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Electrocatalytic reduction of CO2 to CO by a series
of organometallic Re(I)-tpy complexes†
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Raja Mitra *a

A series of organometallic Re(I)(L)(CO)3Br complexes with 4’-substituted terpyridine ligands (L) has been

synthesised as electrocatalysts for CO2 reduction. The complexes’ spectroscopic characterisation and

computationally optimised geometry demonstrate a facial geometry around Re(I) with three cis COs and

the terpyridine ligand coordinating in a bidentate mode. The effect of substitution on the 4’-position of

terpyridine (Re1–5) on CO2 electroreduction was investigated and compared with a known Lehn-type

catalyst, Re(I)(bpy)(CO)3Br (Re7). All complexes catalyse CO evolution in homogeneous organic media at

moderate overpotentials (0.75–0.95 V) with faradaic yields of 62–98%. The electrochemical catalytic

activity was further evaluated in the presence of three Brønsted acids to demonstrate the influence of the

pKa of the proton sources. The TDDFT and ultrafast transient absorption spectroscopy (TAS) studies

showed combined charge transfer bands of ILCT and MLCT. Amongst the series, the Re-complex con-

taining a ferrocenyl-substituted terpyridine ligand (Re5) shows an additional intra-ligand charge transfer

band and was probed using UV-Vis spectroelectrochemistry.

Introduction

Carbon dioxide (CO2), one of the planet’s most essential
carbon sources, is also one of the key greenhouse gases contri-
buting to global warming.1 Despite the existence of a natural
carbon cycle that maintains the CO2 level in the atmosphere,
the addition of an uncontrollable amount of anthropogenic
CO2 is tilting the balance of CO2 in the Earth’s atmosphere
slowly but steadily in the wrong direction.2–5 The recent
decline of CO2 emissions during the global pandemic in
2020 3 suggests a need to either find sustainable alternatives to
fossil fuel (e.g. green H2) or upcycle the CO2 to fuel and feed-
stock to realise a carbon-neutral cycle. Without readily avail-
able alternative fuel sources, the dependence on fossil fuels
cannot be eliminated drastically.6 Considering the current
scenario, electroreduction presents a promising route to CO2

recycling for the production of value-added chemicals (CO,
HCOO−) or carbon-neutral fuels (CH4, CH3OH).7–10

Nevertheless, the reduction of CO2 is associated with a high
activation energy barrier due to the highly stable CvO bonds.
One of the most prominent ways to overcome the high acti-
vation barrier is by an electrochemical reduction in the pres-
ence of a catalyst.11–16 In natural enzymatic systems, such as
CO-dehydrogenase (CODH), CO2 activation is facilitated by
hydrogen bonding interactions. This has inspired the mole-
cular design of synthetic CO2R catalysts that involves tuning
both the primary and secondary coordination spheres to
modulate the electronic properties and harness intramolecular
through-space interactions for improved activity. The tuneabil-
ity of the ligand frameworks in transition metal complexes
allows the introduction of tailored functional groups in the
outer sphere that can promote selective CO2 reduction.
Recently, a wide range of CO2R catalysts containing secondary
sphere functionalities has been reported, such as cobalt–phos-
phine complexes with pendant amines,17 iron porphyrins with
pendant phenols,18 phthalocyanines with trimethyl-
ammonium groups,19 and cobalt aminopyridine
macrocycles.20

Since the discovery of the CO2R activity of fac-Re(I)(bpy)
(CO)3X (X = Cl/Br) complexes by Lehn and coworkers, a range
of Re(I)- and Mn(I)-carbonyl complexes with bidentate diamine
N–N ligands have been synthesised and studied for electro-
chemical CO2-to-CO conversion.21–28 Among these molecular
catalysts, 2,2′-bipyridine (bpy) and 1,10-phenanthroline (phen)
remain the most widely used ligands.22,29–35 In particular, Re

†Electronic supplementary information (ESI) available. See DOI: https://doi.org/
10.1039/d3dt00441d

aSchool of Chemical and Materials Sciences, Indian Institute of Technology Goa,

Farmagudi, Goa 403401, India. E-mail: rajamitra@iitgoa.ac.in
bSchool of Chemistry, University of Lincoln, Green Lane, Lincoln, Lincolnshire, LN6

7DL, UK. E-mail: sroy@lincoln.ac.uk
cDepartment of Chemistry, Presidency University, Kolkata 700073, India.

E-mail: dibyendu.chem@presiuniv.ac.in

15394 | Dalton Trans., 2023, 52, 15394–15411 This journal is © The Royal Society of Chemistry 2023

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 0

3 
 2

02
3.

 D
ow

nl
oa

de
d 

on
 2

2.
02

.2
6 

6:
34

:4
2.

 
 T

hi
s 

ar
tic

le
 is

 li
ce

ns
ed

 u
nd

er
 a

 C
re

at
iv

e 
C

om
m

on
s 

A
ttr

ib
ut

io
n-

N
on

C
om

m
er

ci
al

 3
.0

 U
np

or
te

d 
L

ic
en

ce
.

View Article Online
View Journal  | View Issue

http://rsc.li/dalton
http://orcid.org/0000-0003-2168-255X
http://orcid.org/0000-0002-8888-5135
http://orcid.org/0009-0009-2728-7340
http://orcid.org/0000-0002-0650-1872
http://orcid.org/0000-0002-0011-7300
http://orcid.org/0000-0003-0146-5283
http://orcid.org/0000-0002-3317-3800
https://doi.org/10.1039/d3dt00441d
https://doi.org/10.1039/d3dt00441d
https://doi.org/10.1039/d3dt00441d
http://crossmark.crossref.org/dialog/?doi=10.1039/d3dt00441d&domain=pdf&date_stamp=2023-10-26
http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d3dt00441d
https://pubs.rsc.org/en/journals/journal/DT
https://pubs.rsc.org/en/journals/journal/DT?issueid=DT052042


(bpy)(CO)3Cl has been demonstrated to display good selectivity
towards CO evolution under electrochemical and light-driven
conditions but with low catalytic rate constants and de-
activation via dimerisation. To improve the performance of Re-
and Mn-diimine systems, the direct electronic effect has been
investigated by modifying the diimine ligand in the primary
coordination sphere to introduce electron-donating or elec-
tron-withdrawing substituents.36–40 The outer-sphere inter-
actions have also been exploited for Re- and Mn-diimine
systems.39 Recent work on Mn and Re catalysts with bipyridine
ligand scaffolds decorated with primary amines, hydroxyls,
pendant imidazole and a thiourea tether shows a significant
influence of the donor groups on CO2-to-CO activity.33,41–47

We envisioned that using substituted terpyridines (tpy) as
the ligand offers a handle to tune the primary and secondary
coordination structures in tandem. Terpyridine can coordinate
to a [Re(CO)3X] unit in a robust bidentate fashion, leaving a
pendant pyridine group near the active site.48 During catalysis,
this pendant pyridine can facilitate CO2 activation in the proto-
nated form, while the substituents on the terpyridine ligand
can impact the electronics of the metal centre. A few Re(tpy)
(CO)3X (X = Cl/Br) derivatives have been reported in the litera-
ture, but those have rarely been investigated for electrocatalytic
CO2 reduction, despite their structural similarity to Lehn-
type Re(bpy)(CO)3X catalysts.49–51 Structural characterisation
of these complexes typically shows a facial arrangement
of a bidentate tpy ligand and three COs.52,53 The uncoordi-
nated pyridyl ring is forced to stay non-coplanar with the other
two coordinated pyridine rings due to the sterically crowded
Re(I) centre. Re(tpy)(CO)3X compounds show photochemical
properties such as UV emitter, fluorescence, and NIR-
emitter.54–58

Herein, we report the synthesis and electrocatalytic pro-
perties of a series of fac-Re(I)(L)(CO)3Br complexes containing
4′-substituted-2,2′:6′,2″-terpyridine ligands (L). Five Re-com-
plexes (Re1–5) containing 4′-substituents with varying elec-

tronic properties were synthesised, and their structures are
shown in Fig. 1. The electrochemical CO2R activity of Re1–5
was compared with the well-known Lehn’s catalyst, fac-Re(bpy)
(CO)3Br (Re7). This study demonstrates the effect of a pendant
pyridine ring and a range of 4′-substituents on the tpy ligands
on CO2 reduction. A ferrocenyl-appended Re(I) compound
(Re5) was also synthesised and studied using electrochemical
techniques to understand the effect of the ferrocenyl moiety as
multiple metal centres are known to alter the electrochemical
and catalytic activities. This study explores the usefulness of
having additional metal centres attached to terpyridine
ligands at the 4′ position for the CO2R studies. The electro-
catalytic investigations are complemented with computational
studies, transient absorption spectroscopy (TAS) and spectro-
electrochemistry to elucidate the mechanistic aspect of the
electrochemical processes.

Results and discussion
Synthesis and characterisation

All ligands with a substitution (aryl or ferrocenyl) on the 4′
position of 2,2′:6′,2″-terpyridine were synthesised using the
modified Krönke pyridine synthesis that was reported by
Hanan and co-workers (L2–5).59 Improved yields were obtained
by refluxing the mixture for 12 h and using excess ammonia
(50 instead of 2.5 equivalent). In most cases, the ligands pre-
cipitate out from the clear orange-coloured solution during the
reaction due to the low solubility of the products (L2–4) in
ethanol. Interestingly, the ligand L5 was obtained with a lower
yield due to being more soluble in ethanol than other ligands.
The yield of L5 was significantly improved by cooling the reac-
tion mixture at 4 °C for 24 h. However, cooling had a minimal
effect on the yield for other ligands (L2–4). The analytical data
for precipitated ligands showed sufficient purity for further
reaction.

Fig. 1 Molecular structure of Re(I) complexes used as a catalyst in this study. Re7 is used as a standard for comparison.
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Rhenium(I) complexes were synthesised by refluxing Re
(CO)5Br and ligands in dry toluene for 1–4 h following litera-
ture procedures (Scheme 1). All complexes, except Re5, precipi-
tated as microcrystalline solids during the reaction or upon
cooling to room temperature, with a yield of 56–98% (Re1–4).
Compound Re5 was isolated in 74% yield that includes
∼0.5 molecules of toluene as a solvent of crystallisation
(vide infra). The toluene was consistently present in different
batches of synthesis. Complexes were characterised by infrared
spectroscopy (IR), 1H NMR, mass spectroscopy, UV-Vis spec-
troscopy and elemental analysis (data can be found in ESI,
Fig. S1–S9†).

