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differences in the ability, for a given ligand, to cede electron density to the metal cation under the
influence of the ligand on the frans position. Using tools from conceptual DFT or from related

paradigms, we highlight this effect on a set of representative examples and further provide the
basis for a computational frans effect scale. This quantification notably retrieves the experimental

trans orienting series.

1 Introduction

The Kinetic Trans Effect (KTE), sometimes simply called "trans
effect", is a well-known phenomenon in coordination chemistry
since its discovery in 19261, It is characterised by the increase in
the substitution kinetics of a ligand in a complex, under the influ-
ence of the ligand on the opposite coordination position (whence
the label "trans") %3. A static analogue to this effect is also known:
the Structural Trans Effect (STE), sometimes called "trans influ-
ence"?. It is characterised by an increase of a metal-ligand bond
length, under the influence of the ligand on the opposite coordi-
nation position.

Both STE and KTE are frequently epitomised by square pla-
nar complexes, with a d® electronic configuration of the metal
cation®, and octahedral complexes, with either a ¢ or d° metal
electronic configuration®. More rarely, they can be observed for

10,11

lanthanide”, actinide®? or even iodine complexes. These

two effects are known to be a likely cause of several chemical
properties, ranging from catalytic activity and selectivity 1214 to
metalloprotein reactivity 1>-1® and anti-tumoral activity 1921,

As such, understanding the origin and mechanisms beneath
both the STE and KTE seems necessary. Many experimental and
theoretical works have been dedicated to this task and, to our best
knowledge, have not been fully conclusive yet. All these efforts
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can be traced back to the 1930’s when an electrostatic model 22-2°
was proposed, based on polarisation effects between the central
metal and ligands. However, its conclusions are generally in con-
tradiction with the outcome of a later model by Chatt, Dewar and
Duncanson (CDD)2627, The CDD model, even though elegant,
only works for KTE observed with z-acceptor ligands and is un-
able to account for the generality of the trans effects.

Eventually, some other authors tried to correlate metal-ligand
o or 7 bond strength to the trans effects using experimental
evidences, such as direct measurements of UV charge transfer
bands?829. Lately, many different theoretical works have con-
firmed that both electron donations and back-donations3%-3! are
acting beneath the KTE of square planar complexes, the former by
destabilising the complex, the latter by stabilising the transition
states of metathesis®2. Yet, such confirmations are still needed in

the case of octahedral complexes.

There is no apparent reason why the same line of argument
might not to be applied. Furthermore, it is plain to see that there
is a common ground for all these approaches. In all cases in-
deed, trans effects can be understood in terms of electron den-
sity deformations. For instance, within the CDD model, trans ef-
fects are investigated by monitoring the electron transfers from
the metal to the ligands. Similarly, in the electrostatic approach,
the dipole moment arises from an electron density distortion due
to charge accumulation or depletion on given sites. In the case of
the donation/back-donation scheme, the extent of electron den-
sity shared between the ligand and the metal, as compared to the
case of isolated species, could be the relevant parameter to follow.

Conceptual DFT33-35 (C-DFT) is an elegant framework for
characterizing such effects. It expresses the chemical properties
of a given system through a set of quantum descriptors. These
are based on the response of either the energy or the electron
density to external perturbations3¢. Obviously, such a framework
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is adapted to an in-depth investigation of the physical roots of
the trans effects for octahedral complexes. Two tools are particu-
larly well fitted to monitor the variations of the electron density,
namely the Dual Descriptor (DD)37-3? and the Extended Tran-
sition State - Natural Orbitals for Chemical Valence 4942 (ETS-
NOCV). The latter does not strictly belong to C-DFT, still it uses
a density deformation matrix and therefore its theoretical frame-
work is quite close to C-DFT. These two indexes combined to-
gether have proved very efficient to characterise, understand and
rationalise the electron density evolution during a chemical pro-
cess 4344,

In this work, the results of a combined DD/ETS-NOCV survey
are reported. In a first part, the physical bases for both descriptors
are briefly recalled (see the ESI for more details). In a second part
the methodology to unravel the STE and KTE is presented. It is
then applied on a set of representative examples. The third part is
dedicated to the elaboration of a semi-quantitative scale of trans
orienting groups. The paper ends with some concluding remarks.

