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Computational comparison of Ru(bda)(py)2 and
Fe(bda)(py)2 as water oxidation catalysts†

Ge Li and Mårten S. G. Ahlquist *

Ru(bda)(py)2 (bda = 2,2’-bipyridine-6,6’-dicarboxylate, py = pyridine) has been a significant milestone in

the development of water oxidation catalysts. Inspired by Ru(bda)(py)2 and aiming to reduce the use of

noble metals, iron (Fe) was introduced to replace the Ru catalytic center in Ru(bda)(py)2. In this study,

density functional theory (DFT) calculations were performed on Fe- and Ru(bda)(py)2 catalysts, and a

more stable 6-coordinate Fe(bda)(py)2 with one carboxylate group of bda disconnecting with Fe was

found. For the first time, theoretical comparisons have been conducted on these three catalysts to

compare their catalytic performances, such as reduction potentials and energy profiles of the radical

coupling process. Explanations for the high potential of [FeIII(bda)(py)2–H2O]+ and reactivity of [FeV(bda)

(py)2–O]+ have been provided. This study can provide insights on Fe(bda)(py)2 from a computational

perspective if it is utilized as a water oxidation catalyst.

Introduction

To satisfy the increasing demand for energy,1 catalytic water
splitting could be a sustainable alternative by storing energy in
chemical bonds with very high energy density. Many renewable
forms of energy, including solar and wind, suffer from irregu-
lar supply. Consequently, efficient, stable, and large-scale
energy storage is needed. Water splitting consists of two half
reactions: water oxidation (2H2O → O2 + 4e− + 4H+) and proton
reduction (4e− + 4H+ → 2H2). Compared to the latter, water oxi-
dation typically requires harsh oxidizing conditions and
undergoes transfers of four electrons and protons where mul-
tiple intermediates are formed, therefore water oxidation often
has a limited reaction rate and is regarded as the bottleneck of
the whole water splitting reaction.2 A wide range of water oxi-
dation catalysts (WOCs) containing transition metals (TMs)
have been synthesized to increase the rates, while keeping the
overpotential low for the water oxidation reaction. Among
them, molecular homogeneous WOCs mostly act as models to
explore different reaction mechanisms and have thus attracted
much attention owing to their advantages of well-defined

structures, feasible characterization of intermediates, high
reactive efficiency, and informative kinetic studies. Since the
discovery of the first molecular WOC (blue dimer) by Meyer in
1982,3 Ru(bda)L2 (bda = 2,2′-bipyridine-6,6′-dicarboxylate, L =
typically a nitrogen heterocycle such as pyridine) is another
breakthrough in the history of homogeneous WOCs.4 Driven
by CeIV, one variation Ru(bda)(isoquinoline)2,

5 has achieved a
turnover frequency that can be compared to the oxygen-evol-
ving complex of photosystem II in vivo.6,7 Further modifi-
cations on L, like L = phthalazine, 6-fluoroisoquinoline, 6-bro-
mophthalazine have achieved high turnover frequency (over
1000 s−1) and turnover number (over 100 000) driven by CeIV.8,9

In addition to Ru-based WOCs, other WOCs based on the rare
and expensive TM Ir, are also utilized in oxygen-evolving
reactions.10,11 Precious noble TMs need to be substituted by
cheaper, non-toxic and earth-abundant first-row TMs to realize
economically and environmentally sustainable energy storage
via water oxidation. For example, there have been noteworthy
developments related to inexpensive first-row TM species, like
Mn, Fe, Cu, Co, and Ni,12–17 among which Fe stands out
because of its earth-abundance, no toxicity and special posi-
tion located exactly above Ru in periodic table. Lloret-Fillol
and co-workers stabilized Co, Fe, Mn, and Ni complexes with
the same chelating tetradentate ligand and found that only Fe-
based catalysts were active for water oxidation with high
activity and stability using cerium ammonium nitrate or
sodium periodate as sacrificial oxidants,18 and the ligand
architectures with two available cis sites are key to the activity
of these Fe-based WOCs.19 The groups of Collins and
Bernhard in 2010 presented an efficient WOC of iron-centered
tetraamido macrocyclic ligand (Fe-TAML) and its turnover