The 1H NMR spectra in CDCl3 of the rhenium complexes
show the deshielding of the ligand’s pyridine protons,
suggesting the coordination of terpyridine ligands to the Re(I)
centre. The 1H NMR of the ligands shows a symmetric pattern
due to the inherent plane of symmetry present on them, which
is not observed in the proton NMR of the metal complexes,
indicating that the metal has coordinated with the ligand in a
κ2-NN coordination mode.60,61 Because of the κ2-NN coordi-
nation, one pyridine ring is available for further secondary
interactions. The 13C peaks for CO ligands were not observed
in the CDCl3 solvent for all Re complexes. Interestingly, the
13C peak corresponding to CO ligands was observed in DMSO-
d6 solvent; hence, NMR was reported in both solvents. 1H
NMR of Re5 showed three additional peaks at 7.24, 7.17 and
2.30 ppm in DMSO-d6, which upon analysis were found to be
of toluene, confirmed by 2D NMR (see ESI†) and reported lit-
erature values.62 From 1H NMR, it was found out ∼0.5 molecule
of toluene is present per molecule of the complex and it is
present as a solvent of crystallisation.

IR comparison studies are carried out to probe the κ2-NN
coordination further (Fig. 2). The presence of three carbonyl
stretches confirms κ2-NN coordination and is consistent with
the cis arrangement of the CO ligands, as reported in the
recent literature.63 The starting material Re(CO)5Br shows two

IR active νstr(CvO) bands, which are assigned A1 (2017 cm−1) for
the CO present in the axial position and a doubly degenerate E
(1942 cm−1) for the other four CO in the equatorial position.64

With the coordination of the terpyridine unit to the Re(I)
centre, three carbonyl frequencies are observed that are charc-
teristic of facial tricarbonyl complexes. The higher energy
band, A1, does not shift significantly for Re1–5 (cf. 2017 cm−1

to 2013–2021 cm−1). The lower energy degenerate E band splits
into two bands due to the presence of κ2-NN from the terpyri-
dine derivatives (Fig. S10†).30 The shift in νstr(CvO) frequency,
particularly for the E band, for Re1–5 compared with the Re
(CO)5Br can be attributed to the better back-donation from the
Re(I) metal centre to the π* orbital of CO due to the increase in
electron density on the metal centre. NMR and FTIR studies

Scheme 1 Synthesis of terpyridine ligands (L2–5) and fac-Re(I)(L)(CO)3Br complexes (Re1–5), where L = L1–5. *Re5 contains toluene (∼0.5 mole-
cules, calculated from 1H NMR) as a solvent of crystallisation.

Fig. 2 Representative partial ATR-IR (2100–1700 cm−1) comparison of
the starting precursor, Re(CO)5Br, and the 4’-phenyl-2,2’:6’,2’’-terpyri-
dine ligand-coordinated Re(I) complex, Re2. The complete range of
ATR-IR spectra can be found in the ESI.†
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suggest that the complexes most probably stay in a distorted
octahedral geometry, and all CO are cis in nature; hence all
complexes are facial isomers.

The UV-Vis spectra of ligands and metal complexes were
recorded in organic solvents (DMF and acetonitrile, Table 1).
The ligands and the Re(I) complexes showed similar absorp-
tion spectra in DMF and acetonitrile. The spectral features are
typical of the rhenium complexes and the terpyridine ligands
reported earlier. The higher energy transition band from
250 nm to 350 nm is assigned to π → π* transition in the ter-
pyridine ligand. A bathochromic shift ∼30 nm is observed for
Re complexes compared with the pure ligands that was
ascribed to N^N ligand-centred π → π* transitions
(307–388 nm in acetonitrile) (Table 1).53,65,66

The Re5 complex shows a broad absorption band at λmax

around 516 nm that extends up to 650 nm, which might have
originated due to the presence of the ferrocenyl moiety.
Compared with L5 (λmax = 460 nm) and free ferrocene (λmax =
440 nm), the bands for Re5 are substantially redshifted, which
can be attributed to the extended conjugation of the ferrocene
unit. The oscillator strength obtained from TDDFT studies
agrees with the molar absorption coefficient (Table 1). TDDFT
and ultrafast transient absorption spectroscopy studies were
carried out to understand the absorption properties further
assigned to the metal-to-ligand charge transfer (MLCT) and
intra-ligand charge transfer (ILCT) processes within the metal
complexes. Compounds Re1–5 showed no significant changes
in the UV-Vis spectra even after 24 h, suggesting the stability of
those compounds in acetonitrile (Fig. S11†).

The crystal obtained for Re5 is always associated with
clusters or overlapping crystals unsuitable for single-
crystal X-ray diffraction. A computational geometry-
optimised structure for all was obtained using DFT calcu-
lation (vide infra) to understand the structural aspect of
those Re(I) compounds. One of the representative DFT-
optimised structures is shown in Fig. 3. It shows that the
Re(I) is in an octahedral environment with terpyridine
serving as a bidentate ligand, and all CO ligands are co-
ordinated in a cis orientation.

Table 1 Experimental and calculated absorption properties of ligands and the corresponding Re(I) complexes. TDDFT data were calculated at the
B3LYP/def2-TZVP level of theory using acetonitrile as an implicit solvent

Ligands λmax /nm
(103 ε/L mol−1 cm−1)

Prediction from TDDFT
calculation λmax/nm
(oscillator strength)

Re(I) complexes
λmax/nm
(103 ε/L mol−1 cm−1)

Prediction from TDDFT
calculation λmax/nm
(oscillator strength)

In DMF In acetonitrile In acetonitrile In DMF In acetonitrile In acetonitrile

L1: L1: L1: Re1: Re1: Re1:
279 (37.8) 235 (28.7) 235 (0.412) 309 (20.9) 247 (21.5) 249 (0.180)
329 (4.36) 277 (33.1) 283 (0.323) 375 (5.58) 310 (15.5) 256 (0.146)

372 (2.80) 303 (0.393)
431 (0.056)

L2: L2: L2: Re2: Re2: Re2:
309 (25.3) 252 (23.0) 229 (0.274) 384 (9.27) 266 (47.6) 281 (0.355)

275 (22.5) 264 (0.312) 380 (7.08) 309 (0.287)
329 (1.8) 438 (0.088)

L3: L3: L3: Re3: Re3: Re3:
278 (25.3) 253 (28.0) 228 (0.33) 307 (23.9) 268 (28.6) 287 (0.328)
316 (10.2) 278 (31.1) 261 (0.21) 382 (4.30) 301 (29.3) 309 (0.227)

332 (1.5) 274 (0.31) 379 (4.91) 436 (0.098)
285 (0.53)

L4: L4: L4: Re4: Re4: Re4:
275 (32.3) 253 (28.1) 231 (0.28) 305 (32.6) 269 (53.7) 285 (0.437)
312 (7.36) 276 (30.8) 262 (0.25) 388 (5.84) 297 (54.4) 310 (0.211)

330 (2.5) 282 (0.58) 378 (8.50) 441 (0.095)
L5: L5: L5: Re5: Re5: Re5:
283 (17.9) 250 (17.1) 267 (0.174) 311 (42.1) 256 (23.4) 282 (0.260)
363 (1.29) 280 (17.8) 282 (0.318) 370 (10.6) 310 (21.8) 309 (0.197)
459 (0.56) 365 (0.83) 380 (0.015) 516 (5.62) 367 (5.02) 438 (0.098)

460 (0.26) 506 (0.002) 516 (2.35) 516 (0.008)
602 (0.013)

Fig. 3 The DFT optimised structure of Re5 at the B3LYP/def2-TZVP
level of theory.
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TDDFT studies

TDDFT calculations have been performed to investigate the
photochemical properties of the complexes Re1–5. The major
optical transitions above 250 nm with an oscillator strength f >
0.005 are tabulated in Fig. S12–S16.† The peak around 431 nm
in Re1 originates due to the transition from HOMO−1, which
is composed of 5dyz (Re) and 4py(Br) orbitals, to LUMO, i.e.,
the π*(tpy) orbital. Therefore, the band around 431 nm could
be attributed to a metal-to-ligand charge transfer (MLCT)
band. The MLCT band is slightly red-shifted (436–441 nm) for
the complexes Re2, Re3 and Re4. Interestingly, for Re5, the
MLCT band was observed at 438 nm, which predominantly
arises due to the transitions from HOMO and HOMO−1 to
LUMO, which is the π*(fctpy) orbital. The HOMO of Re5 is
composed of the 3dxy (Fe) orbital, and the HOMO−1 is similar
to the HOMO−1 of other rhenium complexes (Re1–4). Hence,
the peak around 438 nm for Re5 can be characterised as a
combination of intra-ligand charge transfer (ILCT) and MLCT
transitions. The absence of the band around 438 nm for the
L5 ligand further suggests the MLCT nature of this peak for
the Re5 complex. A highly intense band is observed around
the 303–309 nm region for all these complexes (Re1–5), which
arises due to a combination of π(R-tpy) to π*(R-tpy) and πyz(Re–
Br) to π*(R-tpy) transitions and hence can be assigned to a
mixed ILCT and MLCT band. The most intense band is
observed around 280 nm for all the complexes except Re1,
which has the most intense band around 250 nm. The appear-

ance of the 280 nm band for complexes Re2–5 is due to the
transition from an orbital composed of 4py(Br) and π(R-tpy) to
the π*(R-tpy) orbital. A similar transition is responsible for the
250 nm band in the Re1 complex. Two additional low-intensity
bands observed around 516 nm and 602 nm regions for the
Re5 complex arise due to d–d transitions from the ferrocene
moiety of the fctpy ligand (L5). These bands are also found at
506 nm and 587 nm for the L5 ligand.