2 Theoretical backgrounds

2.1 State Specific Grand Canonical Dual Descriptor

The usual Dual Descriptor Afysq (r)* is defined as the second
derivative of the electron density p(r) with respect to the number
of electrons N, at frozen geometry (the external potential v(r)
remaining constant).

2
J p(r)) %)
(r)

Afusual (I‘) = ( IN2

It allows to characterise, in a single representation, regions within
a molecule that are prone to cede (Af(r) < 0) or receive (Af(r) >
0) electron density, the so-called nucleophilic and electrophilic
regions in organic chemistry3%4°, and its use to understand the
reactivity of organometallic complexes47-*8 has recently been ad-
vocated.

Several approximations of the DD are found in the literature,
and are developed in the ESI. Here, we use a recently devised for-
mulation, the so-called the "state-specific" approach4%->1, where
the DD is identified to a sum of electron density differences be-
tween the nth excited and the ground states - the so called nth
state specific DDs. Indeed, most of the limitations of the usual ap-
proximations are avoided in this formalism; noticeably, the even-
tual orbital degeneracy is no longer a problem, nor the spin states
of the molecules and their associated N +1/N — 1 forms (see the
ESI for more details). Furthermore, the DD within this approach
is expected to take into account polarisation effects°2, and as such
to represent more accurately reactivity. More specifically, we fo-
cus on the first state specific DD Afi(r), which usually conveys
the major contribution to reactivity:

Afi(r) = p1(r) — po(r) = Af(r) 2

Here, we are interested in comparing chemical systems with
different numbers of electrons N. Equations (1) and (2) hold
only for a fixed N value (canonical ensemble), and a Legendre
transform to the grand-canonical ensemble is needed if one wants
to set N as a free parameter. The result of such a transform has

2| Journal Name, [year], [vol.],1—9

already been reported °° (and the details are recapped in the ESI),
and it can be shown that one simply needs to divide the canonical
DD by the square of the molecular hardness 1 in order to get the
Grand-Canonical Dual Descriptor (SS-GCDD) As(r):

_Af(r) _ pi(r)—po(r)
~ n2 ~ rl2

As(r) . 3)
For the sake of simplicity and concision, in the following we
will refer to the SS-GCDD as the DD.

2.2 DD partition into reactive domains

In order to extract the meaningful chemical information con-
tained within the DD, it is relevant to partition it into domains
of constant sign Dii, associated to a univocal and specific reac-
tivity. More precisely, all points belonging to a given D;" (respec-
tively D;") feature a positive (resp. negative) DD value and are
surrounded by neighbours exhibiting the same DD sign, that cor-
responds to a predominant electrophilic (resp. nucleophilic) be-
haviour.

Such a real space partition can be achieved using Domains, a
recently developed code®3. In the latest version of the program,
two thresholds are implemented in order to get a clearer picture
of the domains. The first threshold, 7,, excludes from the domains
any point in space that would be closer than 7, to any nucleus.
This allows to withdraw the contribution of core regions, which
are not expected to contribute significantly to the reactivity, or
which may not be accurately described (with the use of pseudo-
potentials). The second threshold, 7pp, allows a better separation
of the domains by excluding any point in space associated to a
norm of the DD that is inferior to 7pp (lower boundary). This
permits an efficient delimitation of the reactive sites.

It is possible to integrate the DD within these domains, and
thus to gain a deeper insight on the reactivity of the correspond-
ing sites. More precisely, it is possible for each domain Dl.lL to com-
pute its volume, Vi, the integrated value of the DD within this
volume, As(Dli), and the average value of the DD in the domain,

As(D?E). This last value is expected to yield the most valuable in-
formation on the domain reactivity, since it shares the same unit
as the DD. As we will show in the last part, those average values
will actually be the basis for a quantification of the trans effect.

