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1 Introduction

Unraveling the enigma of Craig-type
Mobius-aromatic osmium compounds+

2P Qian Wang *b

Antonia Rabe, ® and Dage Sundholm
Nuclear magnetic resonance (NMR) chemical shifts and the magnetically induced current density (MICD)
susceptibility of four osmium containing molecules have been calculated at the density functional theory
(DFT) level using three relativistic levels of theory. The calculations were performed at the quasi-relativistic
level using an effective core potential (ECP) for Os, at the all-electron scalar exact two-component (X2C)
relativistic level, and at the relativistic X2C level including spin—orbit coupling (SO-X2C). In earlier studies, the
osmapentalene (1) and the osmapentalynes (2 and 3) were considered Craig-type Moébius aromatic and it
was suggested that the analogous osmium compound (4) is Craig-type M&bius antiaromatic. Here, the ring-
current strengths were obtained with the gauge including magnetically induced currents (GIMIC) method by
integrating the MICD susceptibility passing through planes that intersect chemical bonds and by line inte-
gration of the induced magnetic field using Ampere-Maxwell's law. The ring-current calculations suggest
that 1, 2 and 3 are weakly aromatic and that 4 is nonaromatic. The accuracy of the MICD susceptibility was
assessed by comparing calculated NMR chemical shifts to available experimental data. Visualization of the
MICD susceptibility shows that the ring current does not pass from one side of the molecular plane to the
other, which means that the MICD susceptibility of the studied molecules does not exhibit any M&bius topo-
logy as one would expect for Craig-type Mdbius aromatic and for Craig-type Mobius antiaromatic mole-
cules. Thus, molecules 1-3 are not Craig-type Mdbius aromatic and molecule 4 is not Craig-type Mdbius
antiaromatic as previously suggested. Calculations of the *H NMR and *C NMR chemical shifts of atoms
near the Os atom show the importance of including spin—orbit effects. Overall, our study revisits the under-
standing of the aromaticity of organometallic molecules containing transition metals.

mentally observed in "H NMR spectra as a shift of the NMR
signal of the protons on the outside of the ring to larger

International Union of Pure and Applied Chemistry (IUPAC)
states in the Gold Book that cyclic molecular systems are aro-
matic when they are energetically stabilized due to electron
delocalization and they are structurally more stable than non-
aromatic molecules when undergoing chemical
transformations.”™ The structural aromaticity criterion is a
small bond-length alternation and the magnetic criterion is
that aromatic molecular rings sustain a net diatropic ring
current when they are exposed to an external magnetic field.
The magnetically induced diatropic ring current is experi-
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chemical shifts (smaller magnetic shielding constants) than in
the absence of the ring current. The structural and magnetic
criteria of antiaromaticity are larger bond-length alternation
and their ability to sustain a net paratropic ring current when
exposed to an external magnetic field, respectively. The para-
tropic ring current shields the outer protons of antiaromatic
molecules leading to a shift of the "H NMR chemical shift
signals to smaller values (larger magnetic shielding constants).
Antiaromatic molecules must be energetically more stable
than nonaromatic molecules because nothing else prevents
antiaromatic molecules from becoming nonaromatic. Thus,
the delocalized electrons of antiaromatic molecules sustaining
a paratropic ring current stabilize the ring. Since the energetic
stabilization of antiaromatic molecules is much smaller than
the aromatic stabilization energy, antiaromatic molecules are
difficult to synthesize and are therefore rather rare.

