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Density Functional calculations have been performed to calculate the one-electron oxidation potential for
ferrocene and the redox couples for a series of small transition metal compounds of the first-, second-, and
third-row elements. The solvation effects are incorporated via a self-consistent reaction field (SCRF), using
the polarized continuum model (PCM). From our study of seven different density functionals combined
with three different basis sets for ferrocene, we find that no density functional method can reproduce the
redox trends from experiment when referencing our results to the experimental absolute standard hydrogen
electrode (SHE) potential. In addition, including additional necessary assumptions such as solvation effects
does not lead to any conclusion regarding the appropriate functional. However, we propose that if one references
their transition metal compounds results to the calculated absolute half-cell potential of ferrocene, they can
circumvent the additional assumptions necessary to predict a redox couple. Upon employing this method on
several organometallic and inorganic complexes, we obtained very good correlation between calculated and
experimental values (R2 ) 0.97), making it possible to predict trends with a high level of confidence. The
hybrid functional B3LYP systematically underestimates the redox potential; however, the linear correlation
between DFT and experiment is good (R2 ) 0.96) when including a baseline shift. This protocol is a powerful
tool that allows theoretical chemists to predict the redox potential in solution of several transition metal
complexes a priori and aids in the rational design of redox-active catalysts.

Introduction

Density functional theory (DFT) has proven to be a powerful
tool since its inception and has provided insight into the
mechanisms of several important catalytic cycles in environ-
mental, bioinorganic, and industrial chemistry.1,2 Many of the
key chemical reactions utilizing transition metal complexes
describe the loss and gain of electrons with the formation or
breaking of chemical bonds. Combined with electrochemical
and spectroscopic evidence of the pertinent intermediates,
theoretical chemists have been able to deduce favorable
thermodynamic and kinetic pathways to these cycles.3 Also, the
abilities of DFT have been pushed in hopes to not only describe
these reactions, but also to facilitate the rational design of
catalysts with specific properties. One such property that has
garnered much attention over the past several years has been
the ability of DFT to accurately predict redox potentials of
transition metal complexes.4-17 The ability to predict redox
potentials a priori would be highly desirable and, with such a
tool, one can imagine the design of redox-active catalyst based
on a combinatorial computational approach.18,19

Currently, there are several protocols that exist for the
theoretical prediction of the standard redox potentials in
solution.4,20 One of the more popular methods uses the
Born-Haber cycle shown in Scheme 1 where the standard Gibbs
free energy of redox half reaction, ∆Gsolv

o,redox, consists of the free
energy change in the gas phase and the solvation free energies
of the oxidized and reduced species. Although this method has
been successful for several organic systems with continuum
solvation models,21-35 modeling transition metal complexes has
proven to be less reliable. Baik and Friesner first noted that

while they were able to reproduce the redox potentials of various
metallocene complexes, larger deviations were seen in typical
coordination complexes.5 Uudsemaa and Tamm noted that two
hydration shells and the continuum model were necessary for
accurate redox calculations of aqueous 3d transition metal ions.6

More recently, Jaque et al. showed that no DFT method can be
singled out as the most reliable method for calculating the
oxidation potential of Ru2+ in aqueous media. Srnec et al.
suggest that spin-orbit coupling effects minimize the errors in
the redox potential for second- and third-row transition ele-
ments.36 In our previous work, values of the calculated redox
potential for a series of small models based on the diiron
hydrogenase enzymes reproduced the trends in experiment with
an average error of 0.12 V using BP86 and results using B3LYP
required a systematic shift.17 This suggests that a fairly high
degree of accuracy can be achieved for first-row transition
elements but perhaps it might be difficult to obtain good
agreement for the second- and third-row metals.

Therefore, one of the aims of this paper is to provide a
theoretical treatment of ferrocene in order to assess the best
basis set and functional to be used in these calculations.
Ferrocene provides us a natural starting point to probe the
accuracy of DFT to predict redox potentials of transition metal
complexes. Aside from being recommended by IUPAC as an* To whom correspondence should be addressed. E-mail: erb@lanl.gov.