2.3 Extended Transition State - Natural Orbitals for Chemi-
cal Valence (ETS-NOCV)

The NOCV ¥; are the eigenvectors that diagonalise the deforma-
tion density Ap(r) two isolated fragments undergo when they are
put into interaction. Mathematically speaking this can be trans-
lated by:

Ap(r) =Y v Pp_m(rf +\Pm(r)2] , 4)

m

Practically, the NOCVs permit a decomposition of the electron
density deformation on the basis of the orbitals of each isolated
fragment. It therefore helps to monitor the evolution of the elec-
tron density during a chemical process. For instance, it is possi-
ble to distinguish between ¢ and 7 bonding, and also to sepa-
rate donation and back- donation effects®#; physics beneath the

This journal is © The Royal Society of Chemistry [year]
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interactions is thus unveiled. In addition to this decomposition
of the electron density transfers, an assessment of the associated
energetic stabilisation is possible, through the framework of the
Extended Transition State>>.

2.4 Computational details

All the complexes structures presented in this work have been
fully optimized without symmetry restrictions at the B3LYP level
of theory using Gaussian09 package®®. Pople basis sets are used
for all the coordinating atoms: 6-311+G(d) for S and P atoms,
6-311G(d) for the other ones. Metal cations are modelled with
the Stuttgart-Dresden Electron Core Potentials (ECP) and corre-
sponding basis set (keywords SDD in Gaussian09)>7. Frequency
calculations have been performed at the same level of theory to
ensure the obtained geometries correspond to genuine minima of
the potential energy hyper-surface (the coordinates are reported
in the ESI). To evaluate the DDs, the first ten excited states have
been computed using the Time Dependant DFT framework (TD-
B3LYP), and the DD has been subsequently evaluated using equa-
tions (2) and (3)*°. Chemical hardness has been approximated
as N = Erymo — Enomo. Condensations were made using Do-
53 and the the same thresholds values were used for all
complexes: 7pp = 0.2 a.u and 7, = 0.5 a.u.

mains

To ensure that computed DD are reliable, they have been
also calculated using two other exchange-correlation functionals
(PBEO and M06-2X) for a few complexes. As expected the re-
sults are very similar and make the DD a trustable descriptor. In
the same spirit, the adequacy of the basis sets and ECP has been
confirmed by additional calculations on the cobalt complexes, at
the B3LYP/6-311++G(2d,2p) (C, H, N, O) / Wachters+f (Co)
level °8>?. Apart from the computation time, which increases a
lot, the tendency remains the same (though the figures change,
naturally), hence giving confidence in the adequacy of the compu-
tational model. The NOCV calculations have been performed us-
ing the Amsterdam Density Functional program (ADF2013),5° at
the B3LYP/TZP-small core level of theory. Both the DD and NOCV

density deformations have been represented using GaussView
5oL,

3 Trans effect in octahedral complexes

Note: in the following, the labels trans and cis will refer to the
corresponding position in a complex with respect to the strongest
trans orienting ligand.

3.1 Methodology

The aim of this study is to characterise and rationalize the trans
effects in octahedral complexes. As pictured in Scheme 1, two
approaches have been unfolded. First, the differences in elec-
tronic demand between the cis and the trans positions in a given
complex are compared, highlighting the trans effect induced by a
specific ligand T (left side of the figure). To do so, the geometries
of the full complexes are optimised, and afterwards either the cis
or trans ligands L are removed. The DDs of the corresponding in-
complete [ML,T] complexes are computed, as well as the NOCVs
associated to the coordination of the removed ligands. As exem-

This journal is © The Royal Society of Chemistry [year]
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plified in the following, this approach permits to characterise the
STE, where one often compares two bond lengths in the same
complex (inner reference).

Second, we compare the electronic demand on the trans po-
sitions in two similar [ML;T] and [MLST’] complexes, differing
only by the trans orienting ligands T and T'. A similar approach
as previously was used: a first optimisation of the structure, fol-
lowed by the removal of the trans ligands. The DDs of the cor-
responding fragment complexes [ML,T] and [ML4T’] are calcu-
lated, as well as the NOCVs associated to the coordination of the
removed trans ligands. This approach likely allows to charac-
terise the KTE, where one usually compares two complexes only
differing by the trans orienting ligand.

=
—i

L. L L. L
oM L
L 1 L m L L

i L. i sl
M
T L ; L e
Mo M
L ‘ L L
L

Scheme 1 Schematic representation of the applied methodology; left
side, highlight of the differentiation between frans and cis ligands. Right
side, comparison between two trans orienting groups T and T'.

