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ABSTRACT: DFT calculations have been carried out for coordinatively saturated neutral
and charged carbonyl complexes [M(CO)n]

q where M is a metal atom of groups 2−10. The
model compounds M(CO)2 (M = Ca, Sr, Ba) and the experimentally observed [Ba(CO)]+

were also studied. The bonding situation has been analyzed with a variety of charge and
energy partitioning approaches. It is shown that the Dewar−Chatt−Duncanson model in
terms of M ← CO σ-donation and M → CO π-backdonation is a valid approach to explain
the M−CO bonds and the trend of the CO stretching frequencies. The carbonyl ligands of
the neutral complexes carry a negative charge, and the polarity of the M−CO bonds
increases for the less electronegative metals, which is particularly strong for the group 4 and
group 2 atoms. The NBO method delivers an unrealistic charge distribution in the carbonyl
complexes, while the AIM approach gives physically reasonable partial charges that are
consistent with the EDA-NOCV calculations and with the trend of the C−O stretching
frequencies. The AdNDP method provides delocalized MOs which are very useful models
for the carbonyl complexes. Deep insight into the nature of the metal−CO bonds and quantitative information about the strength of
the [M] ← (CO)8 σ-donation and [M(d)] → (CO)8 π-backdonation visualized by the deformation densities are provided by the
EDA-NOCV method. The large polarity of the M−CO π orbitals toward the CO end in the alkaline earth octacarbonyls M(CO)8
(M = Ca, Sr, Ba) leads to small values for the delocalization indices δ(M−C) and δ(M···O) and significant overlap between adjacent
CO groups, but the origin of the charge migration and the associated red-shift of the C−O stretching frequencies is the [M(d)] →
(CO)8 π-backdonation. The heavier alkaline earth metals calcium, strontium and barium use their s/d valence orbitals for covalent
bonding. They are therefore to be assigned to the transition metals.
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■ INTRODUCTION

Carbonyl complexes are arguably the most versatile and
diversified transition metal compounds, which may be
considered as parent systems in transition metal chemistry.1,2

The still-growing family3−7 includes mononuclear, binuclear,
and polynuclear complexes up to large cluster compounds with
terminal and bridging CO ligands. There are neutral as well as
positively8−12 and negatively13,14 charged metal carbonyls,
which not only have academic interest but also are important
for a wide range of application in catalysis,15−17 industrial
application,18 and numerous biochemical processes.19 The
metal−CO bonds are frequently discussed using the traditional
Dewar−Chatt−Duncanson (DCD) model20,21 of σ-donation
M ← CO and π-backdonation M → CO into the vacant
degenerate π* orbitals of the carbonyl ligand.22,23 The latter
interaction weakens the C−O bond and leads to a red-shift of
the carbonyl stretching frequency toward lower wavenumbers,
which can conveniently be studied with IR spectroscopy. Most
carbonyl complexes exhibit a red-shift of the CO stretching
mode, but some positively charged metal carbonyls have a
blue-shift toward higher wavenumber and have been termed
“nonclassical”24,25 or “predominantly σ-bound”8 carbonyls. It is

generally assumed that the σ-donation and π-backdonation
constitute the driving force behind the shift of the C−O
stretching mode. The π-backdonation M → CO leads to a
partial occupation of the antibonding π* orbital of CO
weakening the bond, while the σ-donation M ← CO lowers
the polarity and shortens the CO bond.26,27

A useful guide for the maximum number of CO ligands in
transition metal carbonyl complexes is provided by the 18-
electron rule, which states that the s/p/d valence orbitals of the
metal are completely filled in adducts where the ligands are
directly bound to the metal. The 18-electron rule for transition
metals was first proposed by Langmuir in 1921 along with the
8-electron rule for main-group atoms and the 32-electron rule
for the lanthanides and actinides.28 The physical basis for the
electron counting rules was later provided by quantum
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chemistry in terms of filling the valence orbitals of the atoms.
There are formal exceptions to the rules that can be explained
by the symmetry of the molecular orbitals (MOs) of the
complexes and the nature of the atomic orbitals (AOs) of the
atomic valence shells,29−34 but they are still a very useful guide
for understanding molecular structures and designing new
experiments.
Mononuclear transition metal complexes M(CO)n with a

saturated valence shell of atoms possessing an even number of
electrons are classical textbook examples for the 18-electron
rule. The metals of group 10 (Ni, Pd, Pt) form tetracarbonyls
M(CO)4, the atoms of group 8 (Fe, Ru, Os) yield
pentacarbonyls M(CO)5 and the atoms of group 6 (Cr, Mo,
W) give hexacarbonyls M(CO)6.

1,2 The saturated complexes of
the group 4 atoms Ti, Zr, Hf were unknown until recently,
despite numerous experimental attempts and theoretical
calculations predicting that the putative heptacarbonyls
M(CO)7 should be stable.35 The recent work on the first
observation of coordinatively saturated carbonyl complexes of
group 4 reported the surprising finding of octacarbonyls
M(CO)8 for M = Zr, Hf instead of heptacarbonyls.36 In the
case of Ti only the heptacarbonyl Ti(CO)7 was observed. Note
that stable salts of the isoelectronic cations [M’(CO)7]

+ (M’ =
Nb, Ta) were recently synthesized.4 Theoretical calculations
showed that the coordinatively saturated Ti(CO)8 is a
minimum on the potential energy surface, but it is
thermodynamically unstable for the loss of one CO.36 This is
likely due to the release of interligand repulsion in the titanium
octacarbonyl, which has significantly shorter metal−CO bonds
than the heavier group 4 homologues.36 The analysis of the
electronic structure of the octacarbonyls M(CO)8, which are
formally 20-electron species, showed that one (a2u) occupied
valence orbital of the complexes having cubic (Oh) symmetry
has only coefficients at the CO ligands. The s/p/d valence AOs
of the metals do not have proper symmetry to mix with the a2u
MO of (CO)8 (Oh). The 20-electron complexes M(CO)8 thus
fulfill the 18-electron rule, because only those electrons that
can mix with the valence AOs of the metal must be considered.
The same argument holds for “hypervalent” main-group
compounds, where the formal 10-electron compound PF5
and the 12-electron molecule SF5 fulfill the 8-electron rule
when the symmetry of the MOs is considered.37,38 The
quantum theoretical foundation of the chemical bond and the
symmetry considerations of the wave function were not known
in 1921 when Langmuir suggested the electron-counting
rules.28

Another surprising result was recently reported with the
observation of the octacarbonyl complexes M(CO)8 of the
group 2 metals M = Ca, Sr, Ba, which are generally classified as
main-group atoms.39 A bonding analysis showed that the
metal−CO bonds of the group 2 complexes are similar to
those of the group 4 adducts, which can be straightforwardly
discussed with the DCD model where the d AOs are the
dominant orbitals of the metals for the covalent interactions.
The metal−CO bonds of the alkaline earth complexes are
more polar than those of the group 4 adducts, because the
group 2 atoms Ca, Sr, Ba are significantly more electropositive
than the group 4 atoms Ti, Zr, Hf. The equilibrium geometries
of the 18-electron species of the group 2 complexes exhibit also
cubic (Oh) symmetry but have an electronic triplet (3A1g)
ground state, where the degenerate eg HOMO has two singly
occupied orbitals above a doubly occupied a2u MO.39 Thus,
the 18-electron complexes M(CO)8 (M = Ca, Sr, Ba) are

effective 16-electron species, which still fulfill the 18-electron
rule, because all s/p/d valence AOs of the metal are doubly or
singly occupied.
The ability of the heavier alkaline earth atoms M = Ca, Sr,

Ba to form typical transition metal complexes was further
proven by the experimental observation of the complexes
M(N2)8

40 and M(Bz)3 (Bz = benzene; M = Sr, Ba).41 The
bonding analysis of the molecules suggested that the heavier
group 2 atoms bind like classical transition metals of the d-shell
block of the periodic system of the elements via donor−
acceptor interactions as described by the DCD model. Similar
unsupported binding modes were recently observed in the
structurally characterized M(arene)2+ salts (M = Ca, Sr, Ba;
arene = hexamethylbenzene and dixyline).42,43 The electro-
static contribution to the metal−ligand bonds is higher than in
classical transition metal complexes of the more electro-
negative metals but the bonds are otherwise very similar. The
transition-metal-like behavior of the heavier alkaline earth
metals was supported by a theoretical study of N2 activation by
M = Ca, Sr, Ba.44 A recent thorough investigation of the
valence orbitals of the alkaline earth atoms concluded that Be
and Mg use their (n)s and (n)p AOs for covalent bonding,
whereas Ca, Sr, and Ba use their (n)s and (n − 1)d AOs like
typical transition metals.45

The proposal of transition-metal-like bonds of Ca, Sr, Ba,
which challenges traditional viewpoints of chemical bonds of
the alkaline earth atoms, is not undisputed and was criticized
by several authors. Landis and co-workers questioned the
method of bonding analysis and suggested that the alkaline
earth octacarbonyls are mainly bonded by ionic interactions
between M2+ and [(CO)8]

2−.46,47 Koch and co-workers
challenged the interpretation of the red-shift of the CO
stretching frequencies of Ca(CO)8 in terms of π-backbonding
from the d AOs of calcium, because calculations of the
complex without d AOs of Ca reproduce the stretching
frequencies quite well.48−50 Van der Maelen also disputed the
relevance of the d AOs of Ca, Sr, Ba for the M → (CO)8 π-
backdonation and suggests that the red-shift of the CO
stretching frequencies is instead due to interligand interactions
between the CO ligands.51 The arguments of the author are
based on real-space partitioning methods,52−57 which had
previously been used for analyzing the nature of metal−CO
interactions in transition metal complexes.58−61 An earlier
study by Pendaś and co-workers using the IQA (Interacting
Quantum Atoms) method55,56,62 showed that the results of the
IQA calculations basically support the DCD model concerning
the relevance of π-backdonation for the red-shift of the C−O
stretching frequencies in carbonyl complexes, but the
calculated values of the delocalization indices (DI) suggest a
possible multicenter bonding among the ligands in some
carbonyl complexes such as [V(CO)6]

−, Cr(CO)6, and
[Fe(CO)6]

2+.58−60 Since the DI values of the alkaline earth
octacarbonyls deviate even stronger from those of classical
carbonyl complexes, Van der Maelen concluded that the DCD
model is not valid for the M−CO interactions in M(CO)8 (M
= Ca, Sr, Ba).51

