers. In
drift tube IMS, charged isomers (e.g. E and Z isomers, depro-
tomers, or ring open/closed structural isomers) are propelled
through a buffer gas by an electric field and are separated based
on their drift speeds, which depend on their collision cross sec-
tions (CCSs) with the buffer gas. In PISA spectroscopy, a target
isomer is selected in a primary IMS stage and exposed to tunable
laser light, with resulting photoisomers separated in a second IMS
stage. Monitoring the photoisomerisation response as a function
of laser wavelength gives a gas-phase action spectrum. The PISA
spectroscopy technique has been used previously to study a range
of molecular transformations in the gas phase, including E-Z pho-
toisomerisation, >>>8 linkage photoisomerisation,® electrocycli-
sation>® and photo-induced intramolecular proton transfers. %0 In
this study we use the PISA approach to investigate the effect of
substitution pattern on the photoisomerisation of carboxylated
DTE molecules. The investigation also provides insights into the
role solvent plays in photoisomerisation.

Experimental methods

Experiments were performed using a tandem ion mobility mass
spectrometer shown in Fig.2 that has been described previ-
ously.%1-62 Synthesis of p-DTE and m-DTE is described in the
ESI. Briefly, gas-phase anions were generated through electro-
spray ionisation from a solution of the target molecule dissolved
in methanol (=107 mol/L) with trace NH;. A radio frequency-
driven ion funnel (IF1) radially gathered and confined the electro-
sprayed ions, after which an ion gate (IG1) injected 100 us pack-
ets of ions at 40 Hz into the first stage of the drift region (IMS1).
The ions were propelled through N, buffer gas (=6 Torr) by an
electric field (44 V/cm) where they were separated spatially and
temporally based on their collision cross-sections with the gas.
Extended isomers have larger collision cross-sections and travel
more slowly than smaller, more compact ions. After the ions tra-
versed the drift region, they were collected by a second ion funnel
(IF2) and passed through a differentially pumped chamber con-
taining an octupole ion guide and quadrupole mass filter (QMF)
before striking an ion detector. A plot of ion signal against arrival
time at the detector corresponds to an arrival time distribution
(ATD) and exhibits peaks associated with different isomers. The
mobility resolution of the instrument for singly-charged anions,
t/At, is typically 80-90.62

Photoisomerisation of the DTE™~ anions was probed by oper-
ating the instrument in tandem mode. A Bradbury-Nielsen elec-
trostatic ion gate (IG2) situated midway along the drift region
was opened for 100 us at an appropriate delay to select the de-
sired target isomer. The mobility-selected ions were intercepted
by a single 10 ns pulse of light from a tunable optical parametric
oscillator (OPO, EKSPLA NT342B). The resulting photoisomers
or photofragments were then separated in the second stage of
the drift tube (IMS2). The instrument was operated such that
alternate ion packets were intercepted by light, so that the pho-
toresponse could be assessed through the difference between the
light-on and light-off ATDs, the photoaction ATD. PISA spectra
were obtained by monitoring the photoisomer yield as a function
of OPO wavelength. The PISA spectroscopy measurements were

This journal is © The Royal Society of Chemistry [year]
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performed with a light fluence of <0.5 mJ/cm?/pulse to minimise
multiphoton absorption and dissociation processes. The maxi-
mum photoresponse corresponded to conversion of <8% of the
ring-closed structures to the ring-open structures at wavelengths
of 615 and 590nm for p-DTE~ and m-DTE™, respectively. It
should be noted that although the PISA spectra are normalised
with respect to laser power, the relative intensities of the visible
and UV bands are somewhat uncertain as the OPO changes range
at 410nm and the beam profile is slightly different in the visible
(410-700 nm) and UV regions (300-410 nm).

Measured collision cross sections (,,) were derived from
the measured arrival times, t, of the ions adjusted for the
time they spend in the octupole, t,s, and QMF, t,,., where
t=td+t,,ct+tquad.63 The time the ions spend in the octupole and
QMF is short (~0.2ms) compared to their transit times through
the drift region, t; (17-20 ms).