The validity of these approaches is supported by the fact that
ligand substitutions in octahedral complexes generally proceed
via dissociative mechanisms. [ML;] moieties therefore bear some
chemical meaning as potential intermediates?. In the following
discussion, the two approaches are developed in order to assess
the efficiency of both tools (DD and NOCV) to retrieve and ratio-
nalise the trans effects. The complexes listed in table 1 have been
chosen to be representative of the variety both trans effects offer,
either in electronic configuration (d° and d® for the STE, d° for
the KTE), period of the metal (4 and 5) or ligand nature (¢ or 7
donor, & acceptor).

Table 1 List of the studied complexes. Complex S3 is given in ESI. * L=
dimethylaminocarbene.

Label Formula Specificity

1 [Co(NH,),(NO,),(CH;)]~  STE, d°, o donors

2 [NbO(SCN)]%~ STE, d° , 6,7 donors
3-H,0 [Rh(NH;),(H,0),1°" KTE, d®, o donors
3-Cl [Rh(NH,), (H,0)Cl]** KTE, d®, o, donors
4-OH  [Co(en),(H,0)OH]** KTE, d°, o, donors
4-S0;  [Co(en),(H,0)S0,]1" KTE, d°, & acceptor
S3* [RhL(PMe;),Cl3] STE, d°, o, 7 donors

Journal Name, [year], [vol.], 1-9 |3
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3.2 Comparing cis and trans positions
3.2.1 A first example of a d° STE
[Co(NH;3),(NO,)3(CH3)1™

The first chosen example, [Co(NH;),(NO,);(CH3)]™ (1) is
known to show a marked STE®2 due to the methyl ligand. Indeed,
the Co(III)-NO,~ bond length is 0.10 A longer trans to CH5~ than
cis. Two [MLs] fragments have been built by removing either the
trans or a cis nitrito ligand. The DDs computed for the fragments
are presented in figure 1. The similarity between the metal con-
tributions to the DD in both fragments is striking. They comprise
a nucleophilic part reminiscent of a non-bonding metal d orbital,
and an electrophilic part developing towards the coordination va-
cancy. The latter feature could be expected: removing a ligand,
i.e. a nucleophile, will logically exacerbate the electrophilicity of
the remaining [MLs] species.

. De

complex:

Methyl

9

Methyl

Fig. 1 DD isosurfaces for the [ML5] fragments deriving from complex 1.
Left: 1-trans, deprived from the trans nitrito group with respect to
methyl, -0.4 < As(r) < 0.4 a.u. Right: 1-cis, deprived from the cis nitrito
with respect to methyl, —0.2 < As(r) < 0.2 a.u. Surfaces colours: orange,
As(r) < 0; green, As(r) > 0. Colour scheme: red, O atoms; blue, N
atoms; grey, C atoms; white, H atoms: lavender, Co atoms.
Coordination vacancies are directed on the right side of each [MLs]
fragment, and green arrows point towards the D/, domains. Methyl
ligands are highlighted.

Table 2 DD condensation for [MLg] fragments deriving from complex 1.
All values in atomic units.

1-cis 1-trans
As(D})) 1456 21.4

V(D{,) 241 17.6

As(D{,) 6.04  1.22

This electrophilic basin looks noticeably larger in 1-cis than in
1-trans, even using an isovalue that is twice higher. The results of
the condensation on these domains is summarised in table 2. In
the case of 1-trans, the integrated value is about 7 times smaller
than that of 1-cis. The volume of the domain is also smaller for
1-trans, but in a much weaker proportion (roughly 30%). In the
end, the mean value of the DD As(D{,) is much higher for 1-cis
than 1-trans. The trans position, being much less electrophilic
than the cis one, is then expected to stabilise less efficiently lig-
ands: the associated metal-ligand bond is expected to be longer.

This is in total compliance with experimental results. This
could also be retrieved using NOCVs for the coordination of ni-

trite to the [ML;] fragments. The deformation density associ-
ated to the first (and main) NOCV pair is represented on figure
2. In both cases the incoming ligand (NO,") loses electron den-
sity, which relocates between the ligand and the cobalt atom: a
cobalt-nitrite bond is formed. Furthermore, some internal reloca-
tions are observed on the [ML;] moiety.