†Electronic supplementary information (ESI) available: Details on energy differ-
ences among different multiplicities using different functionals, spin density
contributions of [MV(bda)(py)2–O]

+ monomers, spin density contributions of
low-spin 6-coordinate [FeV(bda)(py)2–O]

+ monomer and transition states of
[MV(bda)(py)2–O]

+ dimers, energy profiles of vertical and parallel radical coup-
ling and Cartesian coordinates of all relevant structures. See DOI: https://doi.
org/10.1039/d2dt01150f
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frequency (TOF) exceeded 1.3 s−1 in unbuffered solution with
ceric ammonium nitrate.13,20 Driven by the multinuclear
characteristic of CaMn4O5 cluster in the photosystem II, a pen-
tanuclear iron complex was synthesized and displayed efficient
and robust catalytic performance for water oxidation with an
extremely high turnover frequency of 1900 s−1 in an aceto-
nitrile/water (10 : 1) mixed solution with Et4NClO4 (0.1 M),
however, at a relatively high overpotential of 0.5 V.21,22 Fe-
based WOCs progress fast considering its short history,
together with its abundance, safety and same electronic con-
figurations at same oxidation states as Ru, making Fe a prom-
ising alternative for Ru.

Herein, we used density functional theory (DFT) calcu-
lations on the key intermediates of Ru(bda)(py)2 and iron-
based Fe(bda)(py)2 to assess how substituting Ru metal center
with Fe and maintaining the bda and pyridine ligands affect
the redox properties and the reactivity towards O–O bond for-
mation. We focus on O–O reaction via radical coupling since
that reaction mechanism is key to the extremely high rates of
Ru(bda)L2 catalysts.

Computational details

All density functional theory (DFT) calculations were per-
formed with Jaguar 10.3 program package23 by Schrödinger,
LLC, New York, NY, 2019. Geometry optimizations were carried
out using the B3LYP-D3 functional (Becke’s three-parameter
hybrid functional and the LYP correlation functional24 with
adding the D3 version of Grimme’s dispersion with the orig-
inal D325 damping function) and the LACVP** basis set with
effective core potentials on heavy atoms.26 Based on the opti-
mized geometries, single-point calculations using different
functionals (B3LYP-D3, B3LYP*-D327 and M06-L28) with a
larger basis set LACV3P**++29 were performed. All tested func-
tionals show the same preference that Fe species favor high
spin states and Ru-contained complexes favor low spin states.
As a result, all calculations were performed with B3LYP-D3
functional of higher accuracy. Frequency calculations with
LACVP** were performed on optimized geometries to verify
that the geometries correspond to the minima and to obtain
the thermal corrections to Gibbs free energy. The solvation
energies were estimated by adapting the Poisson Boltzmann
Finite element method (PBF) implemented in Jaguar 10.3.30,31

The Gibbs free energies (G) are calculated at standard state of
1 M(aq) (and 1 atm for gaseous species) and the G of each
species is defined as the following equation G = E(B3LYP-D3/

LACV3P**++) + Gsolv + ZPE + H298 − T*S298 + 1.90 kcal mol−1 (a
concentration correction to the solvation free energy when
changing from 1 M(g) to 1 M(aq) that by default is calculated
at 1 M(g) to 1 M(aq) in Jaguar). For water we used the
hydration free energy of −2.05 kcal mol−1. To identify the tran-
sition states for O–O bond formation, we searched the poten-
tial energy surface by carrying out relaxed coordinate scans of
the terminal O–O bond distance of the dimer at the antiferro-
magnetic open shell singlet state (RuV = O⋯O = RuV doublet–
doublet or FeV = O⋯O = FeV quartet–quartet). The scan range
of the O–O bond distance was from 2.8 Å to 1.1 Å. Frequency
calculations were performed to confirm the obtained tran-
sition states and to acquire the thermal corrections for calcu-
lating Gibbs free energy.