Based on Hiickel’s molecular orbital (HMO) theory,® the
aromatic nature of molecular rings can be estimated by count-
ing the number of electrons in the conjugated bonds of the
ring. A ring with 4n + 2 electrons in the conjugated orbitals is

This journal is © The Royal Society of Chemistry 2024
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expected to be aromatic, whereas 4n electrons in them lead to
antiaromaticity, if that is energetically more favourable than
nonaromaticity. Hiickel’s aromaticity rules hold for closed-
shell molecules. The rules can be applied to open-shell mole-
cules by separately considering spin-up and spin-down elec-
trons.” They can also be generalized to open-shell systems by
counting the number of occupied conjugated orbitals. The
generalized aromaticity rule then reads: a molecular ring with
odd number of occupied conjugated orbitals is aromatic and
when it has even number of occupied conjugated orbitals, it is
antiaromatic.® Hiickel’s aromaticity rules can easily be applied
to organic molecules, whereas it is challenging to count the
number of occupied conjugated orbitals and their electrons
when the molecular ring contains a transition metal with a
partially filled d shell. The electron density of the conjugated
bonds might also provide information about the aromatic
stabilization involving the d orbitals.’

Hiickel’s aromaticity rules that were originally aimed for
planar molecules have been extended to Mo6bius-twisted mole-
cular structures.'®™® The aromaticity of molecules whose
linking number (L) is even follows largely the aromaticity
rules of planar molecules, whereas the aromaticity rules for
molecules whose linking number is odd are the opposite,
namely molecular ring with even number of conjugated orbi-
tals are aromatic and they are antiaromatic when they have
odd number of conjugated orbitals in the twisted ring.

The linking number (L) consists of the twist (T,,) and the
writhe (W;) contributions, the sum of which is always equal to
L."*'® Twist is a local property of the molecular frame, whereas
writhe is a global property representing the deformation of the
molecular ring. The Ly value can be positive or negative. The
energy depends only on the absolute L, value, whereas rings
with different sign of L, have different chirality. For example, a
doubly Mé6bius-twisted molecular ring can continuously change
from a circular twisted structure with a T, value of close to two
to a lemniscular structure with a W, value of nearly two.
Calculations of the magnetically induced ring current for a
series of doubly Mobius-twisted C,0H4o annulenes showed that
strongly twisted rings sustain a stronger magnetically induced
ring current than lemniscular structures.™

In planar rings with conjugated bonds, the p orbitals of the
individual atoms can be considered to have the same phase
around the ring. A Mobius-twisted molecular structure leads to
a phase shift of the p orbitals implying that when following
the phase of the p orbitals, one has to make two laps around
the ring to return to the starting point. Craig and Paddock
suggested that Mobius topology of the molecular orbitals can
also be introduced by d orbitals of a transition metal in the
ring, which also may lead to reverse aromaticity rules even for
planar molecules.’®*® The d orbitals of the transition metal
forming d-p = bonding cause a phase shift of the p orbitals
around the molecular ring as shown in Fig. 1. They proposed
that the periodicity in the Craig-type Mobius case also involves
two laps around the ring. The formal change in the orbital
phase is considered to occur between the p orbital of the carbon
atom on one side of the d orbital of the osmium atom.'®
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Fig. 1 The phase of the orbitals of molecular rings with Hiickel, Mébius
and Craig-type Mobius topology. The picture has been made with
PerkinElmer ChemDraw and Microsoft PowerPoint.

However, when following the orbital phase around the ring,
another phase change must occur along the ring to obtain the
initial orbital phase when reaching the osmium atom again.
Since there must be two or at least an even number of phase
changes around the molecular ring, the aromatic nature of the
ring follows the aromaticity rule of evenly Mobius twisted mole-
cular rings, which is the same as the Hiickel aromaticity rule of
planar conjugated hydrocarbon rings."*™*

However, there is also another significant difference
between Mobius and Craig-type Mobius topologies, i.e., mole-
cular structures can be observed, whereas orbitals and their
phase are not observables. The electron probability density of
time-independent electronic states is positively definite imply-
ing that it cannot be used for detecting an eventual Craig-type
Mobius topology. The magnetically induced current density
susceptibility, which is a vector function for a given direction
of the external magnetic field, may reveal whether a molecular
ring has Craig-type Mobius topology in the presence of an
external magnetic field.