Theoretical methods

To support the PISA experiments, electronic structure calculations
for p-DTE~ and m-DTE™ isomers were performed using the Gaus-
sian 16.B01 software package.®® Geometry optimisations, har-
monic vibrational frequencies and isomerisation transition-state
geometry searches were performed at the ®B97X-D/aug-cc-pVDZ
level of theory, 55:66

Calculated collision cross sections were computed using the Ion
Mobility Software (IMoS) 2.0 program suite ®7 with the trajectory
method parametrised for N, buffer gas at 298 K. Input charge dis-
tributions were computed at the ®B97X-D/aug-cc-pVDZ level of
theory during the course of the geometry optimisation and vi-
brational frequency calculation using the Merz+Singh+Kollman
scheme to reproduce the electric dipole moments. %89 Sufficient
trajectories were computed such that calculated values had stan-
dard deviations of +1 A2

Results and discussion

In solution, ring-open DTEs are present in antiparallel and par-
allel conformations (Fig. 1a).719 A molecule in the antiparallel
conformation is photoreactive as it possesses a suitable geome-
try for 67-electrocyclisation, whereas the geometry of a molecule
in the parallel conformation is unsuitable for electrocyclisation.
Calculated relative energies (wB97X-D/aug-cc-pVDZ level of the-
ory) for the ground-state minima and transition states for the two
target DTE molecules in the gas phase are summarised in Fig. 1a
and b. The parallel ring-open isomer is predicted to be the min-
imum energy form for both p-DTE~ and m-DTE™~ molecules. For
m-DTE™, the parallel structure is more stable than the antiparal-
lel structure (by 14 kJ/mol), due to non-covalent interactions be-
tween the —CO,~ charge-tag and the aromatic ring system on the
adjacent arm (see Fig.2c SI). For p-DTE™, similar non-covalent
interactions between the -CO,~ charge-tag and the aromatic ring
system are not structurally possible, so that the parallel and an-
tiparallel forms are almost isoenergetic.

Arrival time distributions (ATDs) for p-DTE~ and m-DTE™ are
shown in Fig. 3a and b, respectively. The ATDs were recorded for
DTE™ ions from electrosprayed methanolic solutions of the syn-
thesised ring-open isomers, with the solutions shielded from room
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Fig. 2 Schematic illustration of the tandem ion mobility spectrometer coupled with laser excitation. IF1 = first ion funnel, IG1 = first ion gate, IMS1
= ion mobility stage 1, IG2 = second ion gate, IMS2 = ion mobility stage 2, IF2 = second ion funnel, oct = octupole, QMF = quadrupole mass

filter, MCS = multichannel scaler, and OPO = optical parametric oscillator.
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Fig. 3 ATDs for p-DTE™ and m-DTE™ in N, buffer gas, with and
without irradiation at 300 nm. (a) ATDs for ring-open and ring-closed
p-DTE~. (b) ATDs for ring-open and ring-closed m-DTE~. The ATD
peaks tentatively assigned to the byproduct are identified. Measured
collision cross sections for each ATD peak are given in A2,

light (clear solutions), and also for electrosprayed methanolic so-
lutions that were irradiated with 300 nm light for several minutes
(blue solutions). Comparison of the ATDs allows assignment of
the major peak for the solutions protected from light to the ring-
open isomer, and the major peak for the solutions irradiated with
300 nm light to the ring-closed isomer, with the minor peak tenta-
tively assigned to the cyclic degradation product formed through
the process shown in Fig. 1(b).1% The photoconversion between

4| Journal Name, [year], [vol.], 1-9

ring-open and ring-closed forms of DTE™ is well known in solu-
tion.”

The low TS1 barrier of 23 kJ/mol separating the parallel and
antiparallel structures of ring-open p-DTE~ means that the two
forms should rapidly interconvert in the drift tube on a shorter
time scale than their transit time, giving rise to a single, time-
averaged ATD peak.’? This is consistent with the ATD shown in
Fig. 3(a), which shows a single peak that can be assigned to the
ring-open isomer. As discussed later, p-DTE~ molecules in the
antiparallel conformation travelling in this packet are photoac-
tive and undergo 67n-electrocyclisation when exposed to UV light.
For ring-open m-DTE™, rapid interconversion between the paral-
lel and antiparallel structures is also expected in the drift tube
due to the low TS1 barrier of 22kJ/mol (see Fig.1) giving a sin-
gle, time-averaged ATD peak as shown in Fig. 3(b). However, ions
in this packet will mostly have the more stable parallel structure,
which will not undergo electrocyclisation, consistent with the ab-
sence of any photoisomerisation response when this ion packet
was irradiated at 300 nm (see below).