Those can be seen as the withdrawal of an excess of electron
density that was transferred from the ligands to the metal cation
to counteract the coordination vacancy. Coordination of the cis ni-
trito is associated to a NOCV (41) energetic stabilisation of 40.1
kcal/mol and a transfer of 0.66 electrons. On the other hand,
coordination of the trans nitrito is associated to an energetic sta-
bilisation of 31.3 kcal/mol and a transfer of 0.57 electrons. The
metal-ligand bond is then weaker on the the trans position, and
as such we retrieve the expected STE.

. & 3
Wells a2l
g N

Fig. 2 Deformation density for the first NOCV pair, associated to the
coordination of a nitrito ligand to 1-trans (left) and 1-cis (right).
Isovalue: Ap(r) = +4.10~3 a.u. Colour scheme: orange, p(r) depletion;
green, p(r) accumulation. Atom colours and orientations of the
fragments were chosen as in figure 1. The incoming ligand is located on
the right side of each complex, and methyl ligands are highlighted.

Methyl

3.2.2 An example of a d’ STE complex: [NbO(SCN) 1%~

The second example, [NbO(SCN) 5]2‘ (2), is known to exhibit a
marked STE due to the oxide ligand®3: the Nb(V)-SCN~ bond
length is 0.18 A longer trans to the oxido as compared to the cis
position. One can notice the formally ¢ electronic configuration
of the metal cation. Similarly to complex 1, two [MLg] fragments
have been built by removing the trans thiocyanate (2-trans) or
the cis one (2-cis), and the DD have been computed. The results
are displayed on figure 3.

The DD contributions on the metal cation are again similar.
Noticeably, the electrophilic part recalls a non-bonding metal d
orbital, in perfect line with the previous example. Indeed, in the
framework of MO theory, these non-bonding orbitals are empty
in the d° case, thus likely associated to electrophilicity, and fully
occupied in the d® case, and associated to nucleophilicity. In the
case of 2-cis, these electrophilic domains are adapted to fit a 7-
donor ligand, and thus may efficiently stabilise a N-bonding thio-
cyanate.

2-trans will not offer such a stabilisation: the electrophilic
domains develop perpendicularly to the eventual thiocyanate-
niobium bond. The trans thiocyanate is then expected to be much
less stabilised than the cis one. Furthermore, the DD lobes on the
trans thiocyanate in 2-cis are much more developed than on any
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Fig. 3 DD isosurfaces for the [MLs] fragments deriving from complex 2,
2-trans (left) and 2-cis (right). Isovalues: —0.2 < As(r) < 0.2 a.u. Same
colour scheme as in figure 1, the S atoms being depicted in yellow. Top,
view along the O-Nb(V) bond ; bottom, side view. Green arrows

highlight the D;b domains, and an asterisk highlights the oxide position.

other one. The aspect is indeed very typical of an isolated SCN~
ligand, thus suggesting that this ligand in the complex behaves
more like a free ligand than a coordinated one, not to say like
a leaving group. Unfortunately, the same partition as previously
could not be applied: only negligible values of the DD on the
trans position could be obtained, since no development of the DD
is observed on that position. Actually, this is not a pitfall: if no
quantification is possible in that case, one is still able to charac-
terise a trans effect.

More insight is gained from the ETS-NOCV study of the co-
ordination of thiocyanate to the [Nb(SCN),O]~ fragments. The
results are recapped on figure 4. In the case of the cis SCN™,
the main energetic stabilisation is associated to the formation of
a o bond (NOCV =2, -30.4 kcal/mol, 0.47 electrons transferred),
but the highest number of transferred electrons is associated to
the formation of a £ bond (NOCV =1, -12.7 kcal/mol, 0.49 elec-
trons). A different tendency is observed for the trans SCN™ : an
energetic stabilisation of -18.0 kcal/mol for the o bond formation
(NOCV =+ 1), and 0.34 electrons transferred, -8.1 kcal/mol and
0.52 electrons for the 7 bond formation (NOCV =+ 2).

Roughly the same numbers of electrons are transferred during
the formation of the 7 bonds, but the associated energetic stabil-
isation is much higher for the cis SCN™. Regarding the ¢ bond
formation, both the number of transferred electrons and the en-
ergetic stabilisation are higher in the case of the cis SCN™. Thus
one expects the trans thiocyanate to be much less stabilised in
the complex than the cis ones, and as such to be more weakly
coordinated: a STE is retrieved.

