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The chiral iridium rotors Ir(ppy)2(pyX)Cl (X = C=C-SiRs;, R =
rotational conformers in the ground (Sg) and excited (T;) states that can be detected by NMR and emission
measurements respectively at variable temperatures. The observed phosphorescent emissions, vibronic
(involving L = ppy) and broad (L = pyX), arise from different triplet ligand to metal charge transfers from
the two rotational conformers at distinct MLCT excited states. Both conformers exist in these Ir

alkyl) remarkably contain two distinct
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Introduction

Luminescent transition-metal complexes have been investigated
intensively in the last two decades' particularly in the area of
optoelectronics” where iridium complexes remain as the indus-
trial standards for green and red pixels in commercial OLED dis-
plays.® Iridium complexes have recently received attention as
molecular sensors due to their excellent photophysical properties
and simple synthetic procedures.* Luminescent molecular rotors
are also of current interest as distinct rotational conformers result
in different emissions.” Iridium complexes as such rotors are
described here for the first time.

The Ir(N"C)y(py-X)Cl family of complexes consists of an
iridium coordinated to a cyclometallated ligand (N~C), such as
2-phenylpyridine (ppy), and 4-X-py is a pyridine-based ligand that
coordinates ¢rans to one N*C nitrogen. The first example of such
a system was reported in 1998 using 2-phenylbenzothiazole as the
N”C ligand and unsubstituted pyridine with vibronic emission
maxima at 556 and 596 nm and quantum yield at near-unity.®
Related iridium complexes have since been reported using facile
synthetic procedures and also show vibronic emissions.” These
reasons make such complexes ideal for incorporation into more
complex systems, for example, polymer-based oxygen sensors and
multimetallic assembles.>** These compounds are chiral where
one enantiomer (A or A) contains two non-equivalent N*C
ligands as shown in Fig. 1 for the complex with the general
formula Ir( ppy),(py-X)Cl. They are considered as molecular rotors
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(ppy)2(pyX)Cl rotors due to the electron-withdrawing, conjugated substituent X.

where the rotation of the py-X ligand could be free. This rotation
could also be restricted to result in non-equivalent hydrogen and
carbon atoms at E2/E2" and E3/E3' positions.

In 2003, photophysical studies®'? on the iridium complexes
A and B with X = -CH=CH, and -CH,CH,SiMe,Ph in Fig. 1
revealed that the phosphorescent emission for A is signifi-
cantly broader and more red-shifted than the vibronic emis-
sions observed for B. It was speculated then that the broad
emission for A is due to the conjugation of the vinyl group.

In 2013, the NMR spectra of the iridium complex C with X
= 2-pyridyl were investigated in detail. The broad proton and
carbon-13 NMR peaks for C observed at ambient temperature
were assigned to the pyridyl group E in Fig. 1."* At 213 K, the
proton peaks were resolved as E2, E2', E3 and E3' due to the
presumed restricted rotation about the Ir-N(py) bond and the
chirality of the molecule. There are other reports of broad
proton peaks in Ir(ppy)s(py-X)Cl like the parent'® R = H (D,
Fig. 1) and related””® derivatives at ambient temperatures indi-
cating that restricted rotation about the Ir-N(py) bond is
typical for these chiral complexes even though these obser-
vations were not explained in the reports.

Here, iridium complexes 1-3 are synthesised where X is a
substituted ethynyl group (Fig. 1) to investigate their rotations
and emissions at variable temperatures. The choice of an
ethynyl group was to emulate the vinyl group (an electron-with-
drawing conjugated group) where a broad emission was found
in A and to explore the impact of rotational conformers on the
vibronic or broad emission behaviours in complexes 1-3.

Results and discussion

The pyridine ligands, 4-(triisopropylsilylethynyl)pyridine, 4-
(triethylsilylethynyl)pyridine and 4-(trimethylsilylethynyl)pyri-
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/\ enantiomer

Fig. 1 Iridium-complex rotors discussed in this study.

dine, were reacted with the complex p-[Ir(ppy).Cl], to obtain
the corresponding Ir( ppy),Cl(py-X) complexes 1, 2 and 3 with
yields of 83%, 32% and 23% respectively. The X-ray crystal
structure of complex 1 (Fig. S107) reveals the A enantiomer
with a Cl-Ir-N(py)-C(py) torsion angle of —37.4°.