We think that part of the controversy about the nature of the
metal−CO bond in the alkaline earth octacarbonyls stems
from a different perspective. Most studies analyzed the fully
formed M−CO bonds in M(CO)8 (M = Ca, Sr, Ba), which
possess a large polarity toward the CO ligands. The charge
distributions suggest that these complexes should be discussed
in terms of interactions between ionic species M+ and
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[(CO)8]
− or even M2+ and [(CO)8]

2−, although the
dissociation products are neutral M and 8 CO. The energy
decomposition analysis (EDA), which was used in our work,
makes it possible to analyze not only the eventually formed
bond, but also to inspect the interatomic interactions that are
taking place between the initial fragments during bond
formation.63 The focus of the EDA is the process of bond
formation whereas methods like AIM or the DI analyze the
electronic structure after the bond has been formed. This
becomes particularly important when polar bonds are involved.
For example, the chemical bond in diatomic LiF comes from
the interactions between neutral atoms Li and F, but the
eventually formed molecule is better described in terms of
ionic fragments Li+ and F−. The EDA method may use either
neutral or charged fragments as interacting species in the
calculations.64 The results will be very different and provide

answers to two different questions referring to (a) the changes
during bond formation and (b) the description of the final
bond. Another reason for the controversy may come from a
misunderstanding of ionic bonds, which exist only in solids or
solvent-stabilized species, but not in molecules. Molecules have
covalent bonds, polar or nonpolar, the former having a higher
degree of electrostatic interactions. The chemical bonds in
molecules always come from the mixing (interference) of the
wave function, which may be enhanced by dispersion forces,65

but not from ionic interactions.
The controversy about the nature of the bonding in carbonyl

complexes of the transition metals and the heavier alkaline
earth atoms prompted us to carry out a systematic study of
neutral and charged species [M(CO)n]

q where Mq has an even
number of electrons. The study comprises the neutral
complexes of group 10 M(CO)4 (M = Ni, Pd, Pt), group 8

Table 1. Calculated (M06-D3/def2-TZVPP) and Experimental M−C and C−O Distances [Å] and Vibrational Shifts of the IR
Active C−O Stretching Frequencies Δυ wrt Free CO [cm−1]a

calcd exptl

M(CO)n r(M−C) r(C−O) Δυ r(M−C) r(C−O) Δυ

Ni(CO)4 (Td) 1.848 1.132 −84 1.838n 1.141n −86o

Pd(CO)4 (Td) 2.064 1.129 −72 −73p

Pt(CO)4 (Td) 2.014 1.132 −95 −95q

Fe(CO)5 (D3h)
b 1.819/1.820 1.134/1.137 −101/−122 1.811/1.803d 1.117/1.133d −108/−130o

Ru(CO)5 (D3h)
b 1.958/1.971 1.133/1.137 −108/−133 1.941/1.961e 1.126/1.127e −107/−144o

Os(CO)5 (D3h)
b 1.979/1.970 1.134/1.139 −105/−145 1.982/1.987f 1.130/1.131f −108/−152o

Fe(CO)6
2+ (Oh) 1.936 1.112 107 1.903−1.917j 1.097−1.114j 62j

Ru(CO)6
2+ (Oh) 2.041 1.113 67 2.019−2.033j 1.091−1.108j 55j

Os(CO)6
2+ (Oh) 2.054 1.114 58 2.013−2.034j 1.090−1.125j 46j

Mn(CO)6
+ (Oh) 1.911 1.122 −11 1.899−1.914k 1.112−1.124k −45k

Tc(CO)6
+ (Oh) 2.042 1.123 −30 2.025−2.029l 1.113−1.114l

Re(CO)6
+ (Oh) 2.054 1.124 −35 1.98−2.07g 1.12−1.19g −58g

Cr(CO)6 (Oh) 1.917 1.136 −134 1.918c 1.14c −143o

Mo(CO)6 (Oh) 2.073 1.136 −141 2.063c 1.145c −139o

W(CO)6 (Oh) 2.080 1.137 −148 2.058c 1.148c −145o

V(CO)6
− (Oh) 1.966 1.152 −257 −(266−296)h

Nb(CO)6
− (Oh) 2.139 1.151 −256 2.089h 1.160h −(267−289)h

Ta(CO)6
− (Oh) 2.139 1.152 −262 2.083h 1.149h −(268−296)h

Ir(CO)6
3+ (Oh) 2.071 1.108 127

Os(CO)6
2+ (Oh) 2.054 1.114 58 46j

Re(CO)6
+ (Oh) 2.054 1.124 −35 1.98−2.07g 1.12−1.19g −58g

W(CO)6 (Oh) 2.080 1.137 −148 2.058c 1.148c −145o

Ta(CO)6
− (Oh) 2.139 1.152 −262 2.083h 1.149h −293h

Hf(CO)6
2− (Oh) 2.239 1.168 −375 2.174−2.180i 1.162−1.165i −386i

Ti(CO)8 (Oh) 2.211 1.135 −151
Zr(CO)8 (Oh) 2.349 1.134 −138 −164m

Hf(CO)8 (Oh) 2.335 1.135 −143 −171m

Sc(CO)8
− (Oh) 2.325 1.146 −234 −251t

Y(CO)8
− (Oh) 2.486 1.144 −214 −239t

La(CO)8
− (Oh) 2.687 1.142 −204 −229t

Ca(CO)8 (Oh) 2.602 1.127 −119 −156s

Sr(CO)8 (Oh) 2.748 1.130 −115 −148s

Ba(CO)8 (Oh) 2.944 1.129 −107 −129s

Ca(CO)2 (D∞h) 2.338 1.158 −232
Sr(CO)2 (D∞h) 2.511 1.156 −238
Ba(CO)2 (D∞h) 2.729 1.151 −217
Ba(CO)•+ (C∞v) 2.649 1.139 −173 −232r

aNegative Δυ values indicate a red-shift, whereas positive values signal a blue-shift. bThe first value is for the axial CO, and the second is for the
equatorial CO ligands. cReferences 132, 133. dReference 134. eReference 135. fReference 136. gReference 137. hReference 138. iReference 139.
jReference 140. kReference 141. lReference 142. mReference 36. nReference 143. oReference 1. pReference 144. qReference 145. rReference 110.
sReference 39. tReference 66.
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M(CO)5 (M = Fe, Ru, Os), group 6 M(CO)6 (M = Cr, Mo,
W), group 4 M(CO)8 (M = Ti, Zr, Hf), and group 2 M(CO)8
(M = Ca, Sr, Ba). We also analyzed the bonding in the recently
observed group 3 anions [M(CO)8]

− (M = Sc, Y, La)66 as well
as the group 7 cations [M(CO)6]

+ (M = Mn, Tc, Re) and
group 8 dications [M(CO)6]

2+ (M = Fe, Ru, Os). Additionally,
we calculated the series of isoelectronic complexes [M(CO)6]

q

(Mq = Hf2−, Ta−, W, Re+, Os2+, Ir3+). We also calculated the
model compounds M(CO)2 (M = Ca, Sr, Ba) and the
experimentally observed [Ba(CO)]+. Some of these systems
have been computationally studied before.67−69 The present
work provides a comprehensive analysis of the metal−CO
bonding in neutral and charged mononuclear carbonyl
complexes.

■ THEORETICAL METHODS
The geometrical optimizations followed by harmonic vibrational
frequency computations of the molecules were done at the M06-
D370,71/def2-TZVPP72,73 level. The M06 functional was chosen
because the calculated frequency shifts are in very good agreement
with the experimental values. This basis set uses quasi-relativistic
effective core potentials (ECPs) for 28 and 60 core electrons for the
metal atoms of the fifth and sixth row of the periodic system,74 with
the exception for Ba, and all-electron basis sets for the other atoms. In
case of Ba, an ECP is used for 46 core electrons.75 The computations
were carried out using the Gaussian 16 program package.76 Superfine
integration grid was used for the computations. The NBO77

calculations were carried out with the version 6.0.78 The AIM79

calculations were carried out with the program AIMALL.80 All AIM
results described in this work correspond to calculations performed at
the M06-D3/def2-TZVPP for compounds having metals of the fourth
period. For systems having metals of periods 5 and 6, the M06-D3/
def2-TZVPP/WTBS (for metals) level on the optimized geometries
obtained at the M06-D3/def2-TZVPP level was used. The all-electron
basis set, WTBS (well-tempered basis sets)81,82 has been recom-
mended for AIM calculations involving transition metals to avoid the
ambiguities originated from the use of ECPs.83 The adaptive natural
density partitioning (AdNDP) calculations were carried out with the
program Multiwfn.84

The bonding situation was further studied via energy decom-
position analysis (EDA)85 together with the natural orbitals for
chemical valence (NOCV)86,87 method by using the ADF 2017.01
program package.88,89 The EDA-NOCV90 calculations were per-
formed at the M06/TZ2P91 level using the M06-D3/def2-TZVPP
optimized geometries where the scalar relativistic effects were
included by adopting the zeroth-order regular approximation
(ZORA).92 In the EDA method, the intrinsic interaction energy
(ΔΕint) between two fragments is decomposed into three energy
components (eq 1).

Δ = Δ + Δ + ΔE E E Eint elstat Pauli orb (1)

The ΔEelstat term represents the quasiclassical electrostatic interaction
between the unperturbed charge distributions of the prepared
fragments. The Pauli repulsion ΔEPauli is the energy change associated
with the transformation from the superposition of the unperturbed
electron densities of the isolated fragments to the wave function,
which properly obeys the Pauli principle through explicit
antisymmetrization and renormalization of the product wave function.
The term ΔEorb is originated from the mixing of orbitals, charge
transfer and polarization between the isolated fragments. Because of
the use of the metahybrid functional in EDA-NOCV calculations, it
gives additional metahybrid correction, ΔEmetahybrid. This comes from
the use of Hartree−Fock exchange in the functional that cannot be
assigned to the three energy terms in eq 1.
The combination of EDA with the NOCV method allows us to

partition the total ΔEorb term into pairwise contributions of the orbital
interactions. The electron density deformation Δρk(r), which
originates from the mixing of the orbital pairs ρk(r) and ρ−k(r) of

the interacting fragments in the complex, represents the amount and
the shape of the charge flow due to the orbital interactions (eq 2),
whereas the associated orbital energy term reflects the strength of
such orbital interactions (eq 3). The eigenvalues υk give the amount
of charge migration of the individual orbital interaction.