The peak assignments for the ring-open and ring-closed iso-
mers of p-DTE™ and m-DTE™ are generally consistent with colli-
sion cross sections calculated using the IMoS 2.0 program pack-
age based on structures determined using DFT (wB97X-D/aug-
cc-pVDZ level of theory). Measured (Q,,) and calculated (.)
CCSs for p-DTE and m-DTE anions are summarised in Table 1.
As explained above, both the parallel and antiparallel conform-
ers should contribute to the ring-open ATD peaks, and therefore
the effective CCS will be a weighted average of the CCSs for the
two conformers. For p-DTE~, the measured CCS for the closed
form is around 1.2% larger than the CCS of the open form, agree-
ing with calculations which predict the CCS of the closed form is
1.7% larger than that of the open form. For m-DTE~, the mea-
sured CCS for the closed form is 7.7% larger than the CCS for
the open isomer, comparable to the 7.5% difference between the
calculated CCSs for the closed isomer and the parallel conformer
of the open isomer (expected to be the main form of the open
isomer in the ion packet).

This journal is © The Royal Society of Chemistry [year]
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Table 1 Measured and calculated CCSs () for p-DTE and m-DTE anions
in N buffer gas (units A2). Absolute errors in the measured collision cross
sections are estimated as +20 A2, with relative errors being somewhat
lower, £3 A2

CCSs
species Q. (Az) Q. (Az)
p-DTE
open (antiparallel) - 251
open (parallel) - 225
open (average CCS) 259 238
closed 262 242
byproduct 248 245
m-DTE™
open (antiparallel) - 250
open (parallel) - 227
open (average CCS) 234 239
closed 252 244
byproduct 241 243

For both p-DTE~ and m-DTE~, the calculated CCS of the
byproduct is larger than expected if the assignments of the
byproduct ATD peaks are correct. At this stage we do not have
an explanation for this discrepancy. Proving that the minor peaks
observed in Figs. 3(a) and (b) are indeed associated with the
byproducts shown on the right hand side of Fig. 1 might be ac-
complished using HPLC separation of the constituents of the ir-
radiated solutions, followed by structural characterisation, prob-
ably using NMR. Following this, the purified byproduct samples
for p-DTE~ and m-DTE™ could be introduced into the ion mobil-
ity mass spectrometry instrument to check that their arrival times
indeed correspond to the minor peaks observed in Figs. 3(a) and
(b), respectively.

Having assigned the main ATD peaks, we now consider the
photoisomerisation of the DTE™ ions in the gas phase. Photoac-
tion ATDs (the difference between light-on and light-off ATDs)
for ring-open and ring-closed isomers of p-DTE™ recorded at dif-
ferent wavelengths are shown in Fig.4(a-d). Measurements for
the ring-open p-DTE™ isomer (Fig.4(a)) at 300 nm are consistent
with photoconversion of the antiparallel form to the ring-closed
isomer with a minor fraction of the molecules photodissociating
through loss of CO, (confirmed by tuning the quadrupole mass
filter to the -CO, photofragment). An overall reduction in ion
signal accompanying exposure of the ring-open p-DTE™ isomer to
300 nm light is presumably due to photodetachment as the pho-
ton energy (4.13€eV) exceeds the calculated adiabatic electron
affinity (AEA) of 3.77eV. The ring-open p-DTE™ isomer shows
no discernible photoresponse at wavelengths longer than 350 nm
consistent with calculations (see below) and measurements in so-
lution. For the ring-closed p-DTE™ isomer, the photoaction ATDs
show evidence for formation of the ring-open isomer in the vis-
ible and UV ranges (Fig.4(b)&(c)) and also for loss of CO, and
F atoms in the UV range (Fig.4(c)). Note that measurements
of photoproduct yield as a function of light fluence at 615nm
suggests that photoisomerisation involves absorption of a single
photon (Fig. S3(a) in the ESI).

This journal is © The Royal Society of Chemistry [year]
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Fig. 4 Photoaction ATDs for photoisomerisation of p-DTE~. (a) ring-
open isomer irradiated at 300 nm showing formation of the ring-closed
isomer, (b) ring-closed isomer at irradiated 615 nm showing cyclorever-
sion, (c) ring-closed isomer irradiated at 350 nm showing cycloreversion
and photodissociation signals corresponding to loss of CO, and an F
atom, respectively, and (d) ring-closed isomer irradiated at 300 nm with
evidence for photodetachment but not for byproduct formation. All pho-
toaction ATDs were recorded with the QMF set to transmit all ions.
Note, because the mobility-selected ions are intercepted with light mid-
way through the drift region (after IMS1), the photoisomer signals appear
between the ATD peaks of the two isomeric forms that are separated over
the entire drift region (IMS1+IMS2).