TMs have different possibilities in spin states.
Consequently, geometry optimizations on Fe(bda)(py)2 and Ru
(bda)(py)2 at their different oxidative states were performed
from low multiplicity to high, and the structures with lowest
energies were further utilized to compute the Gibbs free
energy. After obtaining the Gibbs free energy of every sub-reac-
tion, the standard reduction potentials were calculated based
on the Nernst equation under standard conditions (at 1 atm
and 25 °C):

E0 ¼ �ΔG0

nF

where ΔG0 is the reactive Gibbs free energy under standard
conditions; n is the number of electrons transferred in each
sub-reaction; F is the Faraday constant, 96 485 C mol−1; E0 is
the standard reduction potential for the corresponding reac-
tion. Standard hydrogen electrode (SHE) is used as the refer-
ence with an absolute electrode potential of 4.28 V.32,33 The
experimental value of −270.28 kcal mol−1 is used as the Gibbs
free energy of proton at 1 M, determined by Tissandier et al.34

Results and discussion

In the oxygen evolution reaction, catalysts need to undergo
several oxidation steps before the formation of O–O bond.
Table 1 shows the reduction potentials of the two metal com-
plexes that are oxidized from low to high valence states. Firstly,
the oxidation from MII(bda)(py)2 with a separate water to
[MIII(bda)(py)2–H2O]

+ requires potentials of 0.63 V for Fe(bda)
(py)2 and 0.64 V for Ru(bda)(py)2, indicating facile oxidation
for both Fe and Ru. Proton-coupled electron transfer (PCET)
occurs in the next two sub-reactions when catalytic centers are

Table 1 Reduction potentials of Fe(bda)(py)2 and Ru(bda)(py)2 in water oxidation reaction

Sub-reactions Potential (M = Fe) Potential (M = Ru)

[MIII(bda)(py)2-H2O]
+ + e− → MII(bda)(py)2 + H2O 0.63 V 0.64 V

[MIV(bda)(py)2-OH]+ + e− + H+ → [MIII(bda)(py)2–H2O]
+ 3.06 V 1.29 V

[MV(bda)(py)2-O]
+ + e− + H+ → [MIV(bda)(py)2–OH]+ 2.41 V (2.00 Va) 1.66 V

a The reduction potential in the parenthesis is for the FeV/FeIV reaction involving the 6-coordinate [FeV(bda)(py)2−O]+.
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oxidized from 3+ to 4+, then to 5+. The potentials of these two
processes are 3.06 V and 2.41 V for Fe(bda)(py)2, and 1.29 V
and 1.66 V for Ru(bda)(py)2. For the formation of FeIV(bda)
(py)2vO, the potential from [FeIII(bda)(py)2–H2O]

+ is 3.22 V
and the Gibbs free energy of deprotonation from [FeIV(bda)
(py)2–OH]+ is 3.56 kcal mol−1. Both support that the FeIV(bda)
(py)2vO complex is less likely to form. Regarding the
reduction potentials for Ru(bda)(py)2, all variations of Ru(bda)
L2 WOCs have similar reduction potentials for these three sub-
reactions. Based on the Pourbaix diagrams of Ru(bda)(4-pico-
line)2 and Ru(bda)(isoquinoline)2, the corresponding poten-
tials locate approximately at 0.68 V, 1.19 V and 1.41 V at pH

0,4,5 which is consistent with our calculated potentials of Ru
(bda)(py)2 catalyst.