∑ ∑ρ ρ ψ ψΔ = Δ = [− + ]
=

−r r v r r( ) ( ) ( ) ( )
k

k
k

N

k k korb
1

/2
2 2

(2)

∑ ∑ νΔ = Δ = [− + ]− −E E F F
k

k k k k korb
k

orb
k

,
TS

,
TS

(3)

Therefore, both qualitative (Δρorb) and quantitative (ΔEorb)
information on the strength of individual pairs of orbital interactions
can be obtained from an EDA-NOCV analysis. For further details on
the EDA-NOCV method and its application to the analysis of the
chemical bond, some recent reviews are recommended.93−98

■ RESULTS
Table 1 shows the calculated and experimental values of the
M−C and C−O bond lengths and frequency shifts of the IR
active carbonyl stretching modes with respect to free CO for
the coordinatively saturated complexes of group 2−10 metal
atoms. We also present the calculated values for the model
group 2 dicarbonyls M(CO)2 (M = Ca, Sr, Ba), which are
important for the present work. All molecules have an
electronic singlet ground state except for the alkaline earth
octacarbonyls M(CO)8 (M = Ca, Sr, Ba), which have a triplet
ground state and the radical cation [Ba(CO)]•+ which has an
electronic doublet state. The general agreement between the
calculated and observed values is quite good, considering that
some of the experimental values were obtained in the
condensed phase or in solution. In particular, the calculated
and experimental red- or blue-shifts are in perfect agreement.
Figure 1 shows a plot of the calculated bond lengths r(C−

O) and shifts of the C−O stretching frequencies Δυ. There is
clearly a linear correlation between the two sets of data with a
correlation coefficient of R2 = 0.97 and a standard deviation of
19.6 cm−1. The three red points refer to the dicarbonyls
M(CO)2 (M = Ca, Sr, Ba), which exhibit a slightly higher

Figure 1. Plot of calculated C−O distances r(C−O) and the shift of
the CO stretching frequencies of the carbonyl complexes Δυ. The
values are taken from Table 1, the red dots refer to the dicarbonyls
M(CO)2 (M = Ca, Sr, Ba).
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deviation from the regression line, but they still agree quite
well with the overall correlation. It is important to realize that
the physical mechanism that leads to a C−O bond lengthening
of the carbonyl ligands and the concomitant red-shift of the
stretching mode, comes from the electronic charge donation of
the metal to the CO ligands. This is modulated by orbital
interactions where electrons from occupied π orbitals of the
metal occupy formerly vacant π* orbitals of CO, which are the
lowest lying vacant MOs of the ligand. This process is an
example of the well-established orbital interaction model
introduced by Fukui99,100 and by Woodward and Hoffmann.101

Table 2 shows some theoretical values relevant to the topic
of the present work, namely the physical mechanism
determining the C−O stretching frequencies of the carbonyl
complexes and the choice of a consistent bonding model. The
first column gives the electronegativities of the metal atoms
EN(M), which are important for understanding the trend in
the polarity of the M−CO bonds of the neutral complexes and
the frequency shifts. The two popular sets of electronegativities
suggested by Pauling and Allred/Rochow exhibit small

variations in the trend of the absolute values, which come
from the different definitions of the term. But there is overall
agreement that the electronegativity becomes smaller from the
right to the left side of the periodic system of the elements, i.e.,
from the later to the earlier metals. The decrease of the
EN(M) values is particularly large for the group 4 and group 2
atoms. This means that the polarity of the M−CO bonds in the
group 4 and group 2 complexes increases strongly in the
direction of the CO ligand compared to the group 6, 8, and 10
carbonyls.
Figure 2 shows the principal components of the DCD model

for metal−carbonyl bonds of transition metals. The red-shift of
the C−O stretching mode toward lower wavenumbers is easily
explained in terms of M → CO π-backdonation from occupied
d(π) AOs of the metal to the vacant π* MO of CO. The blue-
shift of nonclassical carbonyls occurs when the M → CO π-
backdonation is very weak. It was originally explained with a
dominant contribution of M ← CO σ-donation from the
HOMO of CO, which was thought to be weakly antibond-
ing.102 Two independent studies suggested that the blue-shift

Table 2. Pauling and (in Parentheses) Allred−Rochow Electronegativities of the Metal Atoms EN(M)a

M(CO)n EN(M) Δυc q(M) δ(M−C) δ(M···O)

Ni(CO)4 (Td) 1.91(1.75) −86 (−84) 0.24 [0.48] 0.962 0.154
Pd(CO)4 (Td) 2.20(1.30) −73 (−72) 0.22 [0.28] 0.830 0.122
Pt(CO)4 (Td) 2.20(1.44) −95 (−95) 0.46 [0.61] 1.020 0.151
Fe(CO)5 (D3h)

b 1.83(1.64) −108/−130 (−101/−122) −0.63 [0.76] 0.992/1.046 0.168/0.175
Ru(CO)5 (D3h)

b 2.20(1.42) −107/−144 (−108/−133) −0.42 [0.75] 1.018/1.058 0.159/0.166
Os(CO)5 (D3h)

b 2.20(1.52) −108/−152 (−105/−145) −0.15 [0.99] 1.039/1.130 0.157/0.170
Fe(CO)6

2+ (Oh) 62 (107) −0.52 [1.01] 0.746 0.097
Ru(CO)6

2+ (Oh) 55 (67) −0.52 [1.05] 0.812 0.102
Os(CO)6

2+ (Oh) 46 (58) −0.29 [1.27] 0.845 0.106
Mn(CO)6

+ (Oh) −45 (−11) −1.15 [1.05] 0.819 0.129
Tc(CO)6

+ (Oh) (−30) −0.94 [1.23] 0.852 0.123
Re(CO)6

+ (Oh) −58 (−35) −0.67 [1.35] 0.877 0.125
Cr(CO)6 (Oh) 1.66(1.56) −143 (−134) −1.72 [1.21] 0.833 0.140
Mo(CO)6 (Oh) 2.16(1.30) −139 (−141) −1.19 [1.29] 0.843 0.132
W(CO)6 (Oh) 2.36(1.40) −145 (−148) −0.91 [1.49] 0.854 0.130
Ir(CO)6

3+ (Oh) (127) 0.19 [1.29] 0.794 0.084
Os(CO)6

2+ (Oh) 46 (58) −0.29 [1.27] 0.845 0.106
Re(CO)6

+ (Oh) −58 (−35) −0.67 [1.35] 0.877 0.125
W(CO)6 (Oh) −145 (−148) −0.91 [1.49] 0.854 0.130
Ta(CO)6

− (Oh) −293 (−262) −1.00 [1.61] 0.765 0.119
Hf(CO)6

2− (Oh) −386 (−375) −0.99 [1.65] 0.624 0.097
Ti(CO)8 (Oh) 1.54(1.32) (−151) −1.70 [1.64] 0.426 0.075
Zr(CO)8 (Oh) 1.33(1.22) −164 (−138) −0.94 [1.76] 0.432 0.069
Hf(CO)8 (Oh) 1.30(1.23) −171 (−143) −0.82 [1.85] 0.434 0.066
Sc(CO)8

− (Oh) −251 (−234) −1.59 [1.63] 0.306 0.049
Y(CO)8

− (Oh) −239 (−214) −0.86 [1.68] 0.312 0.048
La(CO)8

− (Oh) −229 (−204) −0.76 [2.12] 0.254 0.043
Ca(CO)8 (Oh) 1.00(1.04) −156 (−119) 1.24 [1.45] 0.159 0.020
Sr(CO)8 (Oh) 0.95(0.99) −148 (−115) 1.23 [1.87] 0.139 0.012
Ba(CO)8 (Oh) 0.89(0.97) −129 (−107) 1.14 [1.78] 0.136 0.011
Ca(CO)2 (D∞h) (−232) 1.19 [1.27] 0.515 0.101
Sr(CO)2 (D∞h) (−238) 1.17 [1.06] 0.300 0.031
Ba(CO)2 (D∞h) (−217) 1.03 [1.04] 0.285 0.025
Ba(CO)•+ (C∞v) −232 (−173) 1.45 [1.03] 0.300 0.024

aExperimental and (in parentheses) calculated frequency shift of the IR-active stretching mode of CO wrt free CO [cm−1]. Calculated atomic
partial charges of the metal atom q(M) using NBO6 and [in brackets] AIM values. Calculated delocalization indices δ(M−C) and δ(M···O). The
calculated values are obtained at the M06-D3/def2-TZVPP&WTBS level for the period 5 and 6 metal atoms. bThe first value is for the axial CO
and the second for the equatorial CO ligands. cFor the references to the experimental values see Table 1. Computed values (wrt computed CO,
2236 cm−1) are given in parentheses.
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is rather due to an inductive effect of positively charged metal
atoms on the occupied orbitals of the CO ligand, which
become less polarized and thus shorter and stronger.26,27 This
explains why a blue-shift of the CO stretching mode is only
found in positively charged carbonyls.24,25 Table 2 shows that a
blue-shift is found in some but not in all cations, because M →
CO π-backdonation may still occur in positively charged
species.68

Table 2 also gives the calculated partial charges of the metal
atoms in the carbonyl complexes using two different methods,
i.e., NBO and AIM. The results for the neutral adducts exhibit
a contradictory and somewhat puzzling trend for the group 2−
10 species. The NBO method suggests slightly positive charges
for the group 10 atoms Ni, Pd, Pt, but negative charges for the
metal atoms of group 8 and even large negative charges for the
group 6 and group 4 atoms. This does neither agree with the
electronegativities of the metals nor with the change in the
vibrational frequency shift of the CO ligands, which indicate a
continuous increase of M → CO π-backdonation. In contrast,
the AIM charges indicate a continuous increase of the positive
charge of the metal from the group 10 to the group 2 atoms.
The NBO method even suggests negative partial charges of the
metal atoms in the group 8 dications [M(CO)6]

2+ (M = Fe,
Ru, Os), which would mean that CO is a strong σ and π donor.
The NBO charges for the group 4 complexes M(CO)8 (M =
Zr, Hf) suggest positively charged CO ligands between +0.22
(Zr) and +0.23 (Hf), which does not agree with the observed
large red-shifts. We think that the atomic partial charges of the
NBO method do not provide a faithful description of the
charge distribution in the carbonyl complexes. It comes from
the arbitrary division of the AOs into valence and Rydberg
orbitals, which are differently treated in the NBO algorithms
leading to biased preferences of the preselected valence AOs.
This is particularly problematic for transition metal com-
pounds, where the (n)p functions are considered as Rydberg
orbitals but not as valence orbitals. A previous work showed
that the NBO results for transition metal compounds are
questionable.103