We now consider the photoresponse of the m-DTE™ isomers
in the gas phase. First we note that no photoisomerisation re-
sponse was observed for the ring-open m-DTE™ isomer over the
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300-700nm range, presumably because in the gas phase the
ring-open isomer exists mainly in the more stable parallel con-
formation, which, due to its unfavourable geometry, is unable
to cyclise (Fig.1(a)). This is apparent in the photoaction ATD
for the ring-open m-DTE~ isomer at 300 nm (Fig.5(a)), which
shows no evidence for formation of the ring-closed isomer, whose
peak should appear at ~18 ms, but which does show evidence
for photo-induced CO, loss and for photodetachment (the cal-
culated AEA is 4.03 €V for ring-open m-DTE™). In contrast, as
shown in Fig.5(b), the ring-closed isomer does convert to the
ring-open isomer when exposed to 590 nm light. Measurements
for the photoisomer yield as a function of light fluence at 590 nm
presented in the ESI (Fig. S3(b)) suggest that the process involves
absorption of a single photon. Between 300 and 400 nm, cyclore-
version of the ring-closed m-DTE~ isomer occurs in competition
with photodissociation (CO, and F loss) (Fig.5(c)). Exposure of
ring-closed m-DTE™ to 300 nm light (Fig. 5(d)) results in the for-
mation of a small amount of the ring-open isomer and the CO,
and F-atom dissociation products but with most of the photode-
pletion signal presumably due to electron detachment (the calcu-
lated AEA is 3.96 €V for ring-closed m-DTE ™).

There is no evidence in the photoaction ATDs for ring-open and
ring-closed isomers of p-DTE~ or m-DTE™ shown in Figs. 4 and 5
for formation of the species tentatively assigned to the byproduct
following exposure to visible or UV light. This is perhaps not sur-
prising given that measured quantum yields for byproduct forma-
tion for similar DAE molecules in solution are low, with an upper
limit of 0.02.7:*> We estimate that the relative quantum yield for
byproduct formation in the gas phase would need to exceed 0.1
for its peak to be apparent in the photoaction ATDs under single
photon absorption conditions.

Photoisomerisation action (PISA) spectra for ring-open and
ring-closed p-DTE™ isomers are shown in Fig.6(a). The PISA
spectrum for 67-electrocyclisation of ring-open p-DTE™ has an
onset at ~360 nm and probably reaches a maximum at a wave-
length just below 300nm. The PISA spectrum resembles the so-
lution absorption spectrum (methanol, pH>7), and is consistent
with time-dependent density functional theory (TD-DFT) wB97X-
D/aug-cc-pVDZ calculations which predict a strong transition for
the ring-open isomer at 286 nm (oscillator strength, f=0.85). The
PISA spectrum for cycloreversion of ring-closed p-DTE™~ shown in
Fig. 6(a) exhibits a band spanning the 450-700 nm range, peak-
ing at ~615nm, and a band of comparable intensity extending
over the 320-415nm range, peaking at ~365nm. The UV band
is likely associated with two UV transitions apparent in the so-
lution absorption spectrum (370 and 383 nm). The visible band
in the absorption spectrum of p-DTE™ in solution is blue-shifted
~20 nm compared with the band in the gas-phase PISA spectrum.
This shift can be interpreted as arising from a diminished solvent
stabilisation of the molecule in the excited state compared to the
ground state. Overall, the PISA spectrum of ring-closed p-DTE~
is consistent with TD-DFT calculations that predict transitions
at 547nm (f=0.51), 335nm (f=0.38) and 321nm (f=0.37).
It should be remarked that in the UV region, photodissociation
through loss of CO, and F become competitive with photoiso-
merisation of ring-closed p-DTE™ so that the total photoproduct
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Fig. 5 Photoaction ATDs for m-DTE™~. (a) ring-open isomer irradiated
at 300 nm showing CO; loss, (b) ring-closed isomer irradiated at 590 nm
showing cycloreversion, (c) ring-closed isomer irradiated at 350 nm show-
ing cycloreversion and photodissociation signals corresponding to the loss
of CO, and a fluorine atom, respectively, and (d) ring-closed isomer irra-
diated at 300 nm with evidence for photodetachment but not for byprod-
uct formation. All photoaction ATDs were recorded with the QMF set
to transmit all ions.

yield at the peak of the UV band is around three times larger than
at the peak of the visible band (see Fig. S1 the ESI).