Proton NMR spectra for the complexes at 298 K in deute-
rated dichloromethane (DCM-d,) contained broad peaks for
protons at E2/E2' positions in each complex with estimated
full width at half-height (FWHH) values of 400, 500 and 300
Hz for 1, 2 and 3 respectively (Fig. S8f). These broad peak
observations due to restricted rotations about the Ir-pyridine
bond are in accord with the reported data for complex C where
a much shorter peak width for the E2/E2’ protons was found at
15 Hz.'* Broad proton peaks were also present for E3/E3’
protons which had peak widths of 16, 22 and 16 Hz for 1, 2
and 3 respectively. "*C{'H} NMR spectra for 1-3 also showed
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broad "C peaks corresponding to the carbons at E2/E2' posi-
tions with widths of 12, 17 and 16 Hz for 1, 2 and 3 (Fig. S97).

Variable temperature (VT) proton NMR spectra were
recorded for 1-3 in DCM-d, from 298 K to 213 K. Each broad
peak for E2/E2' protons becomes two distinct peaks for the
non-equivalent protons in the pyridine ligand at 253 K and as
well-resolved doublets at 213 K. Likewise, each broad peak for
E3/E3' is changed to two broad peaks for the non-equivalent
protons at 253 K and as doublets at 213 K. Deuterated tetra-
hydrofuran (THF-dg) was also used to obtain proton spectra for
1 at lower temperatures to 193 K to search for a second
rotational barrier (Fig. 2).

The line broadening technique was employed by measuring
the change of full width at half-height (FWHH) for the peaks
widening from exchange effects to determine the thermo-
dynamic parameters of this motion.'> The signals from the
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Fig. 2 (a) Variable temperature *H NMR spectra of 1 in THF-dg. (b) Arrhenius plot of the E3 and E3’ proton signals recorded in THF-dg.
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hydrogens at E3 and E3’ were used as they remained unob-
structed by signal overlap for the temperature range in THF-dg
and coincide with the region where slow exchange is observed,
i.e., k < Av, so the rate constant (k) is approximated by k = n(h,
— h,) where A, is the FWHH for peaks widened from exchange
effects and A, is the FWHH for the peaks showing no exchange
effects (H, of the ppy ligand used here).

The Arrhenius plot revealed two distinct domains, with the
activation energy (E,) at 49 (E3) and 53 (E3') k] mol™" above
230 K similar to the ‘stiff’ rotors reported elsewhere'® and with
E, at 4.9 (E3) and 5.2 (E3') k] mol ™" indicative of a near ‘free’
rotator below 230 K. The Eyring plots (Fig. S31-S337) provides
insight as to the origin of the two observed domains, AH* =
47.5 (E3), 51.5 (E3') k] mol™ and AS* = —22.9 (E3), —6.5 (E3") ]
mol™ K~ for the high E, domain, while AH* = 3.3 (E3), 3.5
(E3’) k] mol™" and AS* = —-217.3 (E3), —216.9 (E3') ] mol ' K™*
for the low E, domain. This shows that the low E, domain
motion is entropically driven meaning it corresponds to a
large number of conformers.

Conformers for 1 were explored at PBEO/LANL2DZ:3-21G*
with the IEF-PCM(THF) solvent model to understand the
origin of the two rotational domains. The Cl-Ir-N(py)-C(py)
dihedral angle was fixed for every degree to establish the
energy barrier for the rotation about the Ir-N(py) bond and
optimised. The energy barrier for a complete rotation was esti-
mated at 41.9 k] mol™" based on the fixed angle plot (Fig. 3).
The transition state geometry TS1 was located with a barrier
energy of 59.9 k] mol™'. These values are in accord with
47.5-51.5 k] mol™" observed for the high E, domain. This
energy barrier is the result of steric hindrance between the py
ring (hydrogen at E2) and the ppy pyridyl ring (hydrogen at
D6). In addition to this large energy barrier, a much smaller
energy barrier of 1.0 k] mol™" was observed in the —30 to 30°
region corresponding to the interaction between the py ring
and the chlorine atom. The unfavourable interaction between

unfavourable
interaction

unfavourable
interaction
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the py ring E and the phenyl ring at A also contributes to the
barrier here. The transition state geometry TS2 was located
with an identical energy barrier. This small barrier accounts
for the second domain observed in the VI NMR
measurements.