Table 2 also shows the calculated values of the delocalization
indices δ(M−C) and δ(M···O), which were previously
reported as evidence against strong M → CO π-backdonation
in the alkaline earth octacarbonyls M(CO)8 (M = Ca, Sr,
Ba).51 It was concluded that the significantly smaller δ(M−C)
and δ(M···O) values in the latter group 2 complexes compared
with the classical transition metal complexes of groups 6−10
would indicate that there is no π-backdonation in the adducts.
The large red-shift of the C−O stretching frequencies was

explained in terms of direct interligand interactions from
occupied CO orbitals to vacant π* MOs of neighboring
carbonyl ligands.51

We think that the arguments based on the calculated
delocalization indices are not valid, because the strong
polarization of the metal−CO bonds of the very electropositive
alkaline earth atoms is not properly considered. The
delocalization index δ(A−B), which is defined within the
framework of AIM theory, is obtained by integration of the
exchange-correlation density over the atomic basins of atoms A
and B.104−106 It is related to the covariance of the populations
in the domains of atoms A and B.107 The physical origin of
covalent bonds in molecules is the interference of the wave
functions of the atoms.108,109 This still holds when the bond is
very polar due to the large difference of the electronegativity of
the atoms bonded to each other. The AO coefficient of one
atom and so the exchange-correlation density may become
very small in polar bonds, but the orbitals of the atom are
crucial for establishing the bond. The electrostatic contribution
to the bond energy increases in polar bonds and the
quantitative impact of orbital mixing may decrease compared
to nonpolar bonds, but without the interference of the wave
functions there would be no bond. A mere correlation of terms
like the delocalization index between bonds that possess
different polarities may lead to wrong conclusions about the
occurrence of orbital interactions.
Table 2 shows that the δ(M−C) and δ(M···O) values of the

neutral complexes of group 10, 8, and 6 metal atoms are rather
large, but they become significantly smaller for the saturated
carbonyls of group 4 and particularly group 2 metals. But the
red-shift of Δυ even increases or remains very large in the
octacarbonyls of group 4 and group 2 metals. This is
noteworthy because in the latter adducts only four and two
electrons, respectively, are available for π-backdonation into
eight CO ligands. In order to check whether the large red-shift
in the alkaline earth octacarbonyls comes from the direct
charge donation between neighboring carbonyls as recently
suggested,51 we optimized the geometries of the model
complexes M(CO)2 (M = Ca, Sr, Ba) in the electronic singlet
state where the CO groups are trans to each other and we
calculated the vibrational frequencies of the energy minimum
species. Table 2 shows that the dicarbonyls exhibit an even
higher red-shift of the C−O stretching frequencies than the
octacarbonyls although there is no direct interligand
interaction. The larger red-shift of the dicarbonyls is easily
explained by the π-backdonation into two rather than eight CO
ligands. This leads also to significantly shorter M−CO bonds
in the dicarbonyls, which induces larger δ(M−C) and δ(M···
O) values than in the octacarbonyls. Finally, we also calculated
the monocarbonyl cation Ba(CO)•+, which was experimentally
observed by matrix isolation studies.110 Although there is only
one electron available for π-backdonation and although the
donor is a positively charged cation,111 there is a large red-shift
of the C−O stretching mode. The calculated delocalization
indices δ(Ba−C) and δ(Ba···O) suggest the absence of π-
backdonation, which does not explain the observed red-shift.
Table 2 shows also that the δ(M−C) and δ(M···O) values of
the charged carbonyl complexes of groups 5−10 metals have
similar large values as the neutral adducts, although the
frequency variation of the C−O stretching mode ranges from
large red-shift to blue-shift. The delocalization index is not a
reliable indicator to reflect the π-backdonation!

Figure 2. Schematic representation of the synergistic OC → TM σ-
donation and OC ← TM π-backdonation.
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Figure 3. continued
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The description of the bonding situation in terms of the 2-
center electron-pair model of Lewis is cumbersome and not
very useful for transition metal complexes, because the number
of available valence electrons does not match the σ and
degenerate π bonds between the metal and the ligands. The
standard NBO method is thus not very helpful, because it gives
only one of numerous possible Lewis structures. The
delocalized electron-pair bonding of transition metal com-
plexes is much better described with the AdNDP approach
developed by Boldyrev,112 which is the method of choice for
molecules with delocalized bonds.113 This comes to the fore
when the AdNDP orbitals for the transition metal carbonyl
complexes M(CO)n are inspected in the light of the MO
correlation diagrams shown in Figure 3. According to the
qualitative correlation diagram, there are two degenerate sets
of occupied π MOs for n = 4, 5 and one doubly or triply

degenerate π MO for n = 6, 8. The AdNDP program gives
orbitals that exactly match the correlation diagram.
Figure 4 shows the occupied valence AdNDP π MOs of the

third-row carbonyl complexes Ni(CO)4 − Ca(CO)8. The
AdNDP σ MOs are shown in Figure S1 of the Supporting
Information. Figure 4 also gives the percentage contribution of
the metal AOs in the π orbitals estimated by the square of the
AO coefficients. It becomes obvious that the metal AO part in
the π orbitals continuously decreases from the group 10 atom
Ni to the group 2 atom Ca, where the contribution of the
3d(π) AO is only 12%. However, the AdNDP orbitals use the
same preselection of the AOs as atomic valence function,
which yields an unrealistic large polarization of the π orbitals
toward the metal atoms. This becomes obvious when the
percentage values of the metal AO coefficients given by the
AdNDP π MOs are compared with the original π MOs of the
M06-D3/def2-TZVPP calculations. The trend of the polar-

Figure 3. Correlation diagram of the splitting of the valence orbitals of the metals M and the ligands (CO)n in the carbonyl complexes M(CO)n
and occupation of the σ and π orbitals. (a) Tetrahedral M(CO)4 (Td). (b) Trigonal bipyramidal M(CO)5 (D3h). (c) Octahedral M(CO)6 (Oh). (d)
Cubic M(CO)8 (Oh) where M has four valence electrons. (e) Cubic M(CO)8 (Oh) where M has two valence electrons.
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ization predicted by the two sets of orbitals is generally the
same, but the original MOs give a much smaller percentage
contribution for the metals of groups 4−10. The NBO method
defines the (n)s and (n − 1)d AOs as genuine valence orbitals
for the latter metals but only the (n)s AOs of the group 2
atoms are considered as valence AOs.77 The algorithm of the
NBO method is biased toward the (n)s and (n − 1)d AOs of
the transition metals, resulting in an unphysical charge
distribution in the transition metal complexes and an
inappropriate polarization of the NBO orbitals.
While the contribution of the metal AOs in the strongly

polarized MOs is quantitatively small, it is highly relevant for
the charge distribution, because the electrons in the orbitals
stem from the metal. It is misleading to neglect the metal d
AOs for the metal−CO bonding, because the interference with
the CO π* orbitals is the driving force for the π bonds yielding
a strong charge migration M → CO, which is the reason for
the experimentally observed large red-shift of the CO
stretching frequencies. Visual inspection of the eg π MO of
Ca(CO)8 shows that the π* lobes of CO are in close proximity
to each other without overlapping with the 3d(π) AO of Ca,
while the Ti 3d(π) AO is overlapping with the π* MO of the

CO ligands. Note that the AdNDP orbitals are plotted with the
same isovalue throughout. The shape of the eg π MO of
Ca(CO)8 makes it comprehensible why the δ(M−C) and
δ(M···O) values of the group 10, 8, and 6 metal atoms in the
carbonyl complexes are rather large, but become significantly
smaller for the carbonyls of group 4 and particularly group 2
metals as reported by Van der Maelen.51 The minor
contribution of the 3d(π) AO of Ca to the eg π MO of
Ca(CO)8 also explains why the red-shift of the CO stretching
frequencies of Ca(CO)8 is found in calculations without d AOs
of Ca as reported by Koch et al.48 The AdNDP orbitals and the
EDA-NOCV calculations (see below) show that the
conclusion about the irrelevance of the 3d AOs of Ca is not
valid.
Table 3 shows the numerical results of the EDA-NOCV

calculations of the saturated neutral carbonyls of group 10−
group 2 metals M(CO)n using the neutral fragments M and the
ligands (CO)n in their electronic singlet or triplet state as
interacting moieties. The choice of the electronic reference
state of the metal atoms comes from inspecting the symmetry
of the occupied orbitals of M(CO)n and the correlation with
the atomic valence orbitals of M as shown in Figure 3. Details

Figure 4. Plot of the valence π MOs of the third-row carbonyl complexes M(CO)n given by the AdNDP method. The isovalue is 0.05 au. The
percentage values give the percentage contribution of the metal AOs in the π orbitals calculated by the square of the AO coefficients. The
percentage values in parentheses are calculated from the original orbitals of the M06-D3/def2-TZVPP calculations.
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Table 3. Numerical EDA-NOCV Results of the Neutral Carbonyl Complexes M(CO)n at the M06/TZ2P//M06-D3/def2-
TZVPP Level Using the Neutral Fragments M and (CO)n in Their Electronic Singlet (S) or Triplet (T) State as Interacting
Moietiesa

orbital interactionb interacting fragments

M(CO)4
Ni (S) + (CO)4 (S) Pd (S) + (CO)4 (S) Pt (S) + (CO)4 (S)

ΔEint −200.3 −97.3 −143.2
ΔEmetahybrid 44.4 36.5 48.0
ΔEPauli 382.7 396.3 603.7
ΔEelstatc −327.9 (52.2%) −309.4 (58.4%) −474.9 (59.7%)
ΔEorbc −300.0 (47.8%) −220.8 (41.6%) −320.1 (40.3%)
ΔEorb(1) (2t2)d [M(d)] → (CO)4 π-backdonation −204.0 (68.0%) −146.7 (66.4%) −206.4 (64.5%)
ΔEorb(2) (e)d [M(d)] → (CO)4 π-backdonation −73.0 (24.3%) −49.0 (22.2%) −58.8 (18.4%)
ΔEorb(3) (a1)d [M(s)] ← (CO)4 σ-donation −7.3 (2.4%) −10.8 (4.9%) −29.4 (9.2%)
ΔEorb(4) (1t2)d [M(p)] ← (CO)4 σ-donation −12.6 (4.2%) −11.4 (5.2%) −22.5 (7.0%)
ΔEorb(rest)d −3.1 (1.0%) −2.9 (1.3%) −3.0 (0.9%)

M(CO)5
Fe (S) + (CO)5 (S) Ru (S) + (CO)5 (S) Os (S) + (CO)5 (S)