PISA spectra for m-DTE™ isomers are shown in Fig.6b. The
PISA spectrum for cycloreversion of ring-closed m-DTE™ resem-
bles the corresponding p-DTE™ PISA spectrum, with a band over
the 430-680nm range, peaking at ~590nm, and a band of
comparable intensity over the 330-420nm range, peaking at
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Fig. 6 PISA spectra for isomers of (a) p-DTE™ and (b) m-DTE~. UV-
Vis absorption spectra are included for comparison. Black bars indicate
vertical excitation wavelengths for the ring-closed isomers calculated us-
ing time-dependent density functional theory (TD-DFT) at the @B97X-
D/aug-cc-pVDZ level of theory. UV-Vis absorption spectra were recorded
in basic methanol solutions.

~355nm. Again, this weaker band is likely a result of two UV
transitions that are apparent in the solution absorption spectrum
at 367 and 380nm, respectively. The PISA spectrum is consis-
tent with TD-DFT calculations which predict strong transitions at
545nm (f=0.43), 335nm (f=0.21) and 304nm (f=0.41). As
noted above, the ring-open m-DTE~ isomer does not undergo
photocyclization. However, its action spectrum recorded on the
CO, loss channel is very similar to the corresponding action spec-
trum of ring-open p-DTE™ (see Figs. S1 and S2 in the ESI), and is
consistent with the predicted UV transition occurring at 268 nm
(f=0.16).

Overall, it is apparent from Figs. 4-6 that p-DTE~ and m-DTE~
have very similar photophysical properties, with almost identi-
cal absorption band positions in solution and in the gas phase.
The one exception is that whereas ring-open p-DTE~ undergoes
photocyclisation in the gas phase there is no evidence for corre-
sponding photoisomerisation of ring-open m-DTE~, most likely
because the required antiparallel conformation is energetically
disfavoured.

Conclusions

Photo-induced 67-electrocyclisation and cycloreversion reactions
of charge-tagged DTE molecules have been probed in the gas
phase by combining tandem ion mobility-mass spectrometry and
laser excitation. The strategy has enabled us to distinguish the
ring-open and ring-closed isomers of DTE molecules in the gas
phase and to assess the photoisomerisation responses for the dif-
ferent forms. Whereas reversible photoisomerisation was ob-
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served for p-DTE™, only cycloreversion was found for m-DTE™.
The absence of 67-electrocyclisation for the ring-open m-DTE™
isomer can be ascribed to the fact in the gas phase it prefers a
parallel structure for which electrocyclisation is not possible. In
contrast, both substitutional isomers exhibit reversible photoiso-
merisation behaviour in methanol.

Preliminary investigations of the photoisomerisation of p-DTE~
and m-DTE™ in solution were also undertaken using ion mobil-
ity mass spectrometry to monitor photoisomer formation. The
minor ATD peaks that arise when p-DTE~ and m-DTE™ in solu-
tion are exposed to 300 nm radiation were tentatively assigned to
byproducts. Definite assignment of these peaks requires purifica-
tion and structural characterisation. Although this is beyond the
scope of the current paper, which is mainly concerned with the
photoisomerisation of p-DTE~ and m-DTE™ in the gas phase, it
may be worthwhile for a future study, particularly given that it
may provide the foundation for a rapid on-line protocol for as-
sessing the extent of byproduct formation. The HPLC separation
would also allow the UV-Vis spectra of the byproducts from p-
DTE~ and m-DTE™ to be measured. Ultimately, a protocol based
on ion mobility mass spectrometry may provide a more conve-
nient way for assessing formation of different photoproducts than
techniques where product yields are estimated using UV-Vis spec-
troscopy, given that previous studies for similar DTE molecules
show that the byproduct has a very similar absorption spectrum
to the ring-closed isomer. 1°

No evidence was found for the formation of the byproduct in
the gas phase following exposure of the ring-closed isomers to a
single pulse of UV light. Possibly the byproduct would be formed
if the gas-phase DTE~ ions were exposed to UV light for longer
times. This could perhaps be accomplished by modifying the cur-
rent instrument so that the ions could be irradiated in the first ion
funnel (IF1 in Fig. 2) before the ion packet was launched into the
drift region.

Ultimately, we hope this investigation will motivate further
studies of DTE-based photoswitches in gas-phase and condensed-
phase environments and through quantum chemical methods,
and help develop more robust and efficient photoswitches.
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