We found two different structures of [FeV(bda)(py)2–O]
+,

shown in Fig. 1. In a 6-coordinate [FeV(bda)(py)2–O]
+ one car-

boxylate group of the bda ligand disconnects with Fe and the
Gibbs free energy of 6-coordinate [FeV(bda)(py)2–O]

+ is 9.4 kcal
mol−1 lower than that of 7-coordinate [FeV(bda)(py)2–O]

+. It is
worth mentioning that for the more stable 6-coordinate
[FeV(bda)(py)2–O]

+, the broken bond between carboxylate
group and Fe catalytic center reconnects when Fe is reduced to
the FeII, FeIII and FeIV states, generating identical structures as
the corresponding 7-coordinate Fe(bda)(py)2 species. Although
the more stable 6-coordinate [FeV(bda)(py)2−O]+ decreased the
FeV/FeIV reduction potential from 2.41 V to 2.00 V, FeII(bda)
(py)2 still requires much higher potentials to be oxidized to
FeV compared to RuII(bda)(py)2.

The newly-found 6-coordinate [FeV(bda)(py)2–O]
+ will be

discussed together with 7-coordinate [RuV(bda)(py)2–O]
+ and

[FeV(bda)(py)2–O]
+. The three optimized [MV(bda)(py)2–O]

+

structures are shown in Fig. 1 and all the optimized structures
at MII, MIII, and MIV states are shown in Fig. 2. Unless other-
wise specified, Fe(bda)(py)2 and Ru(bda)(py)2 represent 7-coor-
dinate structures as shown in Fig. 1(b) and (a), respectively.

Table 2 shows that Ru(bda)(py)2 complexes at different oxi-
dation states are more stable when at low spin states, in agree-
ment with earlier studies.35,36 In contrast, we found that Fe
(bda)(py)2 species have lower energies at higher spin states.
6-coordinate [FeV(bda)(py)2−O]+ has the same spin multiplicity
as [FeV(bda)(py)2−O]+. The energy differences of all species
among different multiplicities are shown in Table S1.† High
spin states are common for Fe-based organometallics,19,37–40

but less common for Ru.36

Calculations of highest occupied molecular orbitals
(HOMO) and evaluations of pKa, have been carried out to
clarify the rather high potential of the PCET process from
[FeIII(bda)(py)2–H2O]

+ to [FeIV(bda)(py)2–OH]+. As indicated in
Table 3, the alpha HOMO energy of [FeIII(bda)(py)2–H2O]

+

(−0.355 hartrees) is much lower than that of [RuIII(bda)(py)2–
H2O]

+ (−0.327 hartrees), indicating that the electrons are more
tightly bound to Fe compared to Ru. Similarly, the pKa value
for [FeIII(bda)(py)2–H2O]

+ is 9.80, which is higher than that of
[RuIII(bda)(py)2–H2O]

+ (8.56). Both alpha HOMO energies and
pKa demonstrate that it is more difficult for [FeIII(bda)(py)2–
H2O]

+ to abstract one electron as well as a proton compared to
[RuIII(bda)(py)2–H2O]

+. The alpha HOMO energy and pKa are

Fig. 2 Structures of Ru(bda)(py)2 and Fe(bda)(py)2 at M
II, MIII, MIV states.

Fig. 1 Optimized structures of [RuV(bda)(py)2–O]+ (a), [FeV(bda)(py)2–
O]+ (b) and 6-coordinate [FeV(bda)(py)2–O]+ (c).

Table 2 Favorable spin multiplicity of different species

Spin multiplicity Spin multiplicity

FeII(bda)(py)2 5 RuII(bda)(py)2 1
[FeIII(bda)(py)2–H2O]

+ 6 [RuIII(bda)(py)2–H2O]
+ 2

[FeIV(bda)(py)2–OH]+ 5 [RuIV(bda)(py)2–OH]+ 1
[FeV(bda)(py)2–O]

+ 4a [RuV(bda)(py)2–O]
+ 2

a 6-coordinate [FeV(bda)(py)2–O]
+ has the same spin multiplicity as 7-coordinate [FeV(bda)(py)2–O]

+ but due to the spin localized on the dangling
carboxylate the doublet and quartet are degenerate for the 6-coordinate species.