ΔEint −325.1 −263.6 −336.5
ΔEmetahybrid 62.8 58.3 56.8
ΔEPauli 487.2 618.5 730.6
ΔEelstatc −393.5 (45.0%) −465.0 (49.5%) −575.9 (51.2%)
ΔEorbc −481.6 (55.0%) −475.3 (50.5%) −548.0 (48.8%)
ΔEorb(1) (e’’)d [M(d)] → (CO)5 π-backdonation −221.9 (46.1%) −198.7 (41.8%) −221.6 (40.4%)
ΔEorb(2) (2e’)d [M(d)] → (CO)5 π-backdonation −154.4 (32.1%) −128.2 (27.0%) −138.1 (25.2%)
ΔEorb(3) (2a’1)d [M(d)] ← (CO)5 σ-donation −78.8 (16.4%) −108.6 (22.8%) −120.4 (22.0%)
ΔEorb(4) (1e’)d [M(p)] ← (CO)5 σ-donation −7.4 (1.5%) −11.4 (2.4%) −18.4 (3.4%)
ΔEorb(5) (1a’1)d [M(s)] ← (CO)5 σ-donation −5.4 (1.1%) −9.0 (1.9%) −20.9 (3.8%)
ΔEorb(6) (a’’2)d [M(p)] ← (CO)5 σ-donation −5.4 (1.1%) −6.6 (1.4%) −8.9 (1.6%)
ΔEorb(rest)d −8.3 (1.7%) −12.8 (2.7%) −19.7 (3.6%)

M(CO)6
Cr (S) + (CO)6(S) Mo (S) + (CO)6 (S) W (S) + (CO)6 (S)

ΔEint −372.1 −343.2 −419.3
ΔEmetahybrid 52.2 53.9 46.5
ΔEPauli 336.7 393.3 422.1
ΔEelstatc −286.9 (37.7%) −326.4 (41.3%) −383.2 (43.2%)
ΔEorbc −474.2 (62.3%) −464.0 (58.7%) −504.7 (56.8%)
ΔEorb(1) (t2g)d [M(d)] → (CO)6 π-backdonation −315.9 (66.6%) −270.6 (58.3%) −278.1 (55.1%)
ΔEorb(2) (eg)d [M(d)] ← (CO)6 σ-donation −129.4 (27.3%) −153.4 (33.1%) −165.6 (32.8%)
ΔEorb(3) (a1g)d [M(s)] ← (CO)6 σ-donation −4.9 (1.0%) −8.0 (1.7%) −17.4 (3.5%)
ΔEorb(4) (t1u)d [M(p)] ← (CO)6 σ-donation −9.3 (2.0%) −13.8 (3.0%) −18.3 (3.6%)
ΔEorb(rest)d −14.7 (3.1%) −18.2 (3.9%) −25.3 (5.0%)

M(CO)8
Ti (S) + (CO)8(S) Zr (S) + (CO)8 (S) Hf (S) + (CO)8 (S)

ΔEint −361.3 −337.8 −399.4
ΔEmetahybrid 31.9 43.3 36.0
ΔEPauli 172.5 214.7 223.3
ΔEelstatc −184.0 (32.5%) −215.4 (36.2%) −246.1 (37.4%)
ΔEorbc −381.7 (67.5%) −380.4 (63.8%) −412.5 (62.6%)
ΔEorb(1) (eg)d [M(d)] → (CO)8 π-backdonation −262.4 (68.7%) −236.4 (62.1%) −247.0 (59.9%)
ΔEorb(2) (t2g)d [M(d)] ← (CO)8 σ-donation −87.6 (22.9%) −102.9 (27.1%) −110.7 (26.8%)
ΔEorb(3) (a1g)d [M(s)] ← (CO)8 σ-donation −4.8 (1.3%) −6.6 (1.7%) −12.7 (3.1%)
ΔEorb(4) (t1u)d [M(p)] ← (CO)8 σ-donation −7.5 (2.0%) −12.0 (3.2%) −12.3 (3.0%)
ΔEorb(5) (a2u)d (CO)8 polarization −3.3 (0.9%) −6.5 (1.7%) −6.2 (1.5%)
ΔEorb(rest)d −16.1 (4.2%) −16.0 (4.2%) −23.6 (5.7%)

M(CO)8
Ca (T) + (CO)8 (S) Sr (T) + (CO)8 (S) Ba (T) + (CO)8 (S)

ΔEint −256.8 −239.9 −154.8
ΔEmetahybrid 19.7 25.7 21.1
ΔEPauli 35.5 43.8 51.1
ΔEelstatc −67.2 (21.5%) −63.0 (20.4%) −84.4 (37.2%)
ΔEorbc −244.7 (78.5%) −246.3 (79.6%) −142.7 (62.8%)
ΔEorb(1) (eg)d [M(d)] → (CO)8 π-backdonation −211.6 (86.5%) −212.0 (86.1%) −97.6 (68.4%)
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are given in a textbook33 and in previous publications.36,39 The
strength of the EDA-NOCV method is that it takes into
account not just one component, but the entire interatomic
interactions, which are decomposed into three terms that can
be interpreted in a physically meaningful way. Another
strength is the partitioning of the total orbital interaction
(covalent) term ΔEorb into pairwise orbital contributions,
which links the numerical results to the frontier orbital
model.99−101 An additional feature is that the charge migration
associated with the pairwise orbital interactions can be
graphically visualized as deformation densities Δρ. Since the
EDA-NOCV calculations were carried out using metahybrid
functional, small values for ΔEmetahybrid appear that cannot be
associated with a physical interaction, which is not important
for the bonding analysis.
The EDA-NOCV results for the group 10 complexes

M(CO)4 (M = Ni, Pd, Pt) suggest that the orbital interactions
are dominated by the M(d) → (CO)4 π-backdonation of the
2t2 and e orbitals. This is reasonable because the d10

configuration of the metal atoms has no vacant (n − 1)d
AOs and there are only the (n)s and (n)p AOs as acceptor
orbitals (see the correlation diagram Figure 3a). Note that the
contribution of the M ← (CO)4 σ-donation clearly increases
for the heavier metals Ni < Pd < Pt. Figure 5a,b shows the
deformation densities Δρ1 and Δρ2 of Ni(CO)4, which are
associated with the Ni → (CO)4 π-backdonation ΔEorb(1) and
ΔEorb(2). The displayed charge flow red → blue nicely
visualizes the direction of the charge migration. The figures
show the sum of the three or two contributions of the
degenerate deformation densities, the individual components
are given in Figure S2 in the Supporting Information along
with the deformation densities of the heavier systems, which
look very similar. Note that the deformation densities Δρ1 and
Δρ2 come from triply (Δρ1) and doubly (Δρ2) degenerate
orbital interactions. The eigenvalues of the deformation
densities υ, which show the size of the charge migration, are

also given. We want to point out that there is no general
correlation between the eigenvalues υi and the energies of the
associated orbital interactions ΔEorb(i), which are also
determined by the energy levels of the interacting orbitals.
The largest contributions to the orbital interactions in the

group 8 complexes M(CO)5 (M = Fe, Ru, Os) come also from
M(d) → (CO)5 π-backdonation of the e′ and e″ orbitals, but
there is now significant M(d) ← (CO)5 σ-donation into a
vacant (n − 1)d AO of the metals, which have a d8 electron
configuration (Figure 3b). The contribution of the M ←
(CO)5 σ-donation again increases for the heavier metals Fe <
Ru < Os. Note that Figure 5c−e shows the deformation
densities Δρ, which are associated with the Fe(d) → (CO)5 π-
backdonation and the Fe(d) ← (CO)5 σ-donation in
Fe(CO)5. The shape of the deformation densities Δρ1 and
Δρ2 reveals that the strongest orbital interaction term ΔEorb(1)
comes mainly from the π-backdonation into the three
equatorial CO ligands whereas ΔEorb(2) is due to the π-
backdonation into the two axial carbonyls. The relative
strength of ΔEorb(1) and ΔEorb(2) is about 3/2, which is in
agreement with the number of equatorial and axial CO ligands.
The shape of Δρ and the individual components of the
degenerate orbital interactions of all M(CO)5 complexes are
shown in Figure S3 in the Supporting Information.
The M(d) → (CO)6 π-backdonation is still the strongest

orbital interaction in the group 6 adducts M(CO)6 (M = Cr,
Mo, W) where the metals have a d6 reference electron
configuration (Figure 3c). The strength of the M(d) ← (CO)6
σ-donation becomes stronger compared with that in the group
8 complexes, because the metal atoms in M(CO)6 possess two
vacant (n − 1)d AOs with σ symmetry (eg). Note that in all
M(CO)n complexes the (n − 1)d AOs are much better
acceptor orbitals than the (n)s and (n)p AOs. The associated
charge flow of the most important orbital interactions in
Cr(CO)6 is nicely illustrated by the deformation densities Δρ
shown in Figure 5f,g. The shape of Δρ and the components of

Table 3. continued

orbital interactionb interacting fragments

M(CO)8
ΔEorb(2) (t2g)d [M(d)] ← (CO)8 σ-donation −22.2 (9.1%) −21.6 (8.8%) −25.8 (18.1%)
ΔEorb(3) (a1g)d [M(s)] ← (CO)8 σ-donation −2.4 (1.0%) −3.2 (1.3%) −4.1 (2.9%)
ΔEorb(4) (t1u)d [M(p)] ← (CO)8 σ-donation −2.4 (1.0%) −2.1 (0.9%) −4.5 (3.2%)
ΔEorb(5) (a2u)d (CO)8 polarization −0.8 (0.3%) −1.1 (0.4%) −2.4 (1.7%)
ΔEorb(rest)d −5.3 (2.2%) −6.3 (2.6%) −8.3 (5.8%)

Ca+ (D) + (CO)8
− (D) Sr+ (D) + (CO)8

− (D) Ba+ (D) + (CO)8
− (D)

ΔEint −264.9 −255.7 −222.5
ΔEmetahybrid 13.7 15.8 10.6
ΔEPauli 60.1 64.3 67.7
ΔEelstatc −177.9 (52.5%) −175.6 (52.3%) −176.0 (58.5%)
ΔEorbc −160.9 (47.5%) −160.1 (47.7%) −124.8 (41.5%)
ΔEorb(1) (2eg)d [M(d)]+ → (CO)8

− π-backdonation −78.1 (48.5%) −82.9 (51.8%) −49.1 (39.3%)
ΔEorb(2) (1eg)d [M(d)]+ ← (CO)8