The conformer at the most stable minimum, Minl, in the
ground state with a Cl-Ir-N( py)-C(py) torsion angle of —20.2° for
the A enantiomer is also present in the crystal structure for 1.
The same conformer exists in other reported crystal structures of
related Ir(N~C),(py-X)Cl complexes (Table S47).5 1141718

A similar conformer to the second minimum, Min2, with a
Cl-Ir-N( py)-C(py) torsion angle of 20.6° for the A enantiomer
is present in the crystal structure of a related Ir(N~C),Cl(py-X)
complex where N*C is 1-phenylisoquinoline and X = H with a
Cl-Ir-N(py)-C(py) torsion angle at 7.0° along with the
expected conformer (Minl) containing a Cl-Ir-N(py)-C(py)
torsion angle at —27.8° (Fig. S117)."® This crystal structure con-
firms that two conformers with different pyridine ligand orien-
tations can exist in Ir(N*C),( py-X)Cl complexes.

The rotation barriers found from the variable temperature
NMR data for 1-3 here suggest that similar rotation barriers
occur in other Ir( ppy).(py-X)Cl complexes where broad proton
peaks at E2/E3 positions at ambient temperatures have been
reported.”®'*' No broad peaks are observed for Ir
(F2ppy)2(py-X)Cl [F2ppy = 2-(2',4'-difluorophenyl)pyridine]
complexes where all four distinct proton peaks at the E2, E2/,
E3 and E3' positions are present instead.”™'” Restricted
rotations of the pyridyl ligand with the F2ppy ligands exist at
room temperatures for Ir(F2ppy),(py-X)Cl complexes with the
first rotation barrier energies expected to be higher than E, =
47 k] mol ™" based on 1 here.

The UV-visible absorption spectrum of each complex (1-3)
in dichloromethane (DCM) showed the expected *MLCT bands
of 400-500 nm with "MLCT at 350-400 nm, with absorptions
<350 nm attributed to © — n* transitions (Fig. S351). The emis-
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Fig. 3 (a) Rotational conformers for 1 located by computations, X = C=C-Si'Prs. (b) Relative ground state (So) energies of 1 with respect to fixed

Cl-Ir-=N-C dihedral angles.
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sion spectra of the complexes (1-3) in degassed DCM at room
temperatures revealed apparent vibronic emissions with Aax =
504 and 532 nm, emission lifetimes (z) of 0.16 (1), 0.21 (2) and
0.23 (3) ps and photoluminescence quantum yields (PLQY, @)
of 5.7 (1), 4.7 (2) and 2.5 (3) %. The pure radiative lifetimes (t,)
of the complexes were determined to be 2.82 (1), 4.58 (2) and
3.09 (3) ps indicating phosphorescence from the *MLCT
excited state (Fig. S36 and Table S51). The lifetimes and PLQYs
are similar to that for Ir( ppy).(py-X)Cl complexes A (z = 0.06, @
= 6; in toluene), B (0.43, 5; in toluene) and D (0.20, 13; in
DCM).31°

Intriguingly, the emission spectra for complex 1 recorded in
tetrahydrofuran (THF) and 2-methyltetrahydrofuran (MeTHF)
revealed subtly broader and more red-shifted emissions to that
found for 1 in DCM (Fig. S3771). These observations suggest
subtle changes in the conformer make-up in different solvents
even though these solvents have similar polarities (dielectric
constant, &; DCM 8.93; THF 7.43; MeTHF 6.97). The viscosities
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(cP at 20 °C) of these solvents are more varied with DCM at
0.44, THF 0.55 and MeTHF 0.85 thus may be responsible for
different conformer populations of 1 in these solvents.
Viscosity has been discussed as the reason for different pro-
perties observed in other molecular rotors."’

Variable temperature steady-state emission spectra were
recorded to examine the impact of the pyridine rotations on
the emission properties of complexes 1-3 (Fig. 4 and Fig. S39-
S48t). In DCM, the solutions revealed higher peak resolutions
and emission intensities as temperatures are lowered in steps
from 300 K to 180 K.

In MeTHF, the emissions from solutions of complexes 1-3
showed remarkable changes as temperatures are lowered. The
vibronic and broad emissions at 300 K increase in intensities
when lowered to 250 K as found for the vibronic emissions in
DCM solutions. From 240 K to 130 K however, the vibronic
emission intensities go down while the broad emission inten-
sities go up in MeTHF. When the solutions were further cooled
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Fig. 4 Variable temperature (VT) emission spectra for 1 recorded in (a) DCM and (b—d) MeTHF solutions.
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from 120 K to 80 K, the spectra were resolved into vibronic
emissions similar to other 80 K spectra for Ir(ppy),(py-X)Cl
complexes'® such as D while the broad emissions were absent
at temperatures below 115 K. Deconvolution analyses were
carried out on emission spectra of 1 in MeTHF at 300 K, 240 K

View Article Online
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and 130 K to show the two distinct emissions, vibronic and
broad (Fig. 5). The maximum of the broad emission is esti-
mated at 580 nm with the highest energy onset at 500 nm.