Paper Dalton Transactions

8620 | Dalton Trans., 2022, 51, 8618–8624 This journal is © The Royal Society of Chemistry 2022

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 1

7 
M

ay
 2

02
2.

 D
ow

nl
oa

de
d 

on
 3

/1
3/

20
26

 9
:3

9:
20

 A
M

. 
 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 

3.
0 

U
np

or
te

d 
L

ic
en

ce
.

View Article Online

http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d2dt01150f


also considered after one proton or one electron transfer of
[MIII(bda)(py)2–H2O]

+, respectively. The alpha HOMO energy
and pKa value of [FeIII(bda)(py)2–OH] and [FeIV(bda)(py)2–
H2O]

2+ shows it is still harder to lose one electron and one
proton after the deprotonation or oxidation of [FeIII(bda)(py)2–
H2O]

+.
Among all the intermediate species in water oxidation reac-

tion, the [MV(bda)(py)2–O]
+ species is the key intermediate

since it is involved in O–O bond formation. Fig. 1 shows the
optimized structures [RuV(bda)(py)2–O]

+, [FeV(bda)(py)2–O]
+

and 6-coordinate [FeV(bda)(py)2–O]
+. The largest difference of

these three structures is the broken bond between Fe and O of
the right carboxylate group in 6-coordinate [FeV(bda)(py)2–O]

+.
More detailed differences of spin density distribution and
structures are shown in Table 4. The numbering of related
atoms in Table 4 is indicated in Fig. 3.

As shown in Table 4, the total spin densities on the M2 and
O1 are 3.03 and 1.08 for [FeV(bda)(py)2–O]

+ and [RuV(bda)
(py)2–O]

+, respectively. For 6-coordinate [FeV(bda)(py)2–O]
+, 2/3

of the total spin populates on the Fe2 and O1, and the other

1/3 spin is located on the dangling carboxylate group as shown
in Fig. 4. The spin densities of Fe and Ru atoms are 2.05 and
0.34, respectively, which implies that the oxidation states of
these two metal centers are closer to 4+ and the metal-oxos
could also be termed as metal-oxyls [MIV(bda)(py)2–O

•]+.41 In
addition, the dangling carboxylate group has one spin that is
almost evenly shared by the two O atoms (O6: 0.50, O4: 0.55),
which results in the spin distributions of the dangling carboxy-
late group shown in Fig. 4. The spin density distribution of
degenerated 6-coordinate [FeV(bda)(py)2–O]

+ at doublet state is
shown in Fig. S1.† The detailed contributions of different
atoms to the overall spin density of [MV(bda)(py)2–O]

+ are
shown in Table S2.† Regarding O3–M2–O4 angles and M2–N7
distances, [FeV(bda)(py)2–O]

+ has the largest and appears less
compact, and can be regarded as a pseudo 7-coordinate struc-
ture shown in Fig. 1(b). For the 6-coordinate [FeV(bda)(py)2–
O]+, the disconnection between one carboxylate group and FeV

catalytic center renders a more closely packed octahedral struc-
ture, such as the largely deceased distance of Fe2–N8 from
2.62 Å to 1.98 Å.

Ru(bda)L2 WOCs has been thoroughly investigated and the
formation of O–O bond has been shown both experimentally
and computationally to undergo an I2M pathway under homo-
geneous catalytic conditions.5,42,43 Despite that Fe-based com-
plexes are more difficult to be oxidized, we still investigate its
possibility of reacting via the efficient I2M pathway, to assess
the reactivity of the FeVvO compared to RuVvO. The two
[MV(bda)(py)2–O]

+ monomers have been placed in both paral-
lel and vertical fashions (Fig. 5) to search for the most prob-
able O–O coupling geometry. The parallel and vertical fashions
mean that the angles between two bda ligands are 180° and
90° respectively. The comparisons of energy profiles of three

Fig. 4 Spin density distributions of [RuV (bda)(py)2–O]+(left), [FeV(bda)
(py)2–O]+(middle) and 6-coordinate [FeV(bda)(py)2–O]+ (right) at an iso-
value of 0.005 electrons per bohr3.