− π donation −10.3 (6.4%) −10.1 (6.3%) −12.9 (10.3%)
ΔEorb(3) (t2g)d [M(d)]+ ← (CO)8

− σ-donation −34.7 (21.7%) −32.2 (20.1%) −30.5 (24.4%)
ΔEorb(4) (a1g)d [M(s)]+ ← (CO)8

− σ-donation −5.3 (3.3%) −5.0 (3.1%) −4.4 (3.5%)
ΔEorb(5) (t1u)d [M(p)]+ ← (CO)8

− σ-donation −9.5 (5.9%) −6.4 (4.0%) −5.9 (4.7%)
ΔEorb(6) (a2u)d (CO)8 polarization −2.6 (1.6%) −2.8 (1.7%) −3.6 (2.9%)
ΔEorb(rest)d −20.4 (12.7%) −20.7 (12.9%) −18.4 (14.7%)

aFor the group 2 complexes the EDA-NOCV results using the charged fragments M+, (CO)8− in their electronic doublet (D) state are also given.
All energy values are given in kcal/mol. bThe symmetry notations σ and π refer to the orbitals of the CO ligand and not to the symmetry of the
complex. cThe values in parentheses give the percentage contribution to the total attractive interactions ΔEelstat + ΔEorb. dThe values in parentheses
give the percentage contribution to the total orbital interactions ΔEorb.
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the degenerate orbital interactions of all M(CO)6 complexes
are shown in Figure S4 in the Supporting Information.
The strongest contributions to the orbital interactions in the

group 4 complexes M(CO)8 (M = Ti, Zr, Hf) come again from
the M(d) → (CO)8 π-backdonation, but its percentage
contribution to ΔEorb slightly increases relative to the group
6 carbonyls whereas the M(d) ← (CO)8 σ-donation has a
smaller fraction, although there are now three vacant (n − 1)d
AOs available as t2g acceptor orbitals (Figure 3d). This can be
explained with the lower electronegativities of the group 4 than
the group 6 metals, which hold particularly for the atoms of the
fifth and sixth row (Table 2). But the gross electronegativity of

the atom may not be sufficient to explain the trend of the
donation and backdonation. Hinze and Jaffe pointed out in
theoretical studies114−116 that “Electronegativity is the
property, not of an atom, but of an orbital of an atom in its
valence state.”106 It was also shown that the value of the orbital
electronegativity strongly depends on the atomic valence state.
The value for the vacant (n − 1)d AOs of the transition metals
in the given reference state is not available. The EDA-NOCV
results suggest that the electronegativity of the (n − 1)d AOs
of the group 4 metals is significantly lower than those of the
group 6 metals.

Figure 5. Plot of the deformation densities Δρ of the most important pairwise orbital interactions in the neutral carbonyl complexes M(CO)n using
neutral fragments M and (CO)n in the electronic singlet state for (a,b) Ni(CO)4; (c−e) Fe(CO)5; (f,g) Cr(CO)6; (h,i) Ti(CO)8. Plot of the
deformation densities Δρ of Ca(CO)8 using (j,k) neutral fragments Ca in the triplet state and (CO)8 in the singlet state and (m,n) charged
fragments Ca+ and [(CO)8]

− in the electronic doublet states. In the case of degenerate orbitals, the deformation densities indicate the sum of the
charge shifts. The color code of the charge flow is red → blue. The eigenvalues |νx| give the size of the charge flow. aUsing neutral Ca in the triplet
state and (CO)8 in the singlet state as interacting fragments. bUsing the charged species Ca+ and (CO)8

− in the doublet states as interacting
fragments.
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The deformation densities Δρ of the most important orbitals

interactions of Ti(CO)8 are shown in Figure 5h,i. It may be

tempting to correlate the eigenvalues of the deformation

densities υk, which indicate the size of the charge donation and

backdonation, with the frequency shifts of the CO stretching

vibration Δυ. This is misleading for several reasons. First, the

deformation densities υk are not a direct measure of the

associated energies, which depend also on the energy levels of

Figure 6. Plot of the individual components of the deformation densities Δρ and the associated orbitals of the fragments and complexes of the most
important pairwise orbitals in Ca(CO)8 using neutral fragments Ca in the triplet state and (CO)8 in the singlet state as given in Table 3. (a)
[Ca(3dx2−y2)] → (CO)8 π-backdonation; (b) [Ca(3dz2)] → (CO)8 π-backdonation; (c) Ca(3dxy) ← (CO)8 σ-donation; (d) Ca(3dxz) ← (CO)8
σ-donation; (e) Ca(3dyz) ← (CO)8 σ-donation. The color code of the charge flow in the deformation densities is red → blue. The eigenvalues |νx|
give the size of the charge flow.
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the orbitals. Second, the σ-donation has only a very small effect
on the stretching vibration and the blue-shift of the
nonclassical carbonyls is rather due to a polarization effect
than to σ-donation.26,27 The shape of Δρ and the components
of the degenerate orbital interactions of all group 4 M(CO)8

complexes are shown in Figure S5 in the Supporting
Information.
Table 3 shows that the orbital interactions in the group 2

octacarbonyls M(CO)8 (M = Ca, Sr, Ba), which have an
electronic triplet ground state (see the correlation diagram e in

Figure 7. Plot of the individual components of the deformation densities Δρ and the associated orbitals of the fragments and complexes of the most
important pairwise orbitals in Ca(CO)8 using the charged fragments Ca+ and [(CO)8]

− in the doublet states as given in Table 3. (a)
[Ca(3dx2−y2)]

+ → (CO)8
− π-backdonation; (b) [Ca(3dz2)]

+ ← (CO)8
− π donation; (c) [Ca(dxy)]

+ ← (CO)8
− σ-donation; (d) [Ca(dxz)]

+ ←
(CO)8

− σ-donation; (e) [Ca(dyz)]
+ ← (CO)8

− σ-donation. The color code of the charge flow in the deformation densities is red → blue. The
eigenvalues |νx| give the size of the charge flow.
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Table 4. Numerical EDA-NOCV Results of the Charged Carbonyl Complexes [M(CO)n]
q at the M06/TZ2P//M06-D3/def2-

TZVPP Level Using the Charged Metals Mq and Neutral (CO)n in Their Electronic Singlet (S) State as Interacting Moietiesa

orbital interactionb interacting fragments

[Ir(CO)6]
3+

Ir3+ (S) + (CO)6 (S)
ΔEint −718.0
ΔEmetahybrid 105.8
ΔEPauli 405.4
ΔEelstatd −334.2 (27.2%)
ΔEorbd −894.9 (72.8%)
ΔEorb(1) (t2g)e [M(d)] → (CO)6 π-backdonation −70.4 (7.9%)
ΔEorb(2) (eg)e [M(d)] ← (CO)6 σ-donation −500.4 (55.9%)
ΔEorb(3) (a1g)e [M(s)] ← (CO)6 σ-donation −73.8 (8.2%)
ΔEorb(4) (t1u)e [M(p)] ← (CO)6 σ-donation −105.2 (11.8%)
ΔEorb(rest)e −145.1 (16.2%)

[M(CO)6]
2+

Fe2+ (S) + (CO)6 (S) Ru2+ (S) + (CO)6 (S) Os2+ (S) + (CO)6 (S)
ΔEint −398.1 −415.2 −469.3
ΔEmetahybrid 84.5 78.2 89.1
ΔEPauli 286.5 384.7 428.4
ΔEelstatd −202.5 (26.3%) −283.5 (32.3%) −341.0 (34.6%)
ΔEorbd −566.6 (73.7%) −594.6 (67.7%) −645.8 (65.4%)
ΔEorb(1) (t2g)e [M(d)] → (CO)6 π-backdonation −92.4 (16.3%) −92.5 (15.6%) −111.1 (17.2%)
ΔEorb(2) (eg)e [M(d)] ← (CO)6 σ-donation −302.0 (53.3%) −340.3 (57.2%) −339.3 (52.5%)
ΔEorb(3) (a1g)e [M(s)] ← (CO)6 σ-donation −30.9 (5.5%) −29.2 (4.9%) −46.2 (7.2%)
ΔEorb(4) (t1u)e [M(p)] ← (CO)6 σ-donation −68.7 (12.1%) −56.3 (9.5%) −63.4 (9.8%)
ΔEorb(rest)e −72.6 (12.8%) −76.3 (12.8%) −85.8 (13.3%)

[M(CO)6]
+

Mn+ (S) + (CO)6 (S) Tc+ (S) + (CO)6 (S) Re+ (S) + (CO)6 (S)
ΔEint −303.2 −317.1 −391.4
ΔEmetahybrid 73.8 67.7 69.2
ΔEPauli 316.0 398.2 434.9
ΔEelstatd −235.2 (33.9%) −301.5 (38.5%) −359.6 (40.2%)
ΔEorbd −457.7 (66.1%) −481.5 (61.5%) −535.9 (59.8%)
ΔEorb(1) (t2g)e [M(d)] → (CO)6 π-backdonation −180.0 (39.3%) −174.1 (36.2%) −191.4 (35.7%)
ΔEorb(2) (eg)e [M(d)] ← (CO)6 σ-donation −196.1 (42.8%) −225.6 (46.9%) −235.1 (43.9%)
ΔEorb(3) (a1g)e [M(s)] ← (CO)6 σ-donation −14.3 (3.1%) −15.4 (3.2%) −28.0 (5.2%)
ΔEorb(4) (t1u)e [M(p)] ← (CO)6 σ-donation −32.7 (7.1%) −29.0 (6.0%) −34.7 (6.5%)
ΔEorb(rest)e −34.6 (7.6%) −37.4 (7.8%) −46.7 (8.7%)

[M(CO)6]
−

V− (S) + (CO)6 (S) Nb− (S) + (CO)6 (S) Ta− (S) + (CO)6 (S)
ΔEint −523.4 −402.9 −473.7
ΔEmetahybrid 30.2 42.8 32.7
ΔEPauli 318.6 373.6 390.6
ΔEelstatd −328.4 (37.7%) −333.8 (40.7%) −384.7 (42.9%)
ΔEorbd −543.8 (62.3%) −485.5 (59.3%) −512.3 (57.1%)
ΔEorb(1) (t2g)e [M(d)] → (CO)6 π-backdonation −448.7 (82.5%) −346.6 (71.4%) −349.5 (68.2%)
ΔEorb(2) (eg)e [M(d)] ← (CO)6 σ-donation −82.8 (15.2%) −109.1 (22.5%) −118.3 (23.1%)
ΔEorb(3) (a1g)e [M(s)] ← (CO)6 σ-donation −0.5 (0.1%) −5.4 (1.1%) −12.3 (2.4%)
ΔEorb(4) (t1u)e [M(p)] ← (CO)6 σ-donation 1.4c (−0.3%) −8.2 (1.7%) −11.3 (2.2%)
ΔEorb(rest)e −13.2 (2.4%) −16.2 (3.3%) −20.9 (4.1%)