Here, we calculate the magnetically induced current density
(MICD) susceptibility and nuclear magnetic resonance (NMR)
shielding constants for the aromatic osmapentalene (1) and
aromatic osmapentalynes (2 and 3) as well as for an analogous
osmium compound (4), which is considered to be antiaro-
matic. The studied osmium compounds have been suggested
to exhibit Craig-type Mobius topology.>' ¢ Ring-current path-
ways and their strengths are calculated to determine the aro-
matic character and the topology of the current density of the
studied molecules. The calculations are performed at different
relativistic levels of theory. The reliability of the calculated
MICD susceptibilities are assessed by comparing calculated
NMR shielding constants to experimental data. The main
result of the study is that Craig-type Mobius aromaticity and
Craig-type MoObius antiaromaticity may not exist because the
MICD susceptibility lacks Mobius topology.

2. Computational methods

The molecular structures were optimized with Turbomole®”>°

at the density functional theory (DFT) level employing the
®B97X-D functional,***" triple-{ polarization (def2-TZVP) basis
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sets,”> and an effective core potential (ECP)**** that replaces
the core electrons of osmium. The structures were optimized
for the lowest singlet state without using any symmetry con-
straints. Solvent effects in CDCl, were estimated by using
COSMO as implemented in Turbomole.’>*® The Cartesian
coordinates of the molecular structures are given in the ESLt
Calculated bond lengths are also compared to experimental
data in the ESL.}

The nuclear magnetic resonance (NMR) shielding tensors
were calculated with the mpshift program of Turbomole.*”>°
The NMR shielding tensors were calculated at the quasi-relati-
vistic level using a relativistic ECP for osmium using the def2-
TZVP and quadruple-{ polarization (def2-QZVP) basis
sets.*>?71% They were also calculated at the scalar relativistic
exact two-component (X2C) level®® and at the SO-X2C level
including spin-orbit coupling®® using triple-{ polarization
basis sets developed for one- and two-component all-electron
relativistic electronic structure calculations.*'

The magnetically induced current-density (MICD) suscepti-
bility tensor was calculated in the limit of zero magnetic field
using the gauge-including magnetically induced current
(GIMIC) method,**™*® which uses the one-particle density
matrix, the three magnetically perturbed density matrices, the
Cartesian coordinates of the molecular structure, and basis set
information as input. The magnetically induced current (MIC)
density for a given direction of the external was obtained with
GIMIC by contracting the MICD susceptibility tensor with a
magnetic field that is perpendicular to the molecular plane in
Fig. 2. Ring-current profiles and ring-current strengths were
obtained by integrating the MIC passing through planes that
intersect chemical bonds as shown with the arrows in Fig. 2.
The integration plane begins in the geometrical center of the
ring and ends very far away from the molecule where the MIC
vanishes. The MIC was also separated into diatropic and para-
tropic contributions by using a Runge-Kutta approach.?” The
diatropic contributions to the MIC pathways are visualised
using Para-View.*

The ring-current strengths were also calculated by using
Ampére-Maxwell’s law.*® When the external magnetic field (B)
is applied along the z axis, the induced magnetic field along

Fig. 2 The molecular structures of the studied molecules. The position
of the integration planes for determining the ring-current strengths are
shown with the arrows. [Os] denotes Os(PH3),Cl. The external magnetic
field is perpendicular to the molecular plane.
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the z axis (Binduced,z) can be obtained from the zz-component
of the NMR shielding tensor (o,,).

Binduced,z = —0zz Bexternal (1)

The ring-current strength can then be calculated by inte-
grating Binduced,r along the center line of the ring-current
vortex, which is assumed to be vertical and perpendicular to
the ring in the xy-plane. The integration line passes through
the center of the ring and continues to infinity in the positive
and negative z-direction, where o,, vanishes. The geometrical
center and the vortex center are assumed to coincide.

Equal ring-current strengths are obtained by integrating the
MIC (J) passing through the cross section S or by the line inte-
gration along the edges of S.