Ultrafast transient absorption spectroscopy

The femtosecond transient absorption spectra resulting from
the 320 nm (3.8 eV) pump and whitelight (350 nm to 650 nm)
probe of Re1 and Re5 are shown in Fig. 4, while those of Re2
to Re4 are shown in Fig. S18–S20.† All measurements are per-
formed in acetonitrile. The transients of Re1 to Re4 are domi-
nated by excited state absorption (ESA) signals in the entire
spectral range measured. The TA spectra of Re1 to Re4 reveal
two distinct bands. One is a sharp band at <400 nm and a
broad spectrum beyond 400 nm. The ESA at lower wavelengths
exhibits a sharp peak at 375 nm for Re1 and around 365 nm
for Re2, Re3, and Re4. This band is ascribed to the excitation
to a higher energy state of the radical anion state of the terpyri-
dine ligand resulting from charge transfer from the metal
centre to the ligand. This assignment is reasonable as earlier
reports on analogous molecules have shown similar features;
e.g. the transient absorption of bipyridine (bpy) rhenium(I)
analogue [Re(bpy)(CO)3Cl] also shows an ESA at 373 nm,

Fig. 4 2D contour plots of the transient absorption spectra of Re1 (a) and Re5 (b) measured in acetonitrile after 320 nm excitation and the corres-
ponding globally fitted lifetime data in (c) and (d).
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which has been assigned to bpy•−.65,67,68 A similar ESA in the
sub-400 nm [Re(R-tpy-κ2N)(CO)3Cl] range is assigned to the
ligand where the charge is concentrated over the bipyridine
part of the ligand.65 The broad ESA in the mid-visible region
(450 nm–600 nm) is assigned to the excitation of the MLCT
state to higher states.69 A broad excited state absorption band
from 450 nm to 600 nm in [Re(R-tpy-κ2N)(CO)3Cl] has been
assigned to the lowest triplet MLCT state.67,68,70,71

The TA of Re5 has significantly different characteristics and
warrants further investigation compared with the Re1 to Re4 com-
plexes. Although the high-energy ESA is observed in the rest of
the molecules studied in this work, this band is significantly red-
shifted. This can be ascribed to the enhanced conjugation of the
terpyridine ligand with ferrocene. Based on earlier work and the
TDDFT calculations, the high energy band is assigned to a π→ π*
transition. The ferrocene is attached to the terpyridyl group
directly through the cyclopentadienyl groups. Hence the red-shift
of this band due to extended conjugation is trivial. However,
unlike Re1 to Re4, where the ESAs of the MLCT states are
observed, in Re5, this spectral region is dominated by two distinct
negative signals (stimulated emission, SE). This is clearly due to
the presence of the ferrocene moiety.72,73 It must be emphasised
that the stimulated emission results only in the Re complex. In
the presence of the ferrocene moiety in Re5, the MOs of the Re
moiety, along with the 3d orbitals of the Fe, contribute to the
MOs (Fig. S16†). This might lead to additional states in the
complex and manifests as seen from the evolution of new nega-
tive bands centred at 590 nm in the transient spectra of the Re5
complex. Such a state is missing in the L5 compound (Fig. S21†).
This new state might stabilise the 3CT state, which exhibits stimu-
lated emission at a longer delay.

Interestingly, one of the negative bands develops only after
10 ps of the excitation by the pump pulse. At the pump wave-
length of 320 nm, the direct excitation of ferrocene is inevita-
ble. The initial negative signal centred at 525 nm closely
matches the charge transfer band of lone ferrocene. It remains
to be ascertained whether this band is a bleach signal or a
stimulated emission from the ferrocene moiety. It is note-
worthy that when the TA measurements are performed on
ligand L5, no negative band is observed at these wavelengths.
Had it been a ground-state bleach signal from the ferrocenyl
group, such a state would have been observed in L5 as well
(Fig. S21†). The computational calculations described in the
earlier sections reveal the mixing of various orbitals of the two
metal ions present in the molecule, which alter the MOs. Such
mixing can result in the stabilisation of certain energy levels
that are otherwise short-lived. In this experiment, the mole-
cules are excited to energy states higher than the lowest energy
transitions. Such a state can populate the CT state arising from
ferrocene. This state is depopulated by the whitelight probe
and appears as stimulated emission in the TA spectra of Re5,
shown in Fig. 4. The emission band at 525 nm is also due to
the presence of Re in the Re5 because it is not arising in the
transient absorption of the ligand (L5) (Fig. S21†).

Unlike Re1 to Re4, the ILCT band is significantly redshifted
in Re5 and can be attributed to enhanced conjugation result-

ing in a lowering of the energy gaps among the excited states.
The ESA band in Re5 consequently has a peak at 415 nm. The
most interesting feature is the appearance of a strong stimu-
lated emission centred at 590 nm. This band evolves only
beyond 10 ps post excitation. This shows that a new band is
developed from the locally excited states and could not be
formed from the direct excitation of any ground states. If this
new band were the result of direct excitation, the signal would
have evolved much earlier. The TDDFT investigations suggest a
mixed nature of ILCT and MLCT transitions in Re5.

The wavelength-dependent kinetic traces were analysed to
understand the excited states’ evolution, and global analyses
were performed to obtain the decay-associated spectra. The
global lifetime analysis spectra for Re1 and Re5 are given in
Fig. 4(c and d), and the other compounds are in Fig. S18–S20.†
The time constants at a few representative wavelengths are
tabulated in Fig. S17–S20.† The evolution-associated decay
spectra show that three main components characterised by
distinct time constants can explain the excited state dynamics
in these compounds. The TA features of Re1–4 are similar to
the earlier reports on the structurally analogous [Re(C6H5-tpy-
κ2N)(CO)3Cl].74

The various excited state processes are pictorially rep-
resented in a Jablonski diagram in Fig. 5. Upon 320 nm exci-
tation, the molecules are excited to a 1MLCT state and then
undergo intersystem crossing forming a hot triplet state within
<200 fs. This evolution is missed in our experiments due to
the instrument response. This nascent triplet state relaxes by
internal vibrational relaxation, eventually forming a relaxed
triplet 3MLCT state within a few picoseconds. This process
takes place in ∼30 ± 1 ps for Re1, whereas for Re2–4, it is
slower. The longer relaxation time for Re2–4 can be attributed
to an enhanced conjugation upon substitution. The 3MLCT
returns to the ground state by non-radiative pathways over the
next few ns. These states appear as long-lived components in
the global spectra (Fig. 4(c)).

In Re5, the TA measurements indicate that alternative path-
ways of de-excitation of the triplet state open up. We have
observed an additional component appearing as a stimulated
emission in Re5, as shown in Fig. 4(d). This additional state is
formed possibly due to extensive long-range coupling between
the orbitals of ferrocene and rhenium in the Re5 complex
(Fig. S20†). This contention is bolstered by the theoretical
investigations where the mixing of orbitals of the states

Fig. 5 Proposed deactivation mechanism of excited state Re-com-
plexes (Re1 to Re4) in (a) and Re5 in (b).
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involved in electronic transitions is observed. In addition to
the fast internal conversion in <200 fs, a significantly fast ∼17
± 1 ps process is observed in Re5. The shorter lifetime of the
vibrationally relaxed state can be associated with the
additional process leading to the formation of the mixed state.
This new state is evolved in the presence of a ferrocenyl unit,
which is long-lived and can alter the photo- and electro-
catalytic activities of the rhenium complexes.75

Electrochemical properties

To assess the redox property of the complexes under noncataly-
tic conditions, cyclic voltammetry (CV) was performed in N2-
saturated acetonitrile solutions containing a ∼0.6 mM Re-
complex (0.5 mM for Re3 due to its lower solubility) and 0.1 M
n-Bu4NBF4 supporting electrolyte at different scan rates (Fig. 6
and Fig. S22–S26†). All reported potentials are referenced
against the ferrocene (Fc+/0) couple. The reduction potentials
and diffusion coefficients (derived from scan rate-dependent
CVs, Fig. S27†) for the complexes are summarised in Table 2.

Under fast scan rate conditions (10 V s−1, Fig. 6A), all Re
complexes display two reduction waves: the first reduction is
quasi-reversible, and the second is irreversible. The reduction
potentials for the two processes at 10 V s−1 are listed in
Table 2 (E1/2 for the 1st reduction and peak potential (Ep) for
the irreversible 2nd reduction). Re2–4 exhibit the 1st reduction
feature at ∼−1.70 V and the 2nd irreversible reduction feature
at ∼−2.04 V. Re1 and Re5 display the first reduction feature at
−1.75 V and −1.77 V, respectively, and the second reduction
feature at −2.13 V. The slight anodic shift of the reduction
potentials for Re2–4 is rationalised by the electron-withdraw-
ing nature of the phenyl substituent at the 4′-position of the
tpy ligand. The more negative reduction potentials for Re5 can
be attributed to the electron donation from the ferrocene
moiety (vide infra). Based on previous reports on Re(bpy)
(CO)3X-type complexes, the first reduction is attributed to a
ligand (terpyridine)-centred process to form an anionic radical
species, [ReI(tpy•−)(CO)3Br]

−, that can undergo slow Br−

loss.30,76 The second event is assigned to a metal-centred
reduction to Re0, leading to a rapid loss of Br− and the for-
mation of a 5-coordinate species, [Re0(tpy•−)(CO)3]

−. This is
consistent with the additional oxidation peak observed in the
potential range −1.50 to −1.55 V during the return scan, which
can be attributed to the oxidation of pentacoordinate species.
Moreover, reversing the potential scan before the second
reduction still resulted in the second reoxidation peak, which
is in line with the quasi-reversibility of the first reduction
process at scan rates >1 V s−1 due to the slow Br− loss from
[ReI(tpy•−)(CO)3Br]

− (Fig. S28†).
When the voltammograms were recorded at slower scan

rates (0.1 V s−1, Fig. 6B), a third irreversible reduction wave
was observed for Re1–5 at a more cathodic potential (∼−2.15
V), suggesting the formation of new species on a longer time
scale. This peak is more pronounced for Re2–4 than Re1 and
Re5. We speculate that this reduction peak at <−2.15 V can be
caused by Re–Re dimerisation, which has been reported pre-
viously in analogous bipyridine catalysts.77 This is further sup-
ported by the small oxidation wave observed at ∼−0.4 V during
the return scan, which is assigned to the oxidation of a Re0–
Re0 dimeric species.78,79 The additional reduction and oxi-
dation features disappear at a faster scan rate (>2 V s−1;
Fig. S28†), suggesting that the dimerisation step proceeds too
slowly to be observed on the CV timescale. Interestingly, the
first two reductions are well-separated for Re2 and Re3,
whereas those two peaks coalesced to a broad wave for Re4 at
100 mV s−1. For Re5, oxidation of the ferrocene unit appended
to the terpyridine framework is observed at ∼0.24 V, which
indicates that the Fe-centre is significantly electron deficient
compared with unmodified ferrocene, consistent with the
more cathodic reduction potentials of Re5. Careful inspection
of the oxidation wave suggests the presence of an overlapping
irreversible peak which can be tentatively attributed to ReI/II

oxidation.
The CVs of Re1–5 and Re7 at varying scan rates show that

the reductive peak currents (ip) vary linearly versus the square
root of the scan rate (Fig. S27†), consistent with diffusion-

Fig. 6 Cyclic voltammograms of Re1–5 and Re7 recorded in aceto-
nitrile under N2 at scan rates (A) 10 V s−1 and (B) 0.1 V s−1 (supporting
electrolyte 0.1 M n-Bu4BF4). Re7 is shown for comparison.