[Hf(CO)6]
2−

Hf2− (S) + (CO)6 (S)
ΔEint −490.4
ΔEmetahybrid 39.3
ΔEPauli 317.2
ΔEelstatd −343.0 (40.5%)
ΔEorbd −503.9 (59.5%)
ΔEorb(1)(t2g)e [M(d)] → (CO)6 π-backdonation −373.9 (74.2%)
ΔEorb(2) (eg)e [M(d)] ← (CO)6 σ-donation −82.8 (16.4%)
ΔEorb(3) (a1g)e [M(s)] ← (CO)6 σ-donation −11.0 (2.2%)
ΔEorb(4) (t1u)e [M(p)] ← (CO)6 σ-donation −9.9 (2.0%)
ΔEorb(rest)e −26.3 (5.2%)
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Figure 3), are dominated by the M(d) → (CO)8 π-
backdonation, which contributes 86% to ΔEorb when M =
Ca, Sr and 68% when M = Ba. We thought that the smaller
value for Ba is a relativistic effect, because previous studies
showed that relativity leads to a shrinking of the valence d
orbitals, which makes them weaker donors but better
acceptors.117−120 Therefore, we repeated the EDA-NOCV
calculations of the complexes M(CO)8 (M = Ca, Sr, Ba), using
neutral fragments without the ZORA approximation. It turned
out that the total interaction energy ΔEint for the barium
complex calculated at the nonrelativistic level is clearly smaller
(−144.2 kcal/mol) than the relativistic value (−154.8 kcal/

mol) but the percentage contributions of all energy
components change very little. The contribution of Ba(d) →
(CO)8 π-backdonation at the nonrelativistic level remains at
68% of ΔEorb. Thus, the percentage contribution of the M(d)
← (CO)8 σ-donation in Ba(CO)8 is clearly higher than in the
lighter homologues. The nonrelativistic values are given in
Table S1 in the Supporting Information.
The rather strong contribution ΔEorb(1), which comes from

the M(d) → (CO)8 π-backdonation in the group 2 complexes,
is remarkable, because there are only two valence electrons of
the metal that are engaged in the interactions. Figure 5j,k
shows the deformation densities associated with the strongest

Table 4. continued

orbital interactionb interacting fragments

[M(CO)8]
−

Sc− (S) + (CO)8 (S) Y− (S) + (CO)8 (S) La− (S) + (CO)8 (S)
ΔEint −438.3 −346.4 −279.9
ΔEmetahybrid 21.2 38.9 43.5
ΔEPauli 140.0 169.8 154.6
ΔEelstatd −200.0 (33.3%) −199.1 (35.9%) −175.0 (36.6%)
ΔEorbd −399.8 (66.7%) −356.0 (64.1%) −303.0 (63.4%)
ΔEorb(1) (eg)e [M(d)] → (CO)8 π-backdonation −332.1 (83.1%) −267.5 (75.1%) −224.2 (74.0%)
ΔEorb(2) (t2g)e [M(d)] ← (CO)8 σ-donation −48.9 (12.2%) −59.3 (16.7%) −48.3 (15.9%)
ΔEorb(3) (a1g)e [M(s)] ← (CO)8 σ-donation −2.0 (0.5%) −4.7 (1.3%) −3.5 (1.2%)
ΔEorb(4) (t1u)e [M(p)] ← (CO)8 σ-donation −2.4 (0.6%) −6.1 (1.7%) −5.2 (1.7%)
ΔEorb(rest)e −14.4 (3.6%) −18.4 (5.2%) −21.8 (7.2%)

M(CO)2
Ca (S) + (CO)2 (S) Sr (S) + (CO)2 (S) Ba (S) + (CO)2 (S)

ΔEint −151.3 −147.6 −67.0
ΔEmetahybrid 12.3 10.7 17.1
ΔEPauli 50.1 46.2 44.0
ΔEelstatd −44.9 (21.0%) −38.4 (18.8%) −40.2 (31.4%)
ΔEorbd −168.8 (79.0%) −166.0 (81.2%) −87.9 (68.6%)
ΔEorb(1)e [M(d)] → (CO)2 π-backdonation −150.6 (89.2%) −150.5 (90.7%) −66.0 (75.1%)
ΔEorb(2)e [M(d)] ← (CO)2 σ-donation −11.4 (6.8%) −10.0 (6.0%) −12.5 (14.2%)
ΔEorb(3)e [M(p)] ← (CO)2 σ-donation −1.6 (0.9%) −0.8 (0.5%) −2.9 (3.3%)
ΔEorb(rest)e −5.2 (3.1%) −4.7 (2.8%) −6.5 (7.4%)

Ca+ (D) + (CO)−2 (D) Sr+ (D) + (CO)−2(D) Ba+ (D) + (CO)−2 (D)
ΔEint −188.2 −185.0 −161.2
ΔEmetahybrid 0.8 1.7 5.8
ΔEPauli 62.9 56.8 50.6
ΔEelstatd −169.7 (67.4%) −159.1 (65.3%) −149.9 (68.9%)
ΔEorbd −82.1 (32.6%) −84.4 (34.7%) −67.6 (31.1%)
ΔEorb(1)e [M(d)] → (CO)2 π-backdonation −55.3 (67.4%) −60.7 (71.9%) −43.7 (64.6%)
ΔEorb(2)e [M(d)] ← (CO)2 σ-donation −15.5 (18.9%) −13.9 16.5%) −14.1 (20.9%)
ΔEorb(3)e [M(p)] ← (CO)2 σ-donation −3.5 (4.3%) −2.7 (3.2%) −3.2 (4.7%)
ΔEorb(rest)e −7.8 (9.5%) −7.1 (8.4%) −6.6 (9.8%)

[Ba(CO)]•+

Ba+ (D) + (CO) (S)
ΔEint −21.2
ΔEmetahybrid 7.4
ΔEPauli 32.0
ΔEelstatd −22.2 (36.6%)
ΔEorbd −38.4 (63.4%)
ΔEorb(1)e [M(d)] → (CO) π-backdonation −20.3 (52.9%)
ΔEorb(2)e [M(d)] ← (CO) σ-donation −13.2 (34.4%)
ΔEorb(rest)e −4.9 (12.8%)

aResults of the neutral alkaline earth dicarbonyls M(CO)2 using neutral and charged fragments in their singlet (S) or doublet (D) states. All energy
values are given in kcal/mol. bThe symmetry notations σ and π refer to the orbitals of the CO ligand and not to the symmetry of the complex. cThe
small positive value is due to a polarization of the orbital charge. dThe values in parentheses give the percentage contribution to the total attractive
interactions ΔEelstat + ΔEorb.

eThe values in parentheses give the percentage contribution to the total orbital interactions ΔEorb.
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orbital terms ΔEorb(1) and ΔEorb(2) of Ca(CO)8 using neutral
fragments. Note that the charge migration connected with the
Ca(d) ← (CO)8 σ-donation is half as big as the Ca(d) →
(CO)8 π-backdonation, although the energy contribution of
the former is nearly 10 times stronger than the latter. Figure
5l−n depicts the deformation densities associated with the
strongest orbital terms ΔEorb(1) − ΔEorb(3) of Ca(CO)8 using
charged fragments. Since the group 2 octacarbonyls have only
recently been observed and because their bonding situation is a
topic of a controversial discussion, it is useful to inspect the
orbitals which are associated with the π-backdonation and σ-
donation. They are shown in Figure 6 for all components of
the degenerate orbital interactions ΔEorb(1) (eg) and ΔEorb(2)
(t2g) of Ca(CO)8.
The shape of the interacting orbitals of the one-electron

interactions ΔEorb(1) nicely reveals the backdonation from the
singly occupied 3dx2−y2 AO (ΔEorb(1a)) and 3dz2 AO (ΔEorb(1b))
of Ca into the vacant π* LUMOs of (CO)8 that yield the
degenerate SOMO of Ca(CO)8 in the Ca(d) → (CO)8 π-
backdonation (Figure 6a,b). This is complemented by the
three components of the Ca(d) ← (CO)8 σ-donation, which
encompass the electron donation from the doubly occupied
orbitals of the triply degenerate HOMO of (CO)8 into the
vacant 3dxy, 3dxz, and 3dyz AOs of Ca (Figure 6c−e). Figure 6
strikingly demonstrates the transition-metal-like bonding
scenario of calcium in Ca(CO)8. The analogous situation of
the heavier alkaline earth atoms Sr and Ba in the octacarbonyls
is shown in Figure S6 in the Supporting Information.
The deformation densities and orbitals shown in Figures 6

and S6 come from the interaction of the neutral fragments M
and (CO)8 in the group 2 complexes M(CO)8 (M = Ca, Sr,
Ba), which corresponds to the DCD model. Table 3 shows that
the bonding situation in the eventually formed complexes is
better described with the charged fragments M+ and (CO)8

− in
the doublet states. Figure 7 shows the deformation densities
and the associated orbitals of the three most important orbital
interactions ΔEorb(1) − ΔEorb(3) of Ca(CO)8 using the charged
fragments Ca+ and (CO)8

−. The shape of the fragment orbitals
and the deformation densities exhibits again the dominant role
of the 3d AOs of Ca in the covalent (orbital) interactions in
the finally formed metal−CO bonds. The only major difference
between the results using neutral and charged fragments is the
direction of the charge flow that involves the 3dz2 AO of Ca,
which is an acceptor orbital when charged fragments are used
for the EDA-NOCV calculation (Figure 7b). But the results
using neutral fragments give more insight into the interatomic
interactions, because they consider all alterations that occur
during bond formation. The very similar shapes of the
deformation densities and the associated orbitals of the heavier
homologues are shown in Figure S7 in the Supporting
Information.
We analyzed the metal−CO interactions with the EDA-

NOCV method of the positively and negatively charged
hexacarbonyls [M(CO)6]

q listed in Tables 1 and 2 and the
group 3 octacarbonyl anions [M(CO)8]

− (M = Sc, Y, La),
which are experimentally known. The EDA-NOCV calcu-
lations were carried out using the charged metal ions Mq and
the neutral carbonyl ligands (CO)n in the electronic singlet
states, which follows the DCD bonding model. The numerical
results are shown in Table 4. The vertical ordering facilitates
the comparison of the isoelectronic systems and the trends of
the calculated values.