SCHEME 1: Born-Haber Cycle
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internal standard for all electrochemical experiments, the
electrochemistry of ferrocene has been of interest to the
experimental community for over 50 years and the Fe2+|Fe3+

couple is highly reversible and largely independent of solvent
and supporting electrolyte.37,38 From our conclusions of fer-
rocene, we can then move on to other transition metal complexes
(shown in Scheme 2) which contain varying oxidation states
and charges. These systems are comprised of first-, second-,
and third-row transition elements and provide a good benchmark
considering the potentials are not necessarily reversible on the
electrochemical time scale.

Computational Details and Theoretical Background

Density Functional Calculations. All calculations were
carried out with Gaussian 03 (Versions D.02 and E.01).39

Geometry optimization calculations for ferrocene (Cp2Fe) were
carried out with a variety of density functional methods and
basis sets. All geometries were optimized according to their
respective iron basis set and functional without constraints to
the lowest energy solution, the eclipsed geometry (D5h), for both
oxidation states. The bond distances and angles lie within the
standard deviation for the functionals studied.40 The geometries
were verified by vibrational analyses at the same level of theory
to ensure that they correspond to minima on the potential energy
surface. All calculations were performed by using a spin-
unrestricted formalism.

We examined two different DFT methods for Cp2Fe, namely
generalized gradient approximation (GGA) and hybrid-general-
ized gradient approximation (H-GGA). The GGA functionals
considered were BLYP,41,42 BP86,41,43 and PBE.44 The H-GGA
used were B3LYP,42,45 BH&HLYP,39,41,42 B3P86,43,45 and
PBE0.44,46,47 These functionals were chosen due to their long-
standing use in computational chemistry. We tested three
different basis sets for iron: LANL08,48 which is an optimized
version of the original Hay-Wadt basis set for DFT calculations,
and includes an effective core potential (ECP) for the inner 10
electrons;49 the Stuttgart RSC 1997 ECP basis set (SDD),50

which also includes relativistic corrections to the ECP; and the
all-electron basis 6-311+G*.51 The cyclopentadienyl ion was
treated with a basis set of triple-� quality (6-311G*) so as to be
consistent with the valence basis sets used for iron. The
vibrational frequencies were only scaled for BH&HLYP cal-
culations by a factor of 0.9534 to reproduce the harmonic
frequencies from experiment.52 The frequencies derived the zero-
point-energy (ZPE) and electronic, vibrational, and rotational
corrections at 298.15 K for all compounds studied.

All other compounds were optimized according to their respec-
tive functional. The LANL08 basis set was used for the transition
metal atoms and additional optimized diffuse and polarization
functions were included for compounds containing sulfur and
chlorine (LANL08d).48,53 The 6-311G* triple-� with polarization
basis set was used for carbon and nitrogen atoms coordinated to
the metal center, and all other atoms were described by 6-31G*.
The bond distances and angles for the first, second, and third row
elements lie within the standard deviation for each respective
functional.40,54,55 All results in Table 5 (see below) used unscaled
frequencies for the vibrational component.

Solvation Free Energies and Calculations of Redox
Potentials. The solvation free energies, ∆Gs

o, for the complexes
in all oxidation states were evaluated by the self-consistent reaction
field (SCRF) approach based on the integral equation formalism
of the polarized continuum model (IEF-PCM) level of theory,
implemented as the default PCM method in Gaussian.56 We
considered two geometries using the SCRF potential: the gas-phase
geometries and the complexes optimized in the presence of
the reaction field. We tested several topological models to build
the cavity around the complex and found that the universal force
field (UFF) radii built from the UFF force field,57 which includes
individual spheres for hydrogens, produced the most accurate results
for reproducing the experimental redox potential of several
compounds found in Scheme 2. All SCRF calculations utilized
the default options as implemented in Gaussian 03. For calculation
of solvation free energies, ∆Gs

o, we used the keyword SCFVAC
as implemented by Gaussian 03. The choice of solvents was based
on the solvent media for all electrochemistry experiments. The
dielectric constants of the solvent models were the following:
dichloromethane (CH2Cl2), 8.93; acetone, 20.7; acetonitrile
(CH3CN), 36.64; and dimethyl sulfoxide (DMSO), 46.7. Since no
solvent parameters for dimethylformamide (DMF) are implemented
in Gaussian 03, we utilized the same model parameters as DMSO
but incorporated a dielectric constant of 36.71, solvent radius of
2.647 Å, molar volume of 77.44 cm3 mol-1, and a density of 943.87
kg m-3.58 A dielectric constant of 1.0 was used for the solute
interior.