Table 2 Reductive peak potentials at 10 V s−1 scan rates, and diffusion
coefficients (D) of Re1–5 and Re7 from cyclic voltammetry in aceto-
nitrile at varying scan rates (Fig. S27†)

Complex Eð1Þ1=2 (V)
a Eð2Þp (V)b D (cm2 s−1)

Re1 −1.75 −2.13 9.87 × 10−6

Re2 −1.70 −2.04 6.64 × 10−6

Re3 −1.70 −2.04 5.61 × 10−6

Re4 −1.69 −2.03 5.00 × 10−6

Re5 −1.77 −2.13 2.67 × 10−6

Re7 −1.73 −2.15 6.40 × 10−6

aMid-point potential for the 1st quasi-reversible reduction. b Peak
potential for the irreversible 2nd reduction.
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controlled homogeneous systems. The diffusion coefficients (D)
for the Re1–5 are comparable to that determined for Re7 and
those reported for analogous Re-complexes.41 The decrease in D
values within the Re1–5 series is approximately in line with the
steric bulk of the terpyridine ligand.

Electrocatalytic CO2 reduction

Following the studies under N2, cyclic voltammetry was per-
formed in a CO2-saturated electrolyte to evaluate the catalytic
activity of Re1–5 relative to Re7 for CO2 reduction. All com-
plexes display current enhancement under CO2 at either the
same or a more negative potential than their second reduction
features, demonstrating electrocatalytic CO2 reduction. The
catalytic response of Re2 under CO2-saturated conditions at
different scan rates is shown in Fig. 7. Catalytic voltammo-
grams for Re1, Re3–5 and Re7 are included in the ESI (Fig. S29
and S30†). As shown in Fig. 7, the first reduction process
remains largely unaffected by the presence of CO2 and its
quasi-reversibility is maintained at the scan rates investigated
here (25–0.1 V s−1) (Fig. S30†). This is consistent with the
hypothesis that the singly reduced Re species undergoes slow
Br− loss to form the 5-coordinate species (too slow for the CV
timescale), which is necessary for CO2 binding and activation
at the Re centre. Interestingly, the 2nd oxidation peak at
∼−1.55 V during the return scan disappears at scan rates ≤2 V
s−1, indicating that the doubly reduced species is consumed
via a reaction with CO2 at slower scan rates (Fig. 7B). Higher
scan rates (>2 V s−1) do not allow sufficient time for catalyst
turnover, which provides a qualitative measure of the time-
scale of turnover frequency for Re2. Under faster scans (10 V
s−1, Fig. 7C), Re2 exhibits a relatively modest current enhance-
ment at the 2nd reduction feature. Similar responses are
observed for the other Re catalysts under CO2 at different scan
rates (Fig. S30†).

The catalytic voltammograms under CO2 and N2 were ana-
lysed to compare the activity of the Re complexes. The ratio of
the peak current in the presence of CO2 (icat) and the corres-
ponding reductive peak in the absence of a substrate (ip)
serves as a useful measure to assess and compare the activity
of different Re complexes.80 These icat/ip ratios at a 0.1 V s−1

scan rate and the corresponding half-wave potentials for
electrocatalytic CO2 reduction by the Re complexes are sum-
marised in Table 3. The catalytic currents (icat) were deter-
mined from the plateau shape of the catalytic response in the
CVs at strongly reducing potentials (<−2.15 V) (Fig. S31†).
Re1–5 and Re7 display icat/ip ratios in the range of 7.1–9.6,
which suggests that the rate of CO2 electroreduction is similar
for these complexes, with Re4 exhibiting the largest enhance-
ment and Re2 exhibiting the lowest. It should be noted that
the icat/ip value only serves as a proxy for the catalytic rate, and
there is a degree of error inherent in the values reported here
due to the nature of overlapping catalytic waves at different
potentials. During catalysis in the pure kinetic regime (CO2

concentration at the electrode surface is equal to the bulk con-
centration), the normalised peak catalytic current (icat/ip) can
be used to derive the pseudo-first-order catalytic rate constant
(kobs).

80,81 However, the prerequisites for applying this method
are the scan-rate independent catalytic current plateau and ‘S-
shaped’ catalytic waves, which are not observed for the Re
complexes investigated here. The catalytic currents for all com-
plexes display a scan-rate dependence up to 25 V s−1, preclud-
ing the derivation of kobs from icat/ip. An alternative method to
estimate kobs from CVs without ‘S-shaped’ catalytic waves is to
apply ‘foot-of-the-wave analysis’ (FOWA), developed by Savéant
and Costentin.81,82 However, FOWA requires an accessible
‘foot’ to the catalytic wave (i.e., the absence of redox processes
distorting the foot of the wave). This is not applicable for the
Re catalysts because the two reduction events overlap at the
foot of the catalytic wave, and the onset occurs at a more
cathodic potential than the 2nd reduction. Due to the lack of
reliable methods for estimating kobs, the discussion on com-
paring the catalytic rate for Re complexes has been restricted
to the difference in icat/ip.

Previous reports on Re(bpy)(CO)3X (X = Cl, Br) catalysts have
suggested that CO2 reduction can proceed via two pathways:
(1) a slow 1e− pathway that occurs after the 1st ligand-centred
reduction and (2) a faster 2e− pathway that is activated after
the 2nd metal-centred reduction and subsequent rapid loss of
X−.77 This is consistent with the CV data for Re-complexes
recorded at various scan rates, which show a minimal current

Fig. 7 Cyclic voltammograms of Re2 recorded in acetonitrile under N2 and CO2 at different scan rates: (A) 0.1 V s−1, (B) 2 V s−1 and (C) 10 V s−1 (sup-
porting electrolyte 0.1 M n-Bu4BF4).

Dalton Transactions Paper

This journal is © The Royal Society of Chemistry 2023 Dalton Trans., 2023, 52, 15394–15411 | 15401

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 0

3 
 2

02
3.

 D
ow

nl
oa

de
d 

on
 2

2.
02

.2
6 

6:
34

:4
2.

 
 T

hi
s 

ar
tic

le
 is

 li
ce

ns
ed

 u
nd

er
 a

 C
re

at
iv

e 
C

om
m

on
s 

A
ttr

ib
ut

io
n-

N
on

C
om

m
er

ci
al

 3
.0

 U
np

or
te

d 
L

ic
en

ce
.

View Article Online

http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d3dt00441d


increase at the 1st reduction step (ν = 0.1–25 V s−1). Significant
current enhancement is only observed at further cathodic
potentials than the 2nd reduction step and relatively slower
scan rates (<1 V s−1) (Fig. 7B and S32†).

Electrocatalytic CO2 reduction in the presence of proton
sources

The influence of a proton source on electrocatalysis was evalu-
ated using Re2 as the catalyst in the presence of water, trifluor-
oethanol (TFE), and acetic acid in a CO2-saturated acetonitrile
electrolyte.35 Since an acidic environment can modulate the
CO2 reduction activity on the electrode surface,83 we chose to
evaluate three proton sources via cyclic voltammetry with
increasing acidity: water (pKaq

a 15.7) < trifluoroethanol (pKaq
a

12.5) < acetic acid (pKaq
a 4.7). In the presence of water, the

hydration of CO2 forms H2CO3, which acts as a proton source
with a pKa of 17.03 in acetonitrile. As discussed above, the

quasi-reversibility of the 1st reduction is retained under CO2,
but the second oxidation peak at −1.52 V in the return scan
disappeared (Fig. 8A). Upon the incremental addition of water,
a slight increase in current at −1.72 V was observed with a con-
comitant drop in current at −1.95 V and a gradual loss of rever-
sibility of the 1st reduction. The variations in icat/ip at the two
reduction steps are shown in the inset of Fig. 8A. It has been
postulated that the 1e− pathway leads to a reductive dispropor-
tionation of CO2 to form CO and CO3

2−. We speculate that at
higher proton concentrations, the pendant pyridine near the
Re centre potentially facilitates CO3

2− release by forming a
network of hydrogen-bonded water molecules.17 However, it
should be noted that a pendant pyridine group has a pKa ∼ 5
(estimated based upon the pKa of pyridinium cations in
aqueous solution84), and it is not expected to undergo direct
protonation by H2CO3. Overall, the voltammograms suggest
that adding water provides a minimal improvement in the

Table 3 Catalytic parameters for Re1–5 and Re7 derived from cyclic voltammetry in neat acetonitrile and controlled potential electrolyses in a
CO2-saturated acetonitrile/water (0.5% v/v) mixture

Catalyst Ecat (V vs. Fc+/0)a (at 0.1 V s−1) icat/ip
a (at 0.1 V s−1) Eapp

b (V vs. Fc+/0) COb (μmol) FYCO
b TONCO

b

Re1 −2.32 8.9 −2.1 3.2 88% 2.1
−2.3 5.0 98% 3.3

Re2 −2.20 7.1 −2.1 4.1 87% 2.7
−2.3 3.5 78% 2.3

Re3 −2.21 8.7 −2.3 3.1 94% 2.1
Re4 −2.14 9.6 −2.1 0.9 62% 0.6

−2.3 1.8 70% 1.2
Re5 −2.31 9.0 −2.1 2.3 85% 1.5

−2.3 2.8 92% 1.9
Re7 c −2.42 8.1 — — — —

a Ecat (half-wave potential for the catalytic wave) and icat/ip values were determined from CVs recorded in acetonitrile. b Eapp (applied potential),
amount of CO, Faradaic yields (FYCO) and catalyst turnover numbers (TONCO) were determined from 3.0 min CPE performed in CO2-saturated
electrolyte using a glassy carbon plate working electrode. c CPE was not performed with Re7.

Fig. 8 Catalytic CVs of Re2 (1 mM) in CO2-saturated acetonitrile containing three different proton sources: (A) CVs in the presence of increasing
amount of water (0%, 0.1%, 0.2%, 0.4%, and 1%; v/v). The red trace presents 0% water and current traces with increasing water content is shown by
the faded red traces. The inset figure shows the icat/ip ratio variation with water content at the two reduction steps. (B) CVs in the presnce of trifluor-
oethanol (0, 10, 20, 30, and 40 mM with the red trace presenting 0% water) The inset figure shows the shift of the peak potential of the second
reduction step with incremental addition of TFE. (C) CVs under N2 and CO2 in the presence and absence of acetic acid (5 mM). All voltammograms
were recorded at a 100 mV s−1 scan rate in 0.1 M n-Bu4BF4 supporting electrolyte.
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catalytic activity. A similar effect of water was observed for
other Re complexes (Fig. S33†).