The most important data for the topic of this work is the
contribution of the [M(d)]q → (CO)n π-backdonation to the
total orbital interactions ΔEorb. Table 4 shows that there is a
continuous increase in the strength and percentage contribu-
tion of the π-backdonation for the series of row 4 [Fe(CO)6]

2+

< [Mn(CO)6]
+ < Cr(CO)6 < V(CO)6]

−, row 5 [Ru(CO)6]
2+

< [Tc(CO)6]
+ < Mo(CO)6 < Nb(CO)6]

− and row 6
[Ir(CO)6]

3+ < [Os(CO)6]
2+ < [Re(CO)6]

+ < W(CO)6 <
Ta(CO)6]

− < Hf(CO)6]
2− (for the neutral complexes, see

Table 3). The [M(d)]q → (CO)n π-backdonation in the
anions [M(CO)8]

− (M = Sc, Y, La) is as expected stronger
than in the isoelectronic neutral complexes [M(CO)8] (M =
Ti, Zr, Hf). The DCD model is quantitatively supported by the
numerical results of the EDA-NOCV calculations. The
associated deformation densities exhibit the expected shapes.
They are shown in Figure S8 in the Supporting Information.
Table 4 shows also the numerical results of the EDA-NOCV

calculations of the alkaline earth dicarbonyls M(CO)2 (M =
Ca, Sr, Ba) using neutral and charged fragments as interacting
moieties and the experimentally observed [Ba(CO)]•+. The
dicarbonyls have been calculated as model compounds in order
to examine the suggestion that the red-shift of the alkaline
earth octacarbonyls M(CO)8 (M = Ca, Sr, Ba) comes from
interligand interaction between neighboring CO ligands rather
than from M → (CO)8 π-backdonation.51 The trans-relative
position in the linear dicarbonyls, which are minima on the
potential energy surface,121 effectively precludes a direct
interaction between the CO ligands. The EDA-NOCV data
in Table 4 show that the orbital interactions in M(CO)2 are in
the same way dominated by M → (CO) π-backdonation as in
the octacarbonyls M(CO)8. This is equally true for the
calculations with neutral and charged fragments. Note that the
π-backdonation in the dicarbonyls is distributed over only two
CO ligands whereas it covers eight CO ligands in the
octacarbonyls. This explains why the red-shift of the C−O
stretching frequencies in M(CO)2 is much larger than in
M(CO)8 (Table 1). Table 4 shows that the largest
contribution to the orbital interactions even in the radical
cation [Ba(CO)]•+ comes from Ba+ → (CO) π-backdonation.
This has been discussed in detail before.110 The EDA-NOCV
results clearly show that the red-shift in the alkaline earth
octacarbonyls M(CO)8 (M = Ca, Sr, Ba) comes from M →
(CO)8 π-backdonation. The deformation densities of the
orbital interaction in M(CO)2 and [Ba(CO)]•+ are shown in
Figure S9 in the Supporting Information.

■ DISCUSSION
The results of this work show the insight which one can gain
into the electronic structure and bonding situation of
molecules using modern methods of quantum chemistry. At
the same time, it becomes clear that one should not blindly use
a single method for a bonding analysis. Each approach is based
on a model, which in turn is subject to assumptions and coding
algorithms, the results of which may be biased by the viewpoint
of the creator of the method. It is important to know the basic
assumptions and details of a method in order to understand
the results. Models are not right or wrong; they are more or
less useful. The usefulness of a model comes from its ability to
explain experimental observations in a consistent way. This was
nicely expressed by Michael Dewar who wrote in 1984 “The
only criterion of a model is usefulness, not its “truth.”122 It is
advisable to employ different methods for the analysis of the
electronic structure of molecules and to compare the results
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with each other before a conclusion about the nature of the
interatomic interactions is made. A mere correlation is not an
explanation.
The analysis of the metal−CO interactions in the neutral

and charged carbonyl complexes M(CO)n using a variety of
methods indicates that the DCD model in terms of M ← CO
σ-donation and M → CO π-backdonation is a valid approach
to explain the bonding situation and the trend of the CO
stretching frequencies. This includes the heavier alkaline earth
octacarbonyls M(CO)8 (M = Ca, Sr, Ba) which have cubic
(Oh) symmetry and an electronic triplet ground state. An

important aspect of this work concerns the change in the
polarity of the M−CO bonds, which must be considered to
understand the experimentally observed red-shift of the
stretching vibration. The physical origin of polar covalent
bonds is the interference of the wave functions where the
electropositive part delivers electronic charge to the electro-
negative end. This mechanism becomes particularly strong in
the formation of the M−CO π bonds of the heavier alkaline
earth octacarbonyls. Here, the valence d orbitals of the metal
atoms in M(CO)8 serve as a vehicle for the charge migration
from the metal to the CO ligands. This becomes evident by the

Figure 8. Energy levels of the three energetically lowest-lying electronic states of neutral alkaline earth atoms Ca, Sr, Ba and the cations Ca+, Sr+,
Ba+, The values are taken from ref 124.

Figure 9. Proposed revised periodic table of the elements where the heavy alkaline earth metals Ca, Sr, Ba are assigned as transition metals.
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dominant contribution of [M(d)]→ (CO)8 π-backdonation to
the orbital (covalent) interaction ΔEorb between the neutral
fragments, which is the largest stabilizing term in the
octacarbonyls (Table 3). The charge migration leads to a
change in the composition of the M−CO bonds in the finally
formed molecules where the electrostatic term ΔEelstat becomes
equally important as ΔEorb when the charged fragments are
used. The large polarization of the Ca-CO bonds becomes
apparent through the AdNDP orbitals of Ca(CO)8 where the
Ca d AOs account for only 12% of the π orbital. The large
polarization of the M−CO π orbitals toward the CO end and
the population of their π* orbital lead to comparatively small
values for the delocalization indices δ(M−C) and δ(M···O)
and to a significant overlap between adjacent CO groups. But
this must not be taken as evidence for the lack of [M(d)] →
(CO)8 π-backdonation, which remains the driving force for the
charge migration toward CO even in the group 2 carbonyls.
This becomes evident by the calculated results for M(CO)2
(M = Ca, Sr, Ba) and [Ba(CO)]•+.
The preference of s/d hybridization over s/p hybridization

in covalent bonding of the heavier alkaline earth atoms M =
Ca, Sr, Ba can be explained with the energy levels of the atomic
orbitals of the metals. Figure 8 shows the experimental
excitation energies of the ground and lowest lying excited
states of M and M+. The first excited state of neutral Ca and Sr
is 3P with the electron configuration (n)s1(n)p1, whereas for Ba
it is 3D with the electron configuration (n)s1(n − 1)d1. This is
one reason why barium was previously termed as “honorary
transition metal” by Pyykkö.123 But the electropositive alkaline
earth atoms usually carry a positive charge and the bonding
interactions in the molecules are best described in most cases
with M+ as interacting species as shown by the EDA-NOCV
results for M(CO)8. Figure 8 shows that the first excited states
of the alkaline earth ions M+ is the 2D state where the (n − 1)d
AO is occupied. The excitation energy 2S→ 2D is very low and
much lower than the excitation energy of carbon from the
3P(2s22p2) ground state to the 5S(2s12p3) valence state in
C(IV).124 Since the (n − 1)d AO of the alkaline earth atoms is
much more diffuse than the (n)s AO, the hybrid orbital of M+

is composed in molecular orbitals mainly by the (n − 1)d AOs,
which have a larger extension and overlap with orbitals of the
atoms to which M+ is bonded. This was found in our previous
study of the valence orbitals of the group 2 atoms45 and in
earlier studies by Pyykkö, who analyzed the bonds in several
small molecules of the alkaline earth atoms and concluded “We
have presented explicit evidence for a considerable d character
in the bonding of the heavier group IIa elements. This d
character increases from Ca to Sr and, markedly, in Ba.”125

Similar findings about the relevance of d orbitals of the heavy
alkaline earth elements were stated in review articles by
Kaupp.126,127

The findings in this work as well as in earlier studies by
us39−41,44,45,47,49,110 and by others75,123,125−127 allow us to
suggest that the heavier alkaline earth atoms M = Ca, Sr, Ba
should no longer be classified as main-group atoms in the
periodic table of the elements, ordered according to the
valence orbitals in covalent bonding, but as transition metals. A
modified version proposed by us is shown in Figure 9. It better
reflects the actual use of the atomic orbitals of the atoms in the
molecular chemical bond.
We want to point out that the bonding situation in carbonyl

complexes was the topic of other recent work using different
approaches.128−131 Our results complement these studies and

they contribute to a better understanding of the metal−CO
interactions.

■ SUMMARY AND CONCLUSION

The results of this work are summarized as follows. The DCD
model in terms of M ← CO σ-donation and M → CO π-
backdonation is a valid approach to explain the bonding
situation and the trend of the CO stretching frequencies in
neutral and charged carbonyl complexes [M(CO)n]

q where M
is an atom of rows 3, 4, and 5 of groups 2−10. The carbonyl
ligands of the neutral complexes carry a negative charge, and
the polarity of the M−CO bonds increases for the less
electronegative metals, which is particularly strong for the
group 4 and group 2 atoms. The NBO method yields an
unrealistic charge distribution in the carbonyl complexes, while
the AIM approach yields physically reasonable partial charges
that are consistent with the EDA-NOCV calculations and with
the trend of the C−O stretching frequencies. The AdNDP
method gives delocalized MOs which are very useful models
for understanding the bonding situation in the carbonyl
complexes. Deep insight into the nature of the metal−CO
bonds and quantitative information about the strength of the
[M] ← (CO)8 σ-donation and [M(d)] → (CO)8 π-
backdonation visualized by the deformation densities are
provided by the EDA-NOCV method. The large polarity of the
M−CO π orbitals toward the CO end in the alkaline earth
octacarbonyls M(CO)8 (M = Ca, Sr, Ba) leads to small values
for the delocalization indices δ(M−C) and δ(M···O) and
significant overlap between adjacent CO groups, but the origin
of the charge migration and the associated red-shift of the C−
O stretching frequencies is the [M(d)] → (CO)8 π-
backdonation. The heavier alkaline metals calcium, strontium,
and barium use their s/d valence orbitals for covalent bonding.
They are therefore to be assigned as electropositive transition
metals extending the trend with reactivities closely related to
the group 3 and 4 metals.
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