The calculated redox potentials were determined by using
the free energy change of the half reactions represented by the
Born-Haber cycle shown in Scheme 14 and consist of the free
energy change in the gas phase, ∆Gg

o,redox, and the solvation free
energies of the oxidized, ∆Gs

o(Ox), and reduced, ∆Gs
o(Red),

species. These values are then used to calculate the overall
reaction of the standard Gibbs free energy, ∆Gsolv

o,redox (in
kcal ·mol-1) (eq 1)

and the Nernst equation then determines the standard one-
electron redox potentials, Eo (in V) (eq 2)

where F is the Faraday constant, 23.06 kcal mol-1 V-1.
The solvation free energy, ∆Gs

o, for the oxidized and reduced
species is partitioned into two contributions: electrostatic and
nonelectrostatic. The bulk electrostatic effects include the energy
difference between the solute polarized by the reaction field of
the solvent minus the nonpolarized, in vacuo solute energy. The
nonelectrostatic term accounts for the sum of the cavitation and
the dispersion-repulsion energies (CDR). All terms in eqs 1 and

SCHEME 2: Transition Metal Complexes Considered in
This Study

∆Gsolv
o,redox ) ∆Gg
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2 are at 298.15 K. When considering the SCRF-optimized
structure, we also included a geometry relaxation energy term,
degeom, to the electrostatic part of the solvation free energy. All
potentials shown for ferrocene are reported versus the standard
hydrogen electrode (SHE) and all others are referenced to Cp2Fe,
which is described further in the text.

Results and Discussion

DFT Calculations of the Ferrocene Oxidation Potential.
To validate our method, we examined the ferrocene couple in
three different solvents: acetonitrile (CH3CN), acetone, and
dimethyl sulfoxide (DMSO). Since the oxidation potential
remains fairly constant across several supporting electrolytes,
one would anticipate DFT to predict the same solvent trends
found in experiment. Table 1 depicts the calculated oxidation
potentials for ferrocene in CH3CN with a variety of density
functionals and basis sets at the optimized gas-phase and reaction
field geometries; the experimental value is 0.65 ( 0.01 V vs.
SHE.37 Since our calculations are not referenced to any standard
electrode, we chose to reference our results to the absolute value
of the SHE in CH3CN (-4.60 V).59,60 The calculated oxidation
potential at the optimized gas-phase geometries for ferrocene
in acetone and DMSO with use of the different functionals and
basis sets are given in Table 2. The experimental value is 0.72
( 0.02 V and 0.67 ( 0.01 V vs. SHE for acetone and DMSO,37

respectively, and our results are referenced to the absolute SHE
potential in acetone (-4.13 V)59 and DMSO (-3.83 V).61

The first obvious trend from the data is that the choice of basis
set for iron is minor compared to the functional used in the system.
We chose three different iron basis sets, all of which are commonly
used in the literature and differ in their formalism, in hopes of
providing a systematic study of the performance of the metal basis.
Comparing the data for a given functional, the potential varies by
∼0.1 V among all of the sets studied. More importantly, the
inclusion of scalar relativistic effects to the ECP in these calcula-
tions has little importance on the calculation. There appears to be
more variation among the basis sets in acetone and DMSO, but
the predicted values are all within the same range.

Another important consideration is the stabilization of the
geometry in the continuum model where one might expect an
improvement in the solvation free energies, and hence redox
potentials. To the PCM model we included the additional
electrostatic effect due to the structural relaxation in solution.
We carried out these calculations using CH3CN as an example
and defined the structural relaxation energy as the total energy
difference between reaction-field-optimized geometry and the
PCM/CH3CN single-point calculation using the in vacuo
geometry. Table 1 shows that this extra correction has an effect
of ∼0.01 V to the oxidation potential, hardly enough to justify
its inclusion when considering a much slower convergence of
the optimized structure and frequent energy oscillations. Indeed,
optimization in the reaction field might prove useful for highly
cationic or anionic species, but for this case the correction does
not affect the results significantly.