The conformers for 1 at the triplet excited states (T,)
responsible for the dual emissions were examined by fixing
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Fig. 5 Deconvolution curves from emission spectra of 1 in MeTHF at (a) 300 K, (b) 240 K and (c) 130 K.
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Fig. 6 (a) Relative triplet excited state (T,) energies of 1 with respect to fixed Cl-Ir-N-C dihedral angles. (b) Simulated vibronic emission spectra
from Minl and Min2 T; optimised geometries. (c) Natural transition orbitals (NTO, purple = particle and yellow = hole) for Minl and Min2 T, opti-

mised geometries.
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the Cl-Ir-N(py)-C(py) dihedral angle and optimising the geo-
metry at PBEO/LANL2DZ:3-21G* in an IEF-PCM(THF) solvent
field (Fig. 6). Again, two minima were located (Min1 and Min2)
but Min2 is the more stable conformer at the T; state by 6.6 kJ
mol™. Vibronic calculations®® on these T; conformers at
PBEO/LANL2DZ:3-21G* revealed maxima for the vibronic emis-
sion at 504 and 539 nm and the maximum for the broad emis-
sion at 576 nm in excellent agreement with the vibronic (504
and 532 nm) and broad (580 nm) emission spectra observed
experimentally.

Natural transition orbital (NTO) analyses show the vibronic
emission to arise from ppy to iridium-ppy (*MLCT state) tran-
sition whereas the broad emission is mainly py to iridium
charge transfer (from *MLCT state). The key vibrational modes
for the vibronic band observed at 539 nm are the ring breath-
ing modes of the ppy ligands. The different particle (‘accep-
tor’/’LUMO’) NTOs are responsible for the different emissions
observed in these systems 1-3 and in other iridium complexes
elsewhere.”® The broad emission reported for complex A
suggests a similar Min2 conformer present at the T, excited
state as found for 1-3 here. Broad emissions are expected in
these Ir(N~C),(py-X)Cl complexes assuming that the particle
NTO in the T; state is located at the pyridine ligand which
would be facilitated by a conjugated and electron-withdrawing
substituent at X. The T; Min2 conformer could be located here
computationally for complexes A and C but not for B and D
which indicates that complex C could generate broad emis-
sions like A and 1-3.

The different emission behaviours for 1-3 observed in DCM
and in MeTHF in the 180 to 300 K range suggest different con-
former make-ups in the solutions at different temperatures.
These varied conformer distributions could be due to solvent

g .
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T1(Min2)
2.46 eV 213 eV
>
> vibronic broad
8 emission emission
L

So(Min2)'

So(Min1)'
So(Min)

Reaction coordinate

Fig. 7 Excited state diagram summarising the observed dual emissions
in1-3.
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viscosities where MeTHF is considerably more viscous than
DCM especially at lower temperatures. The broad emissions
are dominant in the 180 to 130 K range in MeTHF indicating
that the Min2 conformers at the excited states are the major
conformers. The sudden change from 130 K to 80 K for 1-3 in
MeTHF is related to the reported glass transition temperature
for MeTHF at 128 K where only vibronic emissions from the
Min1 conformer excited states are present at temperatures
below 130 K.

The dual emission process in 1-3 is summarised schemati-
cally in Fig. 7. The transition from T,;(Min1) to the unchanged
geometry So(Min1)' results in the vibronic emission at 2.46 eV.
The transition of T;(Min2) to the corresponding unchanged
ground state geometry So(Min2)' affords the broad emission at
2.13 eV. The relative population ratio of T,(Min1) and T;(Min2)
states depends on the temperature and solvent/viscosity
factors which influence the energy barrier between these
excited states.

Conclusion

It is established here for the first time that two distinct confor-
mers are present in iridium complexes as can be observed
using variable temperature NMR and emission measurements.
These experimental observations where two rotational barriers
are present for one iridium rotor are supported by hybrid-DFT
computations which reproduced the distinct rotational barrier
energies and the different emissions from the two rotational
conformers. Dual phosphorescent emissions were present
where the vibronic emission is linked to the phenylpyridine
(ppy) ligands and the broad emission involves the pyridine
ligand. The broad phosphorescent emission exists in these
chiral complexes when an electron-withdrawing, conjugated
substituent is attached to the pyridine ligand. The dual emis-
sions are remarkably dependent on solvent and temperature
due to different viscosities. It is hoped these intriguing emis-
sion properties from synthetically facile chiral iridium com-
plexes can be exploited in imaging/sensor applications in
future.
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