As shown in Fig. 8B, upon addition of TFE to a CO2-satu-
rated solution of Re2, the voltammograms show no change in
the reductive peak current at the 1st reduction (−1.73 V) and a
significant decrease in the peak current at the 2nd reduction
(−1.92 V). In the presence of TFE, the large catalytic wave at
∼−2.25 V displayed a decrease in current and shifted slightly
to a more positive potential, forming a well-defined peak at
−2.15 V. While increasing the concentration of TFE did not
lead to any further increase in peak current at −2.15 V, the 2nd

reduction feature (∼−1.92 V) underwent an incremental catho-
dic shift coupled with a gradual decrease of the peak current
(Fig. 8B inset). This suggests that TFE is not directly involved
in the rate-limiting step. At 50 mM TFE concentration, the 2nd

reduction feature shifted to ∼−2.02 V and it was barely discern-
ible (Fig. S34†). This can be tentatively described as the ‘EC’
step, where TFE reacts with the singly reduced species (‘C’
step), leading to its depletion at the electrode surface and a
subsequent cathodic shift of the 2nd reduction. When the CVs
were recorded at a faster scan rate (10 V s−1), the first two
reduction peaks displayed minimal current enhancement in
the presence of TFE, but a new reduction wave appeared at
∼−2.3 V with a concomitant loss of the reoxidation peak at
−1.52 V (Fig. 9). Upon purging the electrolyte with N2, the peak
current at −2.3 V was nearly halved, and the peak current at
∼−2.04 V (the 2nd reduction step) decreased to the pre-CO2

level (black and grey trace, Fig. 9). This suggests that the
reduction wave at −2.3 V and the modest current enhancement
at −2.04 V can be attributed to electrocatalytic CO2 reduction.
Notably, there is a non-trivial contribution from proton
reduction at −2.3 V as shown by the reduction wave under N2

(grey trace). Since this peak is only observed in the presence of
TFE, we can speculate that it originates from the protonation
of the doubly reduced species.

Interestingly, the reoxidation peak at −1.52 V reappeared
when scanned under N2 (grey trace, Fig. 9), suggesting that the
pentacoordinate species is regenerated. At a 100 mV s−1 scan
rate (Fig. 8B), all three reduction steps display a current
increase, which indicates that CO2 reduction can be observed
for singly and doubly reduced species on slower CV timescales.
For realising the catalysis in kinetic regimes and to achieve ‘S-
shaped’ catalytic waves under CO2/TFE, the scan rate was
increased up to 25 V s−1, but the plateau current kept increas-
ing with the scan rate, which excluded the possibility of deter-
mining kobs (Fig. S35†) (higher scan rates were not measured
due to instrument limitations).

Finally, acetic acid was evaluated as a proton source for CO2

due to its lower pKa, which allows protonation of the pendant
pyridine. As shown in Fig. 8C, the CVs recorded in the pres-
ence of 5 mM AcOH under N2 and CO2 are nearly identical,
suggesting that CO2 reduction is hindered under acidic con-
ditions. Adding acetic acid renders the 1st reduction event irre-
versible, along with a ∼4-fold increase in the peak current (Ep
= –1.70 V). However, no further increase in peak current was
observed upon increasing the acetic acid concentration from
5 mM to 10 mM, suggesting that it is not a catalytic wave. We
speculate that the protonation of the terpyridine ligand causes
this proton-responsive behaviour, and the irreversible
reduction is tentatively assigned to the multi-electron
reduction of the protonated complex.

Controlled potential electrolysis

The catalytic performance of the compounds was investigated
by 30 min controlled potential electrolysis (CPE) at −2.1 V and
−2.3 V (vs. Fc+/0) in CO2-saturated acetonitrile containing 0.5%
water (v/v) as the proton source. TFE was avoided as the proton
source to minimise the competing proton reduction. The
applied potentials correspond to overpotentials of 0.75 V and
0.95 V, respectively, for CO2 reduction to CO
E0
CO2=CO

¼ �1:35 V in acetonitrile
� �

.73 After CPE, the headspace
of the electrochemical cell was analysed by gas chromato-
graphy (GC), and the electrolyte was analysed by ion chromato-
graphy and 1H NMR spectroscopy for other liquid products
(formic acid, methanol). CO was detected as the only CO2-
reduction product from electrolysis. No H2 was detected for
any Re catalysts. During electrolysis, the current density slowly
decayed (Fig. S36†). This suggests slow catalyst decomposition,
consistent with the change of colour of the electrolyte from
bright yellow to pale brown. This is supported by the post-elec-
trolysis characterisation of the electrolyte with UV-Vis
(Fig. S37–S39†). To confirm that the molecular Re-complexes
catalyse CO2-to-CO conversion in solution, a rinse test was per-
formed with the post-electrolysis glassy carbon electrode
under identical conditions for Re3 (Fig. S40†). The rinsed elec-
trode showed negligible current with no CO2R activity, sup-
porting the homogenous nature of the CO2R catalysis. No CO

Fig. 9 CVs of Re2 (1 mM) in N2 or CO2-saturated acetonitrile containing
varying amounts of TFE (0 or 20 mM). Voltammograms were recorded at
a 10 V s−1 scan rate in 0.1 M n-Bu4BF4 supporting electrolyte.
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was detected in the control experiments performed under N2

or without a catalyst.
The electrolysis results are summarised in Table 3. All Re

complexes, except Re4, produced CO with a high FYCO (>85%)
after 30 min electrolysis. In contrast, the FYCO after electrolysis
with Re4 was 62% and 70% at −2.1 V and −2.3 V, which could
be attributed to the lower stability of the complex under reduc-
tive conditions. This is consistent with the fast decay of
current density observed during electrolysis with Re4. Total
catalytic turnover numbers for CO (TONCO) were determined
from the amount of CO produced after 30 min electrolysis.
The TONCO values were in the range of 1.2–3.3, with Re1 dis-
playing the best activity at −2.3 V. Overall, the performance of
the catalysts under electrolysis conditions does not vary signifi-
cantly within the series. Interestingly, applying a more reduc-
tive potential during electrolysis (−2.1 V versus −2.3 V) had a
minimal influence on FYCO and TONCO. Electrolysis at −2.1 V
is expected to follow the 2e− pathway for Re2, Re3, and Re4
(Table 3), whereas it would proceed via the 1e− pathway for
Re1 and Re5 as the second metal-centred reduction occurs at a
more negative potential for the latter two complexes (∼−2.3 V,
Table 3). This is consistent with the slightly improved CO
yield, and the TONCO observed for electrolysis at −2.3 V for
Re1 and Re5.

Spectroelectrochemistry of Re5

A distinct colour change was observed for Re5 before and after
the electrolysis experiments, which prompted us to investigate
Re5 using UV-Vis spectroelectrochemistry in acetonitrile. The
UV-Vis spectra of Re5 at reducing potentials are shown in
Fig. 10. At an open circuit voltage, the starting solution of Re5
displays a peak at 516 nm in the visible region. Upon
reduction, a new absorbance appears at ∼580 nm at <−1.9 V
(vs. Fc+/0) and shows complete conversion at about −2.3 V. The

final UV-Vis spectrum also shows a broad absorbance in the
400–500 nm range. The CV of Re5 suggests that this is likely to
be a 2e− reduced species. Interestingly, the UV-Vis spectra
show very little change after the first reduction at −1.75 V
(Fig. S36†).

TDDFT data suggest that the 516 nm absorbance majorly
corresponds to a d–d transition within the ferrocenyl moiety in
the ligand. We speculate that the extra electron density in the
reduced Re5 species (at <−2.1 V) is partly delocalised on the
ferrocenyl moiety through the coordinating terpyridine unit.
Unfortunately, we were unable to isolate the reduced species
for further characterisation. The spectroelectrochemical
measurements show the evolution of a new peak at 590 nm in
the ground state absorption spectrum under higher applied
potentials. This wavelength is the same region where a delayed
stimulated emission is observed in our measurements. It is
difficult to predict if the bands at 590 nm in the TA and spec-
troelectrochemistry originate from the same state. Currently,
detailed transient spectro-electrochemical measurements are
carried out to ascertain 590 nm bands for Re5. If these bands
correspond to the same state, then the same molecule could
be used as an electrochemical and photochemical catalyst for
fixing atmospheric CO2.

Conclusions

A series of Re(I)(L)(CO)3Br complexes containing 4′-substituted-
2,2′:6′,2″-terpyridine ligands (L2–5) were synthesised and
characterised (Re2–5). Analytical data suggest that the tpy
ligand coordinates to the Re centre in κ2-NN mode with all CO
ligands in the cis position. TAS and TDDFT studies indicate
that a highly intense band around 303–310 nm is a combi-
nation of π(tpy)–π*(tpy) and πyz(Re–Br)–π*(tpy), categorising
them to ILCT and MLCT bands for all complexes. According to
the TDDFT calculation, another MLCT band is observed
around 430 nm for Re1–4 due to the 5dyz(Re)–π*(tpy) tran-
sition. Interestingly, for Re5, the second MLCT band also
involves the 3dxy orbitals of the iron centre in the ferrocene
substituent along with the 5dyz(Re)–π*(tpy) transition. Re5 also
showed a d–d transition around 516 nm owing to a ferrocenyl
moiety probed by in situ spectroelectrochemistry. An
additional excited state was observed for the Re5 complex in
transient absorption spectroscopy due to the presence of the
ferrocenyl moiety. The electrochemical data demonstrate the
influence of the substitution on the tpy ligand on the redox
property of the complexes. The catalytic activity of all Re com-
plexes towards CO2-to-CO electroreduction in acetonitrile is
demonstrated using cyclic voltammetry and controlled poten-
tial electrolysis, which reveal comparable catalytic currents for
tpy-substituted Re-complexes (Re1–5) and the bipyridine ana-
logue (Re7). Within the series, the best activity towards CO2

reduction is observed for Re4 based on the icat/ip ratios deter-
mined from cyclic voltammetry, and the best TONCO and FYCO

were obtained for Re1 using controlled potential electrolysis.
The electrocatalysis was mostly unaffected by adding water

Fig. 10 UV–Vis spectroelectrochemical data for Re5 (1 mM), showing
the steady-state relative absorbance at different applied potentials
under N2. The inset figure shows the cyclic voltammogram of Re5 at the
reductive potential.
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(Brønsted acid), suggesting that the pendant pyridine group
does not directly engage in CO2 reduction under weakly acidic
conditions. However, the electrocatalytic activity of the com-
plexes can be modulated by using proton sources with lower
pKa (TFE and AcOH), as demonstrated by the voltametric data
recorded here. In summary, this work expands the library of
Lehn-type Re-catalysts for CO2 reduction and demonstrates the
effect of integrating terpyridine ligands with an uncoordinated
pyridine towards electrocatalytic CO2 conversion.