3.3 Comparing trans orienting ligands
3.3.1 An example of a KTE complex: [Rh(NH;) 4(H20)X]n+

The two previous examples, in addition to the 3 other examples
provided in ESI, confirmed that it is possible to highlight differ-
ences between the trans and cis positions in given complexes, and
to relate these differences to a possible STE or KTE. A further
step can be taken if one compares two different trans orienting
ligands, the remains of the complex being conserved.

Physical Chemistry Chemical Physics
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Fig. 4 Deformation density associated to the first (upper side) and
second (lower side) NOCV pairs, for the coordination of a thiocyanate to
2-cis (left) and 2-trans (right). Same colour scheme as in figure 2, the
incoming ligand being located on the right side. Isovalue:

Ap(r) = +4.1073 a.u. Oxide ligand positions are highlighted by asterisks.

NOCYV +/-1

93

* Oxide

Let us consider [Rh(NH;) ,(H,0)X]"", with X = H,0, n=3 (3-
H,0) and X = CI', n=2 (3-Cl). It was shown experimentally that
water substitution proceeds 5000 times faster for 3-Cl than for 3-
H2064. In agreement with our methodology, we built two [ML;]
fragments based on these two complexes by removing the coor-
dinated water molecule (ML5-3-H,O and ML5-3-Cl), and com-
puted the corresponding DD, as represented on figure 5. The DD
features are very similar to those observed for complex 1. Notice-
ably, we retrieve the d AO-type nucleophilic contribution on the
metal, and the electrophilic development towards the vacancy. It
is not plain whether ML5-3-H,O or ML5-3-Cl bears the largest
contribution at first sight.

Table 3 DD condensation for [ML5] fragments deriving from complex 3.
All values in atomic units.

ML5-3-H,0 ML5-3-Cl
As(Dg,)  43.9 21.9
V(D{,)  25.2 19.2
As(Df,)  1.74 1.14

Results of the condensation are gathered in table 3, and help to
answer this question. The integrated value of DD for ML5-3-H,, 0
is approximately twice the value for ML5-3-Cl, while the volume
of the basins remains rather similar. As a consequence, the mean
value of the DD is higher for ML5-3-H,O: the associated vacancy
exhibits a higher electrophilicity than the one on ML5-3-Cl. The
water molecule should then be more stabilised in 3-H,O than in
3-Cl, and as such to be less easily replaced: we retrieve a KTE.

This is also confirmed at the NOCV level, as sketched on figure
6. In both cases, a basin of electron density relocation is observed
between the incoming water and the rhodium cation, indicating
the formation of a ¢ bond. Further reorganisation of electron
density is observed on the remaining of the ligand. It can be
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Chloride Water

T TEE T

Fig. 5 DD isosurfaces for the [ML;] fragments built from 3-ClI (left) and
3-H,0 (right). Same colour scheme and isovalues as in figure 3. CI
atoms are represented in olive, and green arrows point towards the D},
domains.

assigned here also to a withdrawal of excess electron density that
was transferred from the ligands to the metal cation, in order to
counteract the coordination vacancy. Coordination of water to
ML5-3-H,, 0 is associated to a transfer of 0.48 electrons, and an
energetic stabilisation of 31.0 kcal/mol.

On the other hand, coordination to ML5-3-Cl leads only to the
transfer of 0.36 electrons and a stabilisation of 16.7 kcal/mol.
The incoming water molecule is then much less stabilised in 3-
Cl and one expects its replacement to proceed much quickly: the
KTE is retrieved.

Chloride

Fig. 6 Deformation density associated to the first NOCV pair for the
coordination of H,O to ML5-3-Cl (left) and ML5-3-H, O (right). Same
colour scheme and isovalues as figure 4, the incoming ligands being
located on the lower side (same orientation as in figure 5).