[ 1
Is = J J -dS = _§Binduced -dl (2)
S Ho !

dS in eqn (2) is the infinitesimal cross-section area, Bj,quceq iS
the induced magnetic field along the closed curve / enclosing
S and g, = 1.25663706212(19) x 10°® N A~ is the vacuum
permeability.

Line integration along the three other edges of the inte-
gration plane does not contribute to the ring-current strength
because Binqucea Vanishes far away from the molecule. Since
the shielding cone of the ring current declines very slowly with
the distance from the molecule, the line integration range
must extend very far outside the electron density of the
molecule.

The line-integration approach is robust and easy to
implement, since the ring-current strength depends only on
the values of the magnetic shielding tensor elements.
However, when choosing the starting coordinates of the line
integration, it is necessary to find the center of the current
vortex, which can be done by using the ring-current profile
analysis implemented in GIMIC or by visually inspecting the
calculated current-density contributions using ParaView. Once
an appropriate vortex center has been determined, the line-
integration approach can be easily used for comparing ring-
current strengths that are for example obtained at different
levels of theory. Ring-current strengths are obtained by inte-
grating the ring-current profile.*> In the complete basis-set
limit, the two approaches yield the same ring-current strength.

The line integration was performed using a general Gauss-
Lobatto-Legendre (GLL) quadrature that was implemented as
in Ref. 50. To ensure that the whole ring current is considered,
an integration range of z = [0,10°] bohr was used. Since the
studied molecules have a mirror xy-plane, the strength of the
ring current is the same above and below the plane. The inte-
gration range was divided into five elements with 20 inte-
gration points in each interval. The first four intervals cover z =
[0,20] bohr, whereas the fifth interval has logarithmic scaling
in the range z = [log(20), log(10°)] bohr. The line integration
has higher numerical accuracy than the numerical precision of
the o,, values calculated with the mpshift program.

This journal is © The Royal Society of Chemistry 2024
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The ring-current strength is used as aromaticity index.
Aromatic molecules sustain a net diatropic ring current in the
classical direction, whereas antiaromatic molecules sustain a
paratropic ring current, ie., in the nonclassical direction.
Nonaromatic molecules sustain a very weak net ring current.

We calculated ring-current profiles (dIg(x)/dx) passing
through the integration planes (S) shown in Fig. 2, where x is
the in-plane direction of S. The ring-current strength (I5)
passing through the plane is obtained by numerically integrat-
ing dIg(x)/dx. The ring current on the outside of the molecular
frame far away from the molecule is always diatropic and set to
be positive. The sign of Is must be carefully assessed because
it depends on the relative direction of the magnetic field and
on the integration direction. The ring-current profile shows
positive and negative regions due the direction the ring
current. When the net ring-current strength is positive, the
ring current is diatropic, whereas it is negative for paratropic
ring currents. Benzene, which is a typical aromatic molecule,
has a net diatropic ring current of 11.8 nA T_".>' Benzene sus-
tains a diatropic ring current on the outside and a paratropic
ring current on the inside of the aromatic ring.>* The ring-
current profile of antiaromatic molecules is dominated by the
paratropic contribution. In this work, the line integration
using Ampeére-Maxwell’s law yields the total ring-current
strength, even though ring-current profiles can also be calcu-
lated with that approach.*’

3 Results and discussion
3.1 Ring-current strengths

The ring-current strengths in Table 1 were calculated with the
®B97X-D functional using line integration and Ampere-
Maxwell’s law. Relativistic effects were considered by using an
effective core potential (ECP) for Os, at the all-electron scalar-
relativistic one-component X2C level and at the all-electron
fully relativistic two-component X2C level (SO-X2C) that also
considers spin-orbit coupling effects. Basis sets developed for
all-electron relativistic electronic structure calculations were
used.”’ In the ECP calculations we used def2-TZVP basis
sets.*> Almost the same ring-current strengths are obtained at