Table 3 Alpha HOMO energy and pKa values for [MIII(bda)(py)2–H2O]+,
[MIII(bda)(py)2–OH] and [MIV(bda)(py)2–H2O]2+

Alpha HOMO energy (Hartree) pKa

[FeIII(bda)(py)2–H2O]
+ −0.355 9.80

[RuIII(bda)(py)2–H2O]
+ −0.327 8.56

[FeIII(bda)(py)2–OH] −0.219
[RuIII(bda)(py)2–OH] −0.191
[FeIV(bda)(py)2–H2O]

2+ 1.32
[RuIV(bda)(py)2–H2O]

2+ −3.59

Table 4 Spin density on O1 and M2, angle of O3–M2–O4, bond distances of M2–O1, M2–O3 and M2–N7

Spin density
Angle (°)

Bond distance (Å)

O1 M2 O3–M2–O4 M2–O1 M2–O3 M2–N7

[RuV(bda)(py)2–O]
+ 0.74 0.34 153.6 1.73 2.14 2.29

[FeV(bda)(py)2–O]
+ 0.98 2.05 169.7 1.63 1.93 2.62

6-Coordinate [FeV(bda)(py)2–O]
+ 0.95 1.08 139.4 1.63 1.91(3.58)a 1.98(2.11)b

a The distance in the parenthesis is between Fe2 and O4. b The distance in the parenthesis is between Fe2 and N8.

Fig. 3 [MV(bda)(py)2–O]+ complexes included in the study (M = Fe or
Ru) and numbering of atoms.
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different dimers when O atoms approach each other in the
above two ways are presented in Fig. S2 of ESI.†

Potential energy surfaces were computed as the distance of
O atoms in [MV(bda)(py)2–O]

+ oxos decreases (Fig. 6). All the
transition state structures and spin density distributions of
them are shown in Fig. 7 and S3,† respectively. Transition
states were located at the O–O distance of 1.9 Å, 2.1 Å and
2.0 Å for [RuV(bda)(py)2–O]

+, [FeV(bda)(py)2–O]
+ and 6-coordi-

nate [FeV(bda)(py)2–O]
+ dimers. All three dimers at transition

states keep the antiferromagnetic open shell singlet state as
shown in Fig. S3.† Notably, the degeneracy of doublet–doublet
coupling and quartet–quartet coupling appears for the 6-coor-
dinate [FeV(bda)(py)2–O]

+ dimer, like the degeneracy of 6-coor-
dinate [FeV(bda)(py)2–O]

+ monomer at doublet and quartet
states as shown in Fig. 4 and S1.† As shown in Table 5, the
electronic activation energy for the RuV dimer is 2.2 kcal
mol−1, which is in agreement with our previous study.36 For
the [FeV(bda)(py)2–O]

+ dimer, the electronic activation energy
is low to 0.8 kcal mol−1 while the 6-coordinate [FeV(bda)(py)2–
O]+dimer has the highest electronic energy barrier up to

8.3 kcal mol−1. After adding thermal corrections and solvation
energies, the Gibbs activation free energies are 5.0, 2.4 and
8.7 kcal mol−1 for [RuV(bda)(py)2–O]

+, [FeV(bda)(py)2–O]
+ and

6-coordinate [FeV(bda)(py)2–O]
+ dimers, respectively. The lower

energy barrier of FeV dimer supports that [FeV(bda)(py)2–O]
+

monomer is more reactive in the I2M mechanism owing to the
unstable pseudo 7-coordinate [FeV(bda)(py)2–O]

+ reactant.
Comparing the different [MV(bda)(py)2–O]

+ dimer systems, we
found that the more stable 6-coordinate [FeV(bda)(py)2–O]

+

dimer has a significanlty higher barrier in the I2M process
than the RuV dimer. For [RuV(bda)(py)2–O]

+ dimer, the whole
system keeps a compact structure and the Ru metal center is
tightly linked to bda ligand and two pyridine ligands. By con-
trast, the [FeV(bda)(py)2–O]

+ is less compact and Fe tends to
have a pseudo 7 coordination. The 6-coordinate octahedral
[FeV(bda)(py)2–O]

+ is stable in agreement with other reported
Fe WOCs which typically prefer an octahedral Fe-based geome-
try.44 From this study and the synthesized Fe-based WOCs in
published studies,13,18,44 we conclude that Fe does not form a
coordination number of 7.