3.3.2 Another KTE complex: [Co(en)z(Hzo)X]“Jr

Let us now consider the case of [Co(en)z(HZO)X]n+, with
X = OH7, n=2 (4-OH) and X = SO,>, n=1 (4-SO,)
(en=ethylenediamine). This complex involves a m-acceptor lig-
and, and thus differences in the aspect of the DD with respect to
the previous cases might be expected. It was shown experimen-
tally that water substitution is 2000 times faster in 4-SO5 than in
4-OH®5:%6, In the same spirit as previously, we built two [MLs]
fragments by removing the coordinated water molecule of 4-SO4
(ML5-4-S0;) and 4-OH (ML5-4-OH), and computed the DD.
The results are presented on figure 7. The metal cation here
also bears a nucleophilic domain with a shape reminiscent of a d-
type metal AO, and an electrophilic domain developing towards
the vacancy. In the case of 4-SO5 the domains look quite dis-

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

torted, and the electrophilic one is very small as compared to 4-
OH. This apparent lower electrophilicity is retrieved in numerical
values from the condensation, recapped in table 4.

The integrated value is indeed between 3 to 4 times larger for
ML5-4-OH than ML5-4-SO;, and the mean value is also much
larger. More electrophilicity is then seen on the vacancy when the
trans ligand is hydroxo, thus suggesting the coordinated water
would be much more stabilised in 4-OH than in 4-SO;.

Sulfite

&, 9

Hydroxide

s +
DCo DCo

Fig. 7 DD isosurfaces for the [MLs] fragments built from 4-OH (left) and
4-S0; (right). Same colours scheme and isovalues as in figure 3. Green
arrows point towards the D/, domains, hydroxide and sulfite being
highlighted.

This is also completely retrieved at the NOCV level, as repre-
sented on figure 8. During coordination of water to the [ML;]
fragments, a basin of electron density relocation is observed be-
tween H, O and the cobalt atom, indicating as previously the for-
mation of a ¢ bond. From the graphical point of view, this relo-
cation of electron density is much larger for 4-OH than in 4-SOj;.

Table 4 DD condensation for [MLg] fragments deriving from complex 4.
All values in atomic units.

4-OH 4-SO,
As(D) 73.7  20.0

V(D) 33.6 134

As(D5) 219 149

This is retrieved in the numerical values: coordination of water
to 4-OH involves the relocation of 0.33 electrons and a stabili-
sation of 15.6 kcal/mol. On the other hand, only 0.22 electrons
are transferred during coordination to 4-SOj, with a stabilisa-
tion of 6.3 kcal/mol. As a result, coordination of water is much
weaker when trans to a sulfito ligand, as compared to hydroxo.
One would then expect an easier substitution in that case, as ob-
served experimentally.

4 A quantitative scale

From the previous examples, it appears that our methodology per-
mits to highlight the trans effects by either differentiating the cis
and trans positions in a given complex, or by comparing two dif-
ferent trans orienting ligands. Furthermore, using our recently
devised topological partition of the DD we have been able to re-
late these effects to differences in electrophilicity on given sites

This journal is © The Royal Society of Chemistry [year]
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Hydroxide Sulfite

-

Fig. 8 Deformation density associated to the first NOCV pair for the
coordination of H,O to ML5-4-OH (left) and ML5-4-SO; (right). Same
colours scheme, orientations and isovalues as figure 2. The incoming
water molecule is located on the lower side.

around the metal cation: systematically, lower values were ob-
served on the position where either a STE or a KTE is expected.
This is in perfect line with the conclusions of both Chval and De
Proft (and co-workers) 31:32, The former interpreted the trans ef-
fects as a "competition between the ligands |...] for the opportu-
nity to donate their electron density to the central" metal cation.
On the other hand, the latter proposed that a very efficient dona-
tion from the trans orienting ligand would translate in an electron
density accumulation on the trans position, which in turn would
induce a strong Pauli repulsion with the trans ligand, hence desta-
bilising it. It is obvious that both effects would translate in a
smaller electrophilicity on the trans position with respect to the
strongest donor, as observed.

We intend to show in this last part that this electrophilicity can
be used to draw a quantitative scale of the trans orienting ligands.
This scale resembles the experimental one, which is roughly the
following (ranking from high STE to low) %3:6:

CH;” ~CO~NO, > CI" > Pyridine > NH; > H,0

Let us then consider complex 3  derivatives
[Rh(NH,),(H,0)X]** with X belonging to the previous se-
ries. If we apply the same methodology as in part 3.3, for every
fragment [Rh(NH,3) 4X]“Jr an electrophilic domain is observed
on the metal cation, pointing towards the vacancy. Because the
shapes of the DD are always the same, in the following we will
only discuss the condensed values. They are all summed up in
table 5.