Table 1 The integrated current strengths (in nA T for 1-4 are calcu-
lated at different levels of theory using line integration of Ampére-
Maxwell's law

Molecule Ring ECP X2C SO-X2C
1 A 5.29 5.38 5.31
B 6.85 6.89 6.65
2 A 5.63 5.69 5.58
B 5.53 5.51 5.54
3 A 4.71 4.72 4.78
B 7.96 8.03 7.81
4 A -1.15 -1.11 -1.18
B 0.34 0.31 0.28
C 8.40 8.44 8.31

This journal is © The Royal Society of Chemistry 2024
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the three levels of theory. The profile of the ring current
passing the planes in Fig. 2 are shown in the ESI.}

At the SO-X2C level, 1 sustains a net diatropic ring current
of 5.31 nA T ' and 6.65 nA T™" in ring A and B, respectively.
Since the ring-current strengths are about half the one for
benzene and of about the same strength around the two rings,
1 can be considered to be weakly global aromatic.

Molecule 2 sustains a net ring current of 5.58 nA T
around ring A, which is similar to the ring current of 5.54 nA
T " in ring B suggesting that 2 is also weakly global aromatic.

The A ring of 3 sustains a ring current of 4.78 nA T~' and
the ring current of the B ring is 7.81 nA T™' suggesting that 3
is weakly global aromatic with a dominating ring current
around B.

The A and B rings of 4 do not sustain any strong ring cur-
rents. The net ring current at A is weakly paratropic and the
one around B is close to zero. As the ring-current strengths are
very small, 4 is considered nonaromatic. The three-membered
ring C sustains a diatropic ring current of 8.31 nA T ', which
is 70% of the ring-current strength of benzene.

Calculations of the ring-current strengths at different levels
of theory show that roughly the same ring-current strengths
are obtained at all relativistic levels of theory. Thus, spin-orbit
coupling has a small effect on ring-current strengths, which
has also been previously reported for osmabenzene and
similar molecules.*® We performed current-density and NICS
calculations on osmabenzene and obtained results that agree
with those reported in Ref. 52

3.2 Ring current pathways

The current-density pathway of 1 is shown in Fig. 3. The mole-
cule sustains a global ring current around rings A and B. The

()
kel
=
=
[+
o]
=
7
S
0
]
>

Fig. 3 The diatropic current-density pathways in 1. The detailed picture
shows that the ring current avoids Os. A 3D molecular structure of 1 is
also shown. The figure is made with ParaView.
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ring current avoids Os making a bent detour on the inside of it
due to the strong paratropic atomic current on Os. The con-
flicting directions of the diatropic and paratropic current-
density pathways at Os forces the diatropic one to pass on the
inside of Os, notably without crossing from one side of the
molecular plane to the other side. Thus, the current-density
pathway has no Mobius topology.

The current-density pathway around ring A of 2 is similar to
the one for 1 as seen in Fig. 4. Again, the ring current passes
on the inside of the osmium atom to avoid its paratropic
atomic current. The ring current does not exhibit any Mobius
topology.

Ring B of 3 sustains a ring current of 7.81 nA T~", whereas
the ring-current strength of the A ring is only 4.78 nA T~". The
picture of the current-density pathways of 3 in Fig. 5 shows
that the ring current passing on the inside of the Os atom
splits at its neighbouring carbon atom of ring A into a ring-
current branch around ring A and a shortcut route to ring B on
the inside of A leading to the weaker ring-current strength at
plane A. One branch of the current-density pathway flows
along the C-Os bond in the middle and bends towards the
carbon atom next to Os of the C=C moiety, it returns towards
Os and passes on the inside of it.