Experimental section
Materials

Ethanol was received from LabChem; toluene and diethyl
ether were received from SRL Chemicals. Ethanol and diethyl
ether were used as received, and toluene was dried over
sodium before use. For the cyclic voltammetric measurements,
acetonitrile was dried over phosphorous pentoxide, and dried
DMF was used as obtained from SRL Pvt. Ltd. Rhenium penta-
carbonyl bromide, Re(CO)5Br, was purchased from Sigma
Aldrich, aldehydes from Spectrochem Pvt. Ltd, potassium
hydroxide from Avra Synthesis Pvt. Ltd, and aqueous ammonia
from Qualigen Laboratories. All reagents were used without
further purification. The ligand L1 was obtained from BLD
Pharmatech (India) Pvt. Ltd through Carbanio. All metal
complex synthesis reactions were carried out using the
Schlenk technique. The filtration and other manipulations
were done in the open air.

Instrumentation

Melting points of the ligands were recorded using the DBK-
programmable melting point (max = 320 °C) apparatus. 1H
and 13C{1H} NMR spectra were acquired on a Bruker AVANCE
III HD spectrometer using 500 MHz (1H NMR) or a Bruker
ASCEND™ spectrometer using 400 MHz (1H NMR) in CDCl3 (δ
= 7.26 ppm); DMSO-d6 (δ = 2.50 ppm) or 125 MHz or 101 MHz
(13C{1H} NMR) in CDCl3 (δ = 77.1 ppm); and DMSO-d6 (δ =
39.5 ppm) at 298 K. Multiplicities of the signals are reported
using the following abbreviations: s, singlet; d, doublet; dd,
doublet of doublet; t, triplet; dt, doublet of triplet; m, multi-
plet; br, broad. The UV-Vis absorption spectral measurements
of ligands and complexes in DMF or acetonitrile solution were
performed with a JASCO – V-770 UV-Visible/NIR double-beam
spectrophotometer. In the ATR mode, the infrared (IR) spectra
were recorded using a Shimadzu IRAffinity-1S spectrophoto-
meter (40 scans, scanned in 4000–400 cm−1, resolution
4 cm−1). The reverse phase HPLC method was carried out on a
C18 column (100 mm × 2.1 mm i.d., 3 μm), maintained at
40 °C, using aqueous acetonitrile gradients containing 1%
ammounium formate as the mobile phase with a flow rate
of 0.2 mL min−1. A photodiode array (PDA) detector set at
254 nm was used, unless stated otherwise. Elemental analysis
was performed using an Elementar Vario Macro cube organic
chemical analyser (BITS Goa). Elemental analysis for Re5 was
done at Mikrolab Kolbe, Oberhausen, Germany. MS were

recorded using a Bruker Daltonics – micrOTOF-Q II – ESI-Qq-
TOF mass spectrometer (IISER Bhopal) or Shimadzu LCMS –

2020 with ESI ionisation mode.

Synthesis and characterisation of ligands

In a Schlenk flask with a magnetic stirbar, aldehyde (1.0
equiv.) was dissolved in 5.0 mL of EtOH at room temperature.
To this solution, 2-acetylpyridine (2.0 equiv.) was added and
stirred to complete the dissolution. KOH pellets (2.0 equiv.)
and aq. NH3 (60%, 50 equiv.) were added to the solution. The
mixture was refluxed at 70 °C for 12 h. The clear orange-
coloured solution changes to a turbid mixture during the reac-
tion, indicating the desired product formation. After cooling
the solution to room temperature, it is kept at 4 °C overnight,
which helps to form more precipitate. The white or off-white
solid was collected by filtration, washed with cold EtOH (3 ×
10 mL), and air-dried for 24 h.

4′-Phenyl-2,2′:6′,2″-terpyridine (L2). 30% yield (82.8 mg,
0.268 mmol). M.P.: 196 °C (lit. report: 202–204 °C).85 1H NMR
(CDCl3, 500 MHz) δ (ppm): 8.75 (s, 2H), 8.73 (d, 2H, J = 4.49
Hz), 8.66 (d, 2H, J = 7.95 Hz), 7.91 (d, 2H, J = 7.46 Hz), 7.87 (td,
2H, J = 7.95, 1.62 Hz), 7.51 (t, 2H, J = 7.46 Hz), 7.45 (t, 1H, J =
7.32 Hz), 7.34 (dd, 2H, J = 4.99, 1.62 Hz). 13C{1H} NMR (CDCl3,
125 MHz) δ (ppm): 156.3, 155.9, 150.4, 149.2, 138.5, 136.9,
129.0, 128.9, 127.4, 123.8, 121.4, 118.9. ATR-IR (cm−1): 3047,
3008, 1599, 1582, 1543, 1471, 1394, 1267, 1038, 889, 757. UV–
Vis {λmax/nm (103 ε/L mol−1 cm−1)}: in acetonitrile: 252 (23.0),
275 (22.5), 329 (1.8); in DMF: 309 (25.3). RP-HPLC: 3.424 min
(mobile phase: acetonitrile and 1% ammonium formate in
water) 95 : 5 (v/v). ESI-MS (m/z): 310 (expected 310 (M + H+),
C21H16N3

+) and 332 (expected 332, (M + Na+), C21H15N3Na
+).

4′-(4-Methylphenyl)-2,2′:6′,2″-terpyridine (L3). 40% yield
(217 mg, 0.671 mmol). M.P.: 165 °C (lit. report: 168 °C).86 1H
NMR (CDCl3, 500 MHz) δ (ppm): 8.73 (s, 2H), 8.72 (d, 2H,
merged with the singlet), 8.66 (dt, 2H, J = 7.90, 1.10 Hz), 7.85
(td, 2H, J = 7.92, 1.62 Hz), 7.82 (d, 2H, J = 8.10 Hz), 7.34–7.30
(m, 4H), 2.42 (s, 3H). 13C{1H} NMR (CDCl3, 125 MHz) δ (ppm):
156.4, 155.9, 150.2, 149.1, 139.1, 136.8, 135.5, 129.7, 127.2,
123.8, 121.4, 118.6, 21.3. ATR-IR (cm−1): 3051, 3013, 1603,
1585, 1567, 1510, 1467, 1386, 1038, 825, 783, 732. UV–Vis
{λmax/nm (103 ε/L mol−1 cm−1)}: in acetonitrile: 253 (28.0), 278
(31.1), 332(1.5); in DMF: 278 (25.3), 316 (10.2). RP-HPLC:
3.950 min (acetonitrile and 1% ammonium formate in water)
95 : 5 (v/v). ESI-MS (m/z): 324 (expected 324 (M + H+),
C22H18N3

+) and 346 (expected 346, (M + Na+), C22H17N3Na
+).

4′-(4-Bromophenyl)-2,2′:6′,2″-terpyridine (L4). 48% yield
(310 mg, 0.798 mmol). M.P.: 126 °C (lit. report: 125 °C).87 1H
NMR (CDCl3, 500 MHz) δ (ppm): 8.72 (d, 2H, J = 4.90 Hz), 8.69
(s, 2H), 8.65 (d, 2H, J = 7.95 Hz), 7.87 (td, 2H, J = 7.67, 1.83
Hz), 7.76 (dt, 2H, J = 8.50, 1.83 Hz), 7.63 (dt, 2H, J = 8.54, 1.95
Hz), 7.35 (ddd, 2H, J = 4.76, 2.73, 1.08 Hz). 13C{1H} NMR
(CDCl3, 125 MHz) δ (ppm): 156.1, 156.0, 149.1, 149.0, 137.4,
136.9, 132.1, 128.9, 124.0, 123.5, 121.4, 118.6. ATR-IR (cm−1):
3052, 3014, 1605, 1586, 1562, 1541, 1462, 1443, 1376, 1261,
1074, 788, 735. UV–Vis {λmax/nm (103 ε/L mol−1 cm−1)}: in
acetonitrile: 253 (28.1), 276 (30.8), 330(2.5); in DMF: 275 (32.3),
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312 (7.36). RP-HPLC: 4.502 min (acetonitrile and 1%
ammonium formate in water) 95 : 5 (v/v). ESI-MS (m/z): 388
(expected 388, (M + H+), C21H15BrN3

+).
4′-(2-Ferrocenyl)-2,2′:6′,2′-terpyridine (L5). 83% yield

(310 mg, 0.741 mmol). MP: 179 °C with blackening (lit. report:
310 °C, decomposition).88 1H NMR (CDCl3, 500 MHz) δ (ppm):
8.75 (d, 2H, J = 2.65 Hz), 8.65 (d, 2H, J = 7.75 Hz), 8.53 (s, 2H),
7.86 (t, 2H, J = 7.56 Hz), 7.35 (t, 2H, J = 6.10 Hz), 5.02 (s, 2H),
4.47 (s, 2H), 4.10 (s, 5H). 13C{1H} NMR (CDCl3, 125 MHz) δ

(ppm): 156.5, 155.3, 150.8, 149.1, 136.8, 123.7, 121.4, 117.7,
81.6, 70.2, 70.0, 67.4. ATR-IR (cm−1): 3094, 3077, 2981, 1610,
1586, 1568, 1548, 1462, 1404, 1270, 1098, 1022, 788, 725. UV–
Vis {λmax/nm (103 ε/L mol−1 cm−1)}: in acetonitrile: 250 (17.1),
280 (17.8), 365 (0.83), 460 (0.26); in DMF: 283 (17.9), 363
(1.29), 459 (0.56). RP-HPLC: 4.389 min (acetonitrile and 1%
ammonium formate in water) 95 : 5 (v/v). ESI-MS (m/z): 418
(expected 418, (M + H+), C25H20FeN3

+) and 440 (expected 440,
(M + Na+), C25H19FeN3Na

+).