Concerning the electronic reaction energy of the three
dimers, FeV dimer has a reaction energy of −78.2 kcal mol−1,
which is much larger than those of RuV and 6-coordinate FeV

dimer, −20.6 and −23.9 kcal mol−1 respectively. The large reac-
tion energy of FeV dimer is due to two factors: (1) more energy
is stored in FeV monomer since very high potentials are
needed to reach that state (2) The reaction leads to direct gene-
ration of O2 that can be seen from the long distances (2.77 Å,
2.75 Å) between two pairs of Fe and O atoms indicated in
Fig. 8(b).

Conclusions

We made a comparative study of the well-known Ru(bda)L2
catalyst to the iron analogue Fe(bda)L2. We found clear differ-
ences between the two systems. (1) The potentials for oxidizing

Fig. 6 Energy profile of [MV(bda)(py)2–O]+ dimer with decreasing O–O
distance.

Fig. 8 Product structures of [RuV(bda)(py)2–O]+ dimer (a, O–O dis-
tance 1.4 Å), [FeV(bda)(py)2–O]+ dimer (b, O–O distance 1.2 Å) and
6-coordinate [FeV(bda)(py)2–O]+ dimer (c, O–O distance 1.3 Å).

Fig. 5 Radical coupling of [MV(bda)(py)2–O]+ dimer in the parallel (a)
and vertical (b) orientations, pyridine ligands are omitted for clarity.

Table 5 Electronic energy barrier, reaction energy and Gibbs free
energy barrier of radical coupling

Energy
barrier ΔE‡
(kcal mol−1)

Reaction
energy ΔE‡
(kcal mol−1)

Energy
barrier ΔG‡

(kcal mol−1)

[RuV(bda)(py)2–O]
+ 2.2 −20.6 5.0

[FeV(bda)(py)2–O]
+ 0.8 −78.2 2.4

6-Coordinate [FeV(bda)(py)2–O]
+ 8.3 −23.9 8.7

Fig. 7 Transition state structures of [RuV(bda)(py)2–O]+ dimer (a, O–O
distance 1.9 Å), [FeV(bda)(py)2–O]+ dimer (b, O–O distance 2.1 Å) and
6-coordinate [FeV(bda)(py)2–O]+ dimer (c, O–O distance 2.0 Å).
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the metal center up to the reactive MVvO state was signifi-
cantly higher for the Fe system compared to the Ru catalyst.
We found that both the electrons and the protons are more
tightly bound to Fe than Ru. (2) The Fe complex showed a pre-
ference for the high spin state for all oxidation states, while
the Ru was more stable in the low spin state. This leads to
lower tendency for Fe to form the unique 7-coordinate struc-
ture of Ru(bda)L2. The Fe structures that had a geometry
resembling a 7-coordinate structure was found to be better
described as pseudo-7-coordinate due to some very long metal
ligand distances. This leads to the proposed reactive FeVvO
species rearranging to a more stable 6-coordinate structure. (3)
While the pseudo-7-coordinate Fe structure could react via an
I2M mechanism we found that the more stable 6-coordinate
structure had a higher activation energy. Summing up these
observations we conclude that replacing Ru with Fe requires a
significant change in the ligand system. The bda with two
additional pyridine type ligands lead to a system with high
spin preference for iron which does not favor the 7-coordinate
geometry and which leads to very high potentials for reaching
the higher oxidation states.
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