The current-density pathways of 4 differ from the ones for
1, 2, and 3, which Zhu et al.>*** and Cai et al.>® suggested that
are aromatic. Chen et al. suggested that 4 is antiaromatic.>®
The picture of the current-density pathway of 4 in Fig. 6 and
the ring-current strengths in Table 1 shows that 4 is globally
nonaromatic. Molecule 4 sustains local paratropic ring cur-
rents inside ring A and B as naphthalene.”® The paratropic
current density of 4 is shown in the ESL There is a strong dia-

(0]
e}
=
7=
[}
o]
=
2
2
1%
)
>

Fig. 4 The diatropic current-density pathways in 2. The detailed picture
shows that the ring current avoids Os. A 3D molecular structure of 2 is
also shown. The figure is made with ParaView.
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vectors Magnitude

Fig. 5 The diatropic current-density pathways in 3. The detailed picture
shows that the ring current avoids Os. A 3D molecular structure of 3 is
also shown. The figure is made with ParaView.

vectors Magnitude

Fig. 6 The diatropic current-density pathways in 4. The detailed picture
shows that the ring current avoids Os. A 3D molecular structure of 4 is
also shown. The figure is made with ParaView.

tropic ring current around ring C that passes on the inside of
the Os atom, where it avoids the paratropic atomic current of
Os. The ring current of ring C makes a shortcut through ring A
and follows the common bond of ring A and B towards Os.
The global ring current around rings A and B is very weak and
of different sign corresponding to nonaromaticity.

3.2.1.
number of electrons in the conjugated orbitals or the number

Counting electrons in conjugated orbitals. The

This journal is © The Royal Society of Chemistry 2024
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of occupied conjugated orbitals are needed for assessing
whether the Hiickel or the Mobius aromaticity rule holds. The
double ring consists of seven carbon atoms contributing one
electron each and the Os atom. The population analysis in the
ESIT shows that the carbon atoms have excess electrons. The
phosphine groups are positively charged and the ester group is
negatively charged, suggesting that there are eight electrons
plus the electrons on Os in the conjugated ring. Population
analysis shows that Os has 8 valence electrons and almost all
of them belong to the d orbitals. The conjugated orbitals
contain 10 electrons when assuming that Os contributes one
orbital to the ring conjugation leading to five doubly occupied
conjugated orbitals in the ring. The weak diatropic ring
current and 4n + 2 electrons in the conjugated bonds suggest
that 1, 2 and 3 are globally weakly aromatic according to the
Hiickel rule. Ten electrons in the conjugated bonds can also
be obtained by adding two electrons from the d orbitals of Os
to the 8 electrons in the four double bonds connecting seven
carbon atoms. Molecule 4 is globally nonaromatic because it
does not sustain any global ring current. It sustains a diatropic
ring current around ring C as seen in Fig. 6 and Table 1. The
current densities do not exhibit any Mobius topology.

3.2.2. Calculated and measured NMR chemical shifts.
Current densities are difficult to measure, whereas they can be
calculated with high accuracy. They can also be indirectly
observed by measuring NMR chemical shifts as NMR shielding
constants can be obtained by integrating the scalar product of
the MICD susceptibility with the vector potential of the
nuclear magnetic moment of the studied atom.>*"*® Since rela-
tivistic effects including spin-orbit effects may play a signifi-
cant role for NMR shielding constants of nuclei in the vicinity
of heavy atoms,>® we calculated the magnetic shielding con-
stants at relativistic and quasi-relativistic levels of theory. The
calculated "H NMR and "*C NMR chemical shifts are reported
in the ESLf where the numerical values are compared to
experimental data.

The deviations between calculated and measured **C NMR
and '"H NMR chemical shifts of 3 and 4 are shown in Fig. 7
and 8, respectively. Similar comparisons for 1 and 2 are
reported in the ESL+ Almost the same '"H NMR chemical shifts
are obtained in calculations at quasi-relativistic and scalar rela-
tivistic levels, whereas significant spin-orbit contributions are
obtained for the "H NMR chemical shifts of the H1 proton at
the C1 carbon atom next to Os. Solvent effects calculated using
COSMO shift the signal only slightly. The spin-orbit contri-
bution increases the deviation from the measured 'H NMR
chemical shifts because the expected accuracy of the DFT cal-
culations is of the same size as the discrepancy between the
calculated and measured values. Vibrational effects are not
considered here. The *C NMR chemical shifts have also large
spin-orbit contributions leading to significantly smaller devi-
ations between calculated and measured >C NMR chemical
shifts for C1, C4 and C7, which are bound to Os. The calcu-
lated NMR chemical shifts are compared to experimental
values in the ESIL.{ Calculations with the def2-QZVP basis sets
yielded practically the same chemical shifts regarding 'H