The only variable that appears to have the greatest influence
on the oxidation potential is the choice of DFT method. From
the CH3CN results, it appears that H-GGA methods better
predict the experimental oxidation value than GGA methods.
Of the functionals studied, the GGA functional BLYP performed
the worst and underestimated the potential by ∼0.8 V; the
H-GGA functionals B3LYP and PBE0 most closely reproduced
the experimental value with BH&HLYP following closely
behind. However, these conclusions become inverted for acetone
and DMSO, and GGA functionals provide a slightly more
accurate prediction for the Cp2Fe/Cp2Fe+ couple. Also, there
appears to be a consistent shift in oxidation potential of 0.52
(0.77) V in acetone (DMSO) versus the CH3CN results. The
H-GGA functionals all overestimate the potential by ∼0.4 V
(∼0.7 V) in acetone (DMSO). While BLYP still underestimates
the potential in acetone, its prediction in DMSO is better than
those of its GGA counterparts. These results suggest that it is
difficult to rationalize why one functional outperforms another
based on the basic arguments outlining the differences in each
functional method. The discrepancy seems to stem from the level
of approximation evidenced by the fact that each class of
functional gives similar results.

A possible source of error in our calculations could be that
the ligand basis set is not appropriate and a large correlation-

TABLE 1: Calculated Oxidation Potential (V/SHE) for Ferrocene with the Gas-Phase-Optimized Geometry (GP-Opt) and the
Reaction Field-Optimized Geometry (SCRF-Opt) in Acetonitrile (CH3CN)a

6-311+G* LANL08 SDD

functional GP-Opt SCRF-Opt GP-Opt SCRF-Opt GP-Opt SCRF-Opt

BLYP -0.09 -0.07 -0.14 -0.15 -0.19 -0.18
BP86 0.33 0.33 0.24 0.25 0.20 0.21
PBE 0.26 0.28 0.19 0.18 0.11 0.13
B3LYP 0.60 0.59 0.67 0.67 0.65 0.66
BH&HLYP 0.62 0.62 0.68 0.69 0.66 0.67
B3P86 0.61 0.61 0.55 0.56 0.50 0.50
PBE0 0.56 0.57 0.58 0.60 0.53 0.53

a The experimental value is 0.65 ( 0.01 V/SHE.

TABLE 2: Calculated Oxidation Potential (V/SHE) for
Ferrocene with the Gas-Phase-Optimized Geometry in
Acetone and DMSOa

acetone DMSO

functional 6-311+G* LANL08 SDD 6-311+G* LANL08 SDD

BLYP 0.44 0.38 0.32 0.70 0.62 0.59
BP86 0.85 0.75 0.72 1.10 1.01 0.98
PBE 0.79 0.69 0.64 1.03 0.94 0.89
B3LYP 1.10 1.18 1.16 1.42 1.42 1.41
BH&HLYP 1.14 1.22 1.18 1.39 1.46 1.44
B3P86 1.12 1.06 0.99 1.37 1.31 1.25
PBE0 1.08 1.12 1.04 1.33 1.36 1.30

a The experimental value is 0.72 ( 0.02 V and 0.67 ( 0.01 V/
SHE for acetone and DMSO, respectively.

TABLE 3: Calculated Oxidation Potential (V/SHE) for
Ferrocene in Acetonitrile (CH3CN) with 6-31G**, cc-pVTZ,
and 6-311G* Basis Sets for Cyclopentadiene and LANL08
Basis Set for Fea