Synthesis and characterisation of Re(I) complexes

The Re(I) complexes were synthesised following modified lit-
erature procedures: Re1,89 Re2,61 Re3 90 (Cl variation), and
Re4 91 (Cl variation). A Schlenk flask equipped with a magnetic
stirbar was charged with ligand (1.0 equiv.) and dissolved in
3 mL of dry toluene under argon. To this solution, Re(CO)5Br
(1.0 equiv.) was added, and the reaction mixture was refluxed
at 100 °C, wherein the colour changes from colourless to a
yellow to dark orange solution for Re1 to Re4. For Re5, the
colour of the solution changed from brown to red. After the
colour change was observed, it was stirred for more time and
then cooled down to room temperature, leading to a precipi-
tate, except for Re5. The solution was then decanted, and the
precipitate was washed with toluene (2 × 5 mL), and then cold
diethyl ether (2 × 5 mL). The compound was dried under
vacuum at 340 mbar for 20 minutes.

Re1. In a Schlenk flask, terpyridine (29.3 mg, 0.123 mmol)
and Re(CO)5Br (50.0 mg, 0.123 mmol) in toluene were refluxed
for an hour, wherein the solution changed colour from colour-
less to yellow to slight orange. After filtration and vacuum
drying, a yellow-coloured powder was obtained with 56% yield
(40.0 mg, 0.068 mmol). MP: 275 °C with decomposition (lit.
report: 278–280 °C).92 1H NMR (CDCl3, 400 MHz) δ (ppm):
9.14 (d, 1H, J = 5.09 Hz), 8.84 (d, 1H, J = 4.83 Hz), 8.27 (t, 2H, J
= 8.32 Hz), 8.16 (t, 1H, J = 7.72 Hz), 8.10 (t, 1H, J = 7.72 Hz),
7.93 (t, 2H, J = 7.72 Hz, merged with the other signal), 7.90 (t,
1H, J = 7.72 Hz, 1H, merged with the other signal), 7.77 (d, 1H,
J = 8.31 Hz), 7.53 (dd, 2H, J = 8.31, 5.94 Hz). 1H NMR (DMSO-
d6, 400 MHz) δ (ppm): 9.07 (d, 1H, J = 4.8 Hz), 8.84 (t, 2H, J =
7.6 Hz), 8.78 (d, 1H, J = 4.1 Hz), 8.43 (t, 1H, J = 7.9 Hz), 8.36 (t,
1H, J = 7.4 Hz), 8.04 (t, 1H, J = 7.0 Hz), 7.89 (d, 1H, J = 7.5 Hz),
7.78 (dd, 2H, J = 21.5 Hz, J = 8.4 Hz,), 7.61 (q, 1H, J = 3.9 Hz).
13C{1H} NMR (DMSO-d6, 101 MHz) δ (ppm): 197.3 (CO), 193.8
(CO), 190.2 (CO), 161.2, 157.8, 156.5, 156.2, 152.8, 149.3, 140.4,
140.0, 136.9, 127.7, 127.4 124.9, 123.7. ATR-IR (νCO/cm

−1):
2019, 1911, 1884. UV–Vis {λmax/nm (103 ε/L mol−1 cm−1)}: in
acetonitrile: 247 (21.5), 310 (15.5), 372 (2.80); in DMF: 309

(20.9), 375 (5.58). HRMS (m/z): calcd for [M + Na+] 605.9416,
found [M + Na+] 605.9405. Anal calcd (in %) for
C18H11BrN3O3Re·H2O: C, 35.95; H, 2.18; N, 6.99. Found: C,
35.35; H, 1.38; N, 6.88.

Re2. In a Schlenk flask, L2 (39.0 mg, 0.125 mmol) and Re
(CO)5Br (50.0 mg, 0.123 mmol) were dissolved in toluene and
refluxed for 4 h, wherein the solution changed colour from col-
ourless to slightly orange. After filtration and vacuum drying, a
bright, yellow-coloured powder was obtained with 78% yield
(63.0 mg, 0.096 mmol). MP: 270 °C with decomposition (lit.
report: 265 °C).61 1H NMR (CDCl3, 500 MHz) δ (ppm): 9.13 (d,
1H, J = 4.97 Hz), 8.84 (d, 1H, J = 5.13 Hz), 8.27 (t, 2H, J = 8.98
Hz), 8.19–8.12 (m, 1H), 8.08 (t, 2H, J = 7.90 Hz), 7.92 (dd, 1H, J
= 8.32, 7.36 Hz, merged with another signal), 7.90 (t, 1H, J =
7.53 Hz, merged with another signal), 7.76 (d, 1H, J = 7.90 Hz),
7.52 (dd, 1H, J = 7.88, 4.96 Hz), 7.27 (m, 2H, merged with
solvent peak). 1H NMR (DMSO-d6, 400 MHz) δ (ppm): 9.09 (bs,
2H), 8.80 (d, 1H, J = 4.0 Hz), 8.37 (t, 1H, J = 7.6 Hz), 8.18 (bs,
3H), 8.06 (t, 1H, J = 7.1 Hz), 7.89 (d, 1H, J = 7.6 Hz), 7.78 (t, 1H,
J = 5.9 Hz), 7.62 (br m, 5H). 13C{1H} NMR (DMSO-d6, 101 MHz)
δ (ppm): 197.5 (CO), 194.0 (CO), 190.5 (CO), 161.7, 158.0,
157.4, 156.4, 152.9, 150.7, 149.3, 140.0, 137.1, 134.8, 131.1,
129.5, 127.9, 127.6, 125.6, 125.1, 125.1, 124.5, 120.7. ATR-IR
(νCO/cm

−1): 2013, 1908, 1878. UV–Vis {λmax/nm (103 ε/L mol−1

cm−1)}: in acetonitrile: 266 (47.6), 380 (7.08); in DMF: 384
(9.27). ESI-MS (m/z): 660 (expected 659, (M + H+),
C24H15BrN3O3Re). HRMS (m/z): calcd for [M − CO + Na+]
653.9775, found for [M − CO + Na+] 653.1380 and calcd for [M
− Br]+ 580.0643, found for [M − Br]+ 580.0848. Anal calcd (in
%) for C24H15BrN3O3Re: C, 43.71; H, 2.29; N, 6.38. Found: C,
43.02; H, 1.90; N, 6.24.

Re3. In a Schlenk flask, L3 (39.8 mg, 0.123 mmol) and Re
(CO)5Br (50.0 mg, 0.123 mmol) were dissolved in toluene and
refluxed for 4 h, wherein the solution immediately changed
colour to deep orange. After filtration and vacuum drying, a
yellow-coloured powder was obtained with a 93% yield
(77.0 mg, 0.114 mmol). M.P.: >300 °C. 1H NMR (CDCl3,
400 MHz) δ (ppm): 9.14 (d, 1H, J = 5.09 Hz), 8.83 (d, 1H, J =
4.83 Hz), 8.39 (d, 1H, J = 1.41 Hz), 8.34 (d, 1H, J = 8.03 Hz),
8.08 (td, 1H, J = 7.99, 1.16 Hz), 7.93 (d, 2H, J = 3.72 Hz), 7.90
(d, 1H, J = 1.31 Hz), 7.67 (d, 2H, J = 8.10 Hz), 7.52 (m, 2H), 7.36
(d, 2H, J = 7.09 Hz), 2.45 (s, 3H). 1H NMR (DMSO-d6, 400 MHz)
δ (ppm): 9.11 (d, 1H, J = 7.1 Hz, merged with another signal),
9.08 (br s, 2H, merged with another signal), 8.80 (d, 1H, J = 4.1
Hz), 8.38 (t, 1H, J = 7.1 Hz), 8.15 (pseudo t, 3H, J = 8.8 Hz),
8.06 (t, 1H, J = 7.0 Hz), 7.88 (d, 1H, J = 7.9 Hz), 7.78 (t, 1H, J =
6.2 Hz), 7.63 (br m, 1H), 7.44 (d, 2H, J = 7.9 Hz), 2.42 (s, 3H).
13C{1H} NMR (DMSO-d6, 101 MHz) δ 197.5 (CO), 194.0 (CO),
190.4 (CO), 161.6, 158.0, 157.2, 156.4, 152.8, 150.4, 149.2,
141.2, 139.9, 137.0, 131.7, 130.0, 127.7, 127.5, 125.5, 125.0,
124.9, 124.0, 120.2, 21.0. ATR-IR (νCO/cm

−1): 2021, 1934, 1898.
UV–Vis {λmax/nm (103 ε/L mol−1 cm−1)}: in acetonitrile: 268
(28.6), 301 (29.3), 379 (4.91); in DMF: 307 (23.9), 382 (4.30).
HRMS (ESI-MS): calcd for [M + H+] 674.0055, found [M + H+]
674.0067. Anal calcd (in %) for C25H17BrN3O3Re: C, 44.58, H,
2.54; N, 6.24. Found: C, 44.77; H, 2.23; N, 6.24.
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Re4. In a Schlenk flask, L4 (47.8 mg, 0.123 mmol) and Re
(CO)5Br (50.0 mg, 0.123 mmol) were dissolved in dry toluene
refluxed for 4 h. After filtration and vacuum drying, an orange-
coloured powder was obtained with a 98% yield (89.0 mg,
0.121 mmol). M.P.: >300 °C. 1H NMR (CDCl3, 500 MHz) δ

(ppm): 9.14 (d, 1H, J = 5.48 Hz), 8.84 (d, 1H, J = 4.64 Hz), 8.36
(s, 1H, merged with another signal), 8.35 (d, 1H, merged with
another signal), 8.09 (t, 1H, J = 7.78 Hz), 7.94 (t, 2H, J = 6.32
Hz), 7.88 (s, 1H), 7.71 (d, 2H, J = 8.52 Hz), 7.63 (d, 2H, J = 8.60
Hz), 7.58–7.50 (m, 2H). 1H NMR (DMSO-d6, 400 MHz) δ (ppm):
9.13 (s, 1H, merged with a doublet), 9.09 (d, J = 5.2 Hz, 1H,
merged with a singlet), 8.80 (d, J = 3.2 Hz, 1H), 8.39 (t, J = 7.5
Hz, 1H), 8.22 (d, J = 5.3 Hz, 2H), 8.19 (s, 1H), 8.07 (t, J = 7.1 Hz,
1H), 7.90 (d, J = 7.6 Hz, 1H), 7.84 (d, J = 8.4 Hz, 2H), 7.79 (t, J =
6.4 Hz, 1H), 7.63 (t, J = 5.8 Hz, 1H). 13C{1H} NMR (DMSO-d6,
101 MHz) δ (ppm): 197.5 (13CO), 194.0 (13CO), 190.5 (13CO),
161.7, 158.0, 157.4, 156.4, 152.9, 150.7, 149.3, 140.0, 137.1,
134.8, 131.1, 129.5, 127.9, 127.6, 125.6, 125.1, 125.1, 124.5,
120.7. ATR-IR (νCO/cm

−1): 2019, 1909, 1880. UV–Vis {λmax/nm
(103 ε/L mol−1 cm−1)}: in acetonitrile: 269 (53.7), 297 (54.4),
378 (8.50); in DMF: 305 (32.6), 388 (5.84). HRMS (m/z): calcd
for [M + H+] 739.9003, found [M + H+] 739.8991. Anal calcd (in
%) for C24H14Br2N3O3Re: C, 39.08; H, 1.91; N, 5.70. Found: C,
39.42; H, 1.56; N, 5.72.