This journal is © The Royal Society of Chemistry 2024
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NMR, whereas the "*C NMR chemical shifts are a few ppm
larger with the def2-QZVP basis sets than with the def2-TZVP
basis sets.

The "*C NMR chemical shift of C8 in ring C of 4 is most
likely incorrectly assigned in the experimental study by Chen
et al.®® because the corresponding signal of the compound
with the triphenyl phosphine substituent at C8 replaced by
para-methylated triphenyl phosphine appears at 21.42 ppm,
which is in excellent agreement with the calculated *C NMR
chemical shift of 24.70 ppm.

4. Conclusions

The aromatic nature of the osmium-containing molecules 1-4
has been determined by calculating the magnetically induced
current density (MICD) susceptibility and the magnetically
induced current density (MIC) when the external magnetic
field is perpendicular to the molecular ring. The integrated
ring-current strengths show that molecule 1, 2 and 3 are
weakly aromatic, whereas 4 is globally non-aromatic.
Visualising the current-density pathways shows that molecule
1, 2 and 3 are completely dominated by diatropic ring currents.
Some local paratropic contributions appear in the center of
the five-membered rings as well as around the Os atom and at
the carbon atom with the triple bond next to osmium. The
main diatropic ring current bends inwards and avoids the Os
atom, while showing Hiickel topology. Thus, the number of
electrons in the conjugated bonds must be 4n + 2, if the aro-
maticity follows the same rules as for conjugated hydrocarbon
rings. Planar Craig-type Mobius twisted molecules must
involve an even number of changes of the phase of the orbitals
around the ring implying that they should follow Hiickel’s aro-
maticity rules for planar conjugated hydrocarbon rings. Since
the ring current does not cross nor touch the molecular plane,
molecules 1-3 are Hiickel aromatic.

Calculations on molecule 4 show that the eight-membered
ring does not sustain any global diatropic ring current,
whereas its third ring sustains a diatropic ring current, whose
strength is 70% of the ring-current strength of benzene. Spin-
orbit coupling does not significantly affect the ring-current
strengths as previously reported for osmabenzene and similar
molecules,’® whereas the spin-orbit coupling contributions to
the *C NMR chemical shift can be a few tens of ppm. Chen
et al. reported nucleus independent chemical shift (NICS(0)y.,)
values of 28.4 and 28.6 ppm for ring A and B of molecule 4
even though the molecule does not sustain any significant
ring current. We obtained similar NICS(0),, values of 31.7 and
27.0 ppm. NICS values are not a reliable aromaticity index for
organometallic rings containing osmium and other transition
metals with a partially filled d shell because they sustain a
strong paratropic atomic current density in the d orbitals. The
atomic current density contributes significantly to NICS values
in the vicinity of the metal, which has also been previously
reported in a study on osmabenzene and similar molecules.>”
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Our study shows that the molecules are neither Craig-type
Mobius aromatic nor Craig-type Mobius antiaromatic as pre-
viously proposed.”*?*?® Despite our efforts to identify an
eventual Craig-type Mobius topology and associated aromati-
city, the obtained ring-current pathways instead confirm
Hiickel aromaticity, which suggests that Craig-type Mobius aro-
maticity is not completely understood or that it may even be a
theoretical construct lacking experimental evidence. Overall,
our study changes the understanding of the aromatic nature of
organometallic molecules containing transition metals.
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