6-31G** cc-pVTZ 6-311G*

B3LYP 0.51 0.57 0.67
BH&HLYP 0.47 0.57 0.68
BP86 0.11 0.19 0.24
PBE0 0.47 0.48 0.58

a The experimental value is 0.65 ( 0.01 V/SHE.
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consistent basis will produce more accurate results, as suggested
by Baik and Friesner.5 In regard to ferrocene, they reported that
the B3LYP/6-31G** level of theory overestimated the potential
by 0.11 V whereas B3LYP/cc-pVTZ(-f)++ calculations im-
proved the result to 0.67 V.5,62 To a first approximation, one
would not expect a great improvement using a correlation-
consistent ligand basis set considering that the ferrocene couple
is a solely metal-based oxidation and that these larger basis sets
are usually not necessary in DFT, where they are used to expand
the charge density. More importantly, one detail left out of Baik
and Friesner’s discussion was the modification of the metal basis
set by uncontracting the exponents, and in some cases including
diffuse functions, to be consistent with the triple-� quality basis
used on the ligands. Since both metal and ligand basis sets were
modified at the same time, we felt that it was important to
reexamine this issue by only modifying the ligand basis set while
maintaining the same Fe basis throughout. Table 3 lists the
computed oxidation values for ferrocene for a selection of
density functionals with 6-31G**, Dunning’s correlation-
consistent basis sets (cc-pVTZ),63 and 6-311G* for the ligand
basis, all with the LANL08 Fe basis set and CH3CN as the
solvent. As expected, we found improvement between the
double- and triple-� basis sets and a systematic improvement
of ∼0.10 V was observed when comparing cc-pVTZ and
6-311G*; Baik and Friesner reported the potential was lowered
by 0.07 V with cc-pVTZ(-f). There are other factors that likely
improved our ferrocene results compared to those of Baik and
Friesner, including the PCM and topological models, but we
postulate that the modified metal basis sets used throughout the
paper improved their results more so than the correlation-
consistent basis set for the ligands.

Our conclusions to this point are similar to those observed
by Jaque et al. for the Ru3+|Ru2+ redox couple in aqueous
media.64 Even among Density Functional methods, they ob-
served a large variation in the reduction potential. Two possible
sources of error in our Born-Haber cycle (Scheme 1) include
the calculated gas-phase Gibbs free energy and the solvation
approximation. Considering the former, previous photoelectron
spectroscopy experiments determined the adiabatic ionization
potential (IP) for ferrocene is 6.72 eV.65 Our results show the
H-GGA functionals all consistently overestimate this value by
∼0.3 eV. The GGA functionals BP86 and PBE performed well
with a ∼0.08 eV error whereas BLYP underestimated the IP
by ∼0.4 eV. While these errors are significant, we are also
making the assumption that the free energy of solVation alone
is an appropriate quantity to use when referencing a calculated
redox potential to a standard reference. The experimentally
assessable quantity is the real solvation energy of ions, which
consists of the chemical solvation energy and the solvent’s
surface potential.61,66 The previous procedure also neglected a
major part of the entropy of solvation, namely the partial loss

of translation on rotation entropy of solvation.67 While our
Born-Haber cycle accounts for the solvation energy, we do
not consider these other solvent effects in Tables 1-3. In
addition, there is also no account of the electron-transfer process
occurring at the electrode surface. Omitting these effects causes
significant errors when calculating the absolute potential of the
SHE electrode, for example.61,66 However, as Table 4 shows,
including solvation effects still does not improve the prediction
and no conclusion can still be drawn with regard to the
appropriate functional.68 These effects appear to reduce the
consistent shift but the oxidation potential in acetone (DMSO)
is still 0.32 (0.62) V greater than the CH3CN results. The
H-GGA functionals appear to have a smaller margin of error in
the case of CH3CN and acetone, but they still overestimate the
potential in DMSO. Conversely, the GGA functionals BP86 and
PBE are fairly good at predicting the potential in DMSO, but
poor predictors in CH3CN and acetone. One might expect a
deviation for DMSO considering that its higher polarizability
might induce more changes in the electronic distribution of the
ferrocenium cation. These changes could then give rise to a
larger solvation energy compared to the other solvents. Krish-
talik recently examined this interaction of ferrocene in DMSO
but inclusion of the intraphase potential does not change our
overall conclusion.66 While it appears that DFT methods come
close, no one particular method is appropriate for correctly