Re5. In a Schlenk flask, L5 (51.3 mg, 0.123 mmol) and Re
(CO)5Br (50.0 mg, 0.123 mmol) were dissolved in dry toluene
and refluxed for 4 h. The reaction mixture was allowed to cool
to room temperature. After storing the solution at 4 °C for
24 h, a dark red coloured precipitate formed that was filtered,
washed with cold diethyl ether and dried in air (53 mg). More
precipitate (25 mg) was obtained by reducing the supernatant
organic solvents to 1 mL in a rotary evaporator (100 mbar,
45 °C, 1 h) and adding cold diethyl ether. The combined pre-
cipitate was air dried, giving a dark, red-coloured powder with
a total 74% yield (78.0 mg, 0.096 mmol, MW = 813;
C28H19N3O3BrFeRe·xCH3C6H5, where x = 0.5). The compound
was 96.4% pure as determined by RP-HPLC. M.P.: >300 °C. 1H
NMR (CDCl3, 400 MHz) δ (ppm): 9.12 (br, 1H), 8.85 (d, 1H, J =
3.35 Hz), 8.28 (t, 1H, J = 8.0 Hz), 8.11 (br, 1H), 8.06 (t, 1H, J =
7.70 Hz), 7.91 (br d, 1H, J = 7.9 Hz), 7.66 (s, 1H), 7.51 (d, 2H, J
= 6.69 Hz), 7.24 (merged with CDCl3, 1H, toluene), 7.18 (d, J =
7.64 Hz, 1.4H, toluene), 4.90 (br s, 1H), 4.85 (br s, 1H), 4.62 (br
s, 2H), 4.14 (s, 5H), 2.36 (s, 1.6H, toluene). 13C{1H} NMR
(100 MHz, CDCl3) δ (ppm): 158.2, 156.5, 154.2, 153.1, 149.6,
138.5, 137.0 (toluene, C), 129.0 (toluene, CH), 128.3 (toluene,
CH), 126.3, 125.3 (toluene, CH), 124.8, 123.9, 118.8, 72.1, 72.0,
70.5, 68.2, 67.5, 21.5 (toluene, CH3) (CO peaks are not visible).
1H NMR (DMSO-d6, 400 MHz) δ (ppm): 9.05 (s, 2H), 8.77 (bs,
2H), 8.38 (s, 1H), 8.04 (s, 1H), 7.84 (merged d, 3H), 7.62 (s,
1H), 7.21 (merged, 2.6H, toluene), 5.45 (s, 2H), 4.70 (s, 2H),
4.15 (s, 5H), 2.30 (s, 2H, toluene). 13C{1H} NMR (DMSO-d6,
101 MHz) δ (ppm): 198.0 (CO), 194.6 (CO), 191.2 (CO), 161.1,
158.5, 157.2, 156.9, 154.9, 153.2, 149.7, 140.3, 137.8 (toluene,
C), 137.4, 129.4 (toluene, CH), 128.7 (toluene, CH), 127.6,
125.9 (toluene, CH), 125.6, 125.5, 125.3, 123.2, 119.9, 78.2,
72.5, 70.8, 69.0, 68.6, 21.5 (toluene, CH3). ATR-IR (νCO/cm

−1):

2013, 1904, 1886. UV–Vis {λmax/nm (103 ε/L mol−1 cm−1)}: in
acetonitrile 256 (23.4), 310 (21.8), 367 (5.02), 516 (2.35); in
DMF: 311 (42.1), 370 (10.6), 516 (5.62). RP-HPLC: 1.989 min,
96.4% pure (acetonitrile and 1% ammonium formate in water)
95 : 5 (v/v). ESI-MS (m/z): 768 (expected 767, (M + H+),
C28H20BrFeN3O3Re

+) and 688 (expected 688, (M − Br+),
C28H19FeN3O3Re

+). HRMS (m/z): calcd for [M + Na+] 789.9394,
found [M + Na+] 789.9397 and calcd for [M − Br]+ 688.0352,
found [M − Br]+ 688.0422. Anal calcd (in %) for
C28H19BrFeN3O3Re: C, 43.81; H, 2.50; N, 5.48. Found: C, 43.71;
H, 2.51; N, 5.43.

Computational details

All the structures were optimised using B3LYP functional93–95

using the ORCA package.96 The def2-TZVP basis set is used for
the optimisation.97 The optimisations were carried out in an
implicit solvent using the SMD solvent model,98 with para-
meters corresponding to acetonitrile used to mimic the experi-
mental conditions. The natures of the stationary points were
characterised by frequency calculations at the same level of
theory using the Gaussian 16 package.99 Time-dependent
density functional theory (TDDFT) calculations were carried
out at the B3LYP/def2-TZVP level to calculate the absorption
spectra of all the complexes using the ORCA package. The
lowest 50 transitions were taken into account in the calcu-
lations of the absorption spectra.

Transient absorption spectroscopy

The ultrafast transient absorption (TA) was performed on a
transient absorption spectrometer (Ultrafast Systems, USA).
The pump pulses of 320 nm were generated from an OPerA
Solo OPA (Coherent, USA) pumped by 35 fs, 5 mJ per pulse,
and centred at 800 nm operating at 1 kHz generated from an
Astrella amplified laser system (Coherent, USA). A part of the
amplified output is used to generate broadband (340 to
680 nm) probe pulses by focusing it on the CaF2 window. The
transmission of the probe in the presence and absence of a
pump was recorded on a CCD spectrograph using a synchro-
nised mechanical chopper operating at 500 Hz. All samples
were prepared in freshly distilled acetonitrile (HPLC,
Spectrochem). The pump and probe polarisations are kept ver-
tical with respect to each other. The OD of the samples were
maintained at around 0.5 at the excitation wavelength in a
2 mm path length cuvette. The samples were stirred continu-
ously using a magnetic stirrer throughout the experiment. The
sample integrity was checked by recording its steady-state
spectra before and after the experiment. The obtained transi-
ent absorption spectra were analysed using Surface Xplorer (V
4.0) and Origin 2019.

Electrochemistry

Electrochemical analysis was performed using a CH760E
potentiostat or a BioLogic VSP potentiostat. Cyclic voltammetry
measurements were performed in a one-compartment three-
electrode setup using a glassy carbon working electrode (3 mm
diameter), a platinum wire as the auxiliary electrode, and a
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non-aqueous Ag|Ag+ pseudo-reference electrode, Ag|AgNO3

(10 mM) in 0.1 M n-Bu4NBF4 in acetonitrile (or DMF). The vol-
tammograms were referenced by the addition of ferrocene as
an internal standard after the final experiment, and all poten-
tials given in this work are reported against the Fc+/0 couple.
The potential of the Fc+/0 couple was found to be ∼0.07 V vs.
the non-aqueous Ag|Ag+ pseudo-reference. The supporting
electrolyte was n-Bu4NBF4 (0.1 M), which was purified by
recrystallisation from 1 : 2 ethanol/water followed by drying at
80 °C in a vacuum oven.

The diffusion coefficients (D) were determined by the
Randles−Sevcik equation shown below:

ip ¼ 0:4463nFAC
nFνD
RT

� �1=2

where ip is the peak current under N2, F is Faraday’s constant,
A is the surface area of the electrode (0.071 cm2 for the glassy
carbon electrode used here), n is the number of electrons
associated with the redox event, C is the concentration of the
catalyst in solution, ν is the scan rate, R is the ideal gas con-
stant, and T is the temperature in Kelvin. Peak currents for the
first reduction (n = 1) were plotted against the square root of
the scan rates and the slope of the linear fit was used to deter-
mine D.

The observed rate constant (kobs) was calculated using the
following equation:

kobs ¼ Fν
RT

� �
0:4463
ncat

� �2 icat
ip

� �2

where ν = scan rate (V s−1), RT/F = 0.0256 V (T = 298 K), ncat = 2
(number of electrons required for the conversion of CO2 to
CO), icat = plateau current under CO2 saturated conditions, and
ip = reduction peak current under N2.

Controlled potential electrolysis

Controlled potential electrolysis measurements were per-
formed in a custom two-compartment cell separated by a glass
frit. A glassy carbon plate (2 mm thick Sigradur G-plates from
HTW GmbH, Germany) was used as the working electrode, Pt
mesh as the counterelectrode, and non-aquoeus Ag/Ag+ as the
reference. The effective geometric surface area of the electrode
during electrolysis was 2 cm2. Typically, the volumes of electro-
lytes in the working and counter compartments were 6 mL and
2 mL, respectively, with a headspace volume of 23 mL. The
concentration of the catalyst during electrolysis was 0.25 mM.

The quantification of H2 and CO was conducted using an
SRI gas chromatograph (multiple gas analyser #1) equipped
with a thermal conductivity detector (TCD) and a flame ionis-
ation detector (FID) with a built-in methaniser attachment. A
silica gel column (6 ft) column was used to block CO2 and
H2O, and a molecular sieve 13X (6 ft) main column was used
to separate the H2, and CO. N2 was used as the carrier gas. The
GC was calibrated regularly using a known standard for H2,
CO and CH4 (2000 ppm H2/2000 ppm CO/2000 ppm CH4 in
balance gas N2).

Spectroelectrochemistry

Spectroelectrochemical analysis was performed in a thin-layer
quartz glass cuvette (path length 1 mm) using a Pt mesh
working electrode, Ag|Ag+ pseudo-reference electrode, and a Pt
wire counterelectrode. An AvaLight-DHC (deuterium and
halogen light source) was used as the light source, and the
spectra were recorded using an AvaSpec-2048 spectrometer.
The electrode was held at a set potential for 2 min before
recording the UV-Vis spectrum.
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