As previously, the ranges of both the integrated DD values and
the volume of the electrophilic domains are large. On the other
hand, the mean values are rather close to unity (ranging from
0.36 to 1.74 a.u.), with a smaller dispersion. Furthermore, as
we discussed in the "Theoretical backgrounds" part, these mean
values are also more readily understandable than mere integrated
values, having the same units than the DD. In our context, they
are the best index to build a quantitative scale.

Ranking the ligands from the lowest to the highest mean values
As(D},), one obtains:

NO,” <CH;~ =~ CO <NH; <CI" < Pyridine < H,0

which is close to the experimental series. Noticeably, one re-

Physical Chemistry Chemical Physics

Table 5 DD condensation for [MLs] fragments deriving from complex 3.
All values in atomic units.

= As(Dy) V(DY)  As(D})
CH5™ 9.5 10.7 0.88
CO 14.1 15.8 0.89
NO,~ 1.6 4.5 0.36
Pyridine 36.4 24.9 1.47
NH4 18.5 17.9 1.03
cr 21.9 19.2 1.14
H,O 43.9 25.2 1.74

trieves that the high field ligands are associated to the lowest
electrophilicity, and as such to stronger trans effects. The order
of the weak trans orienting ligands seems on the other hand less
correctly reproduced.

This was rather expected, since the experimental series is av-
eraged over large sets of complexes, studied in rather different
conditions (temperature, solvents). This experimental series pro-
vides a rough trend, rather than a precise order, and many excep-
tions are known®. As such, our computed ranking might actu-
ally bear much meaning than the experimental series. Noticeably,
it should be possible to isolate the contribution of each experi-
mental parameter - temperature, pressure, solvent - to the overall
trans effect, using a purely computational framework. Such a
study goes beyond the scope of this paper, and may be the subject
of a following survey.

In order to confirm our calculated scale, at least on the strong-
field part of the series, we decided to study another series of
complexes 67, [Ru(NHQ))SX]r1+ (5) with the same X - to the excep-
tion of NH;, which would be meaningless, since no differentiation
would be seen due to the octahedral symmetry. The shape of the
DD is also very similar to the previous examples, and we will only
discuss the numerical values, summarised in table 6. The order
of the ligands, ranked from the lowest to the highest As(D}, ) is:

NO,” < CH;~ < CO < Pyridine < CI~ < H,0

As one can remark, the same order as previously is obtained for
the lowest contributions, NO,~, CH;~ and CO being in both cases
strong trans orienting ligands. On the other hand, the order of
the weak trans orienting ligands is different, being closer to the
experimental trends.

Table 6 DD condensation for [MLs] fragments deriving from complex 5.
All values in atomic units.

X = As(Dg,) V(D) As(Dg,)
CH, 22.4 289  0.77
co 18.3 215 085
NO,”~ 210 352 0.60
Pyridine  29.4 261 1.13
cr 36.3 264 137
H,0 43.2 30.6 141
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5 Conclusions

In conclusion, we showed that it is possible to retrieve the trans
effects for some octahedral complexes, using tools from concep-
tual DFT or close paradigms. It seems that both effects are due
to differences in the way electron density is likely to reorganise
in the complex, under the influence of a specific ligand. This
ligand, by decreasing the need for electron density on the trans
position, weakens the associated metal-ligand bond and as such
leads to an increase in the bond length or kinetics. Monitoring
the electrophilicity allows then to characterise and quantify the
trans effects, and permitted us to build a quantitative scale of
the trans orienting ligands following a systematic approach. This
scale, although not perfect, follows rather closely the experimen-
tal trends. This suggests that trans effects are primarily controlled
by the electron density donation properties of the ligands on the
trans position. The rather large diversity of studied cases, either
in transition metal series and ligand types, suggests these findings
are quite general.

Both trans effects are often encountered in coordination chem-
istry, but failed to be precisely understood. We hope our results
will help to change this fact, and may for instance allow to ratio-
nally design molecular devices for specific drug delivery or catal-
ysis, basing on KTE. On a wider scope, we hope our combined
DD/NOCV study will stimulate a further research effort, in or-
der to enlighten the physics beneath metal-ligands interaction in
coordination complexes.
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