TABLE 4: Calculated Oxidation Potential (V/SHE) for
Ferrocene with the Gas-Phase-Optimized Geometry and
LANL08 Basis Set with the Corresponding Surface Potential
for CH3CN, Acetone, and DMSO68

functional CH3CN acetone DMSO

BLYP -0.24 0.07 0.38
BP86 0.14 0.45 0.77
PBE 0.09 0.39 0.70
B3LYP 0.57 0.89 1.18
BH&HLYP 0.58 0.92 1.22
B3P86 0.45 0.76 1.07
PBE0 0.48 0.82 1.12
expt 0.65 0.72 0.67

TABLE 5: Calculated Redox Potential (V/Cp2Fe) for
molecules in Scheme 2 with the Gas-Phase-Optimized
Geometry and LANL08 Basis Set with the Corresponding
Solvent

molecule expt B3LYP BP86 B3P86 PBE PBE0

Cp2MCl2
0/1-/CH2Cl2

70

Ti -1.28 -1.51 -1.40 -0.94 -1.54 -1.52
Zr -2.09 -2.62 -2.11 -1.86 -2.20 -2.48
Hf -2.39 -2.99 -2.38 -2.20 -2.47 -2.83

Cp2MCl2
0/1/CH2Cl2

70

Ti 1.5 1.00 1.35 1.84 1.32 1.17
Zr 1.4 1.25 1.51 1.93 1.47 1.33
Hf 1.35 1.11 1.45 1.87 1.41 1.27

(CO)5M(Py-CN)0/1-/DMF71

Cr -1.63 -2.50 -1.84 -1.74 -1.90 -2.42
Mo -1.63 -2.46 -1.80 -1.69 -1.83 -2.36
W -1.60 -2.36 -1.72 -1.59 -1.73 -2.26

Cp2M0/1/CH2Cl2
72

Ru 0.56 -0.10 0.60 0.76 0.61 0.10
Os 0.36 -0.05 0.37 0.73 0.57 0.03

Cp*2M0/1/CH2Cl2

Fe -0.5937 -1.48 -0.56 -0.65 -0.73 -1.37
Ru 0.0873 -0.68 -0.11 0.08 -0.25 -0.55
Os -0.0173 -0.79 -0.23 -0.04 -0.22 -0.61

M(bpy)3
2+/3+/CH3CN

Fe 0.6637 0.17 0.77 0.95 0.71 0.26
Ru 0.8074 0.46 1.05 1.23 1.01 0.57
Os 0.4174 0.10 0.80 0.89 0.76 0.23

M(mnt)2
2-/3-/CH3CN75

Ni -2.03 -1.92 -1.66 -1.27 -1.63 -1.87
Pd -2.26 -2.47 -1.89 -1.63 -2.07 -2.26
Pt -2.76 -2.87 -2.08 -2.10 -2.22 -2.77

M(mnt)2
2-/1-/CH3CN75

Ni -0.23 -0.62 -0.40 0.09 -0.38 -0.38
Pd -0.05 -0.42 -0.23 0.18 -0.19 -0.40
Pt -0.25 -0.74 -0.40 -0.04 -0.36 -0.64

rmsa 0.54 0.24 0.37 0.22 0.44
R2 0.96b 0.97 0.97c 0.97 0.96d

a Root mean square error. b Based on y ) x + 0.48. c Based on y
) x - 0.28. d Based on y ) x + 0.36.
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predicting the oxidation couple of ferrocene versus SHE in
various polar aprotic solvents. It is evident that a systematic
error appears to be missing and we will show that the trends
for the family of compounds of Scheme 2 are well reproduced
by both types of functional.

Redox Potential Calculations for Transition Metal Com-
plexes. The above-mentioned assumptions all appear to be
solvent related and are therefore necessary whenever one is
referencing a calculated redox potential to a standard reference
electrode like SHE or SCE. However, it occurred to us that the
surface potential and other assumptions not considered above
would effectively cancel if one references their results to a
calculated absolute half-cell potential for the ferrocene couple
(i.e., Fc + A f Fc+ + A-), for example. It is particularly
advantageous to use ferrocene because one can reduce the
number of errors by using a metal basis set of similar size to
that of ferrocene. Also, additional assumptions necessary for
intraphase potential should be negligible for aprotic solvents
since the contact will be with less polar bonds.69

To test our theory, we examined several different molecules
shown in Scheme 2 which have known redox potentials. We
focused our attention on both inorganic and organometallic
compounds with various charges and ligand sets. As we have
seen with ferrocene, factors such as metal basis set or optimiza-
tion in the reaction field are minor compared to the functional.
To be consistent, we chose to continue our analysis using
LANL08 and the gas-phase-optimized geometries. We can also
conclude from ferrocene that BLYP is not appropriate for these
studies and BH&HLYP predicts very similar results to B3LYP.
Therefore, we limited our list to the GGA functionals BP86
and PBE, and the H-GGA functionals B3LYP, B3P86, and
PBE0. Thus this study serves the dual purpose of (a) examining
several different types of redox chemistry where the oxidation
or reduction occurs at the metal or ligand and (b) evaluating
our method to predict redox potentials for the first-, second-,
and third-row complexes.

Results for the calculated redox potentials for the molecules in
Scheme 2 are shown in Table 5. A plot of those results is illustrated
in Figure 1 for B3LYP and PBE. First, the data are all consistent
with one another for a given functional, regardless if the redox
process occurs at the metal center or on the ligand. The errors also
appear to be systematic and are not dependent on whether the
compound is a first-, second-, or third-row element. The largest
deviations occur around -1.5 V, which correspond to the male-
nonitrileditholate (mnt) complexes. One would expect more of an
interaction between these molecules and the solvent in experiment
given their high anionic charge. It is likely that the PCM model
only provides a very crude estimate of the changes in the electronic
distribution. Both GGA functionals provide excellent agreement
with experiment and analysis of the data shows that quality of fit
is 0.96 and 0.97 for BP86 and PBE, respectively. The H-GGA
functionals faired the worst in terms of fit and deviation with
B3LYP having the largest systematic error with an R2 value of
0.83. In fact, B3LYP results require a consistent shift of -0.48 V
for all the data (shown as a dashed line in Figure 1). When
including a baseline shift for B3LYP, correlation is improved to
0.96.

From our previous section, one might have expected the H-GGA
functionals to perform better when predicting the redox in CH3CN,
for example. However, we have observed similar results following
this method in small models based on the diiron hydrogenase
enzymes.17 Revisiting our Born-Haber cycle, we see that the only
variation occurring among each calculation is the gas-phase free-
energy term, ∆Gg

o,redox; the free energy of solvation, ∆∆Gs
o, only

differs by ∼1 kcal mol-1 for all the functionals studied. As we
have pointed out before, the GGA functionals better predict the IP
for ferrocene compared to their H-GGA counterparts. Perhaps
the better performance of the GGA functionals with respect to the
H-GGA could be a result of an improved gas-phase IP for the
molecules in Scheme 2 and an error cancellation of the additional
solvent and/or metal electrode surface effects taking place in
experiment. In light of these results, we recommend using a
calculated absolute potential of a standard reference, such as
ferrocene, when comparing DFT redox potentials to experiment.

Conclusion

The results outlined in this work serve as a caveat to all those
calculating redox potentials of transition metal complexes using
DFT. It is not appropriate to use the free solvation energy alone
when referencing results to standard electrode such as SHE. Doing
so can lead to false conclusions especially if one is predicting the
redox couple of a compound a priori. To circumvent the additional
assumptions necessary to predict a redox couple, one should
reference all computed results to the calculated absolute half-cell
potential of ferrocene for transition metal compounds. The calcu-
lated absolute value of the SHE electrode by Cramer, Truhlar, and
co-workers76 should be sufficient for organic complexes if one is
using a basis set of similar size and solvation model developed by
Kelly, Cramer, and Truhlar.77,78 Of the most commonly used
functionals, BP86 and PBE provide accurate results for several
early-, middle-, and late-transition metal complexes and very good
correlation between calculated and experimental values (R2 ) 0.97),
making it possible to predict trends with a high level of confidence.
The deviation is ∼0.16 V for the redox couple of neutral species
but larger for highly anionic or cationic complexes.
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Figure 1. Correlation diagram of experimental vs. calculated redox
potential, V/Cp2Fe, for Scheme 2 complexes with B3LYP and PBE
functionals. The solid line illustrates 1:1 correlation.
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