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A stepwise ligand exchange starting from [Mn(CO)sBr] allows the
synthesis of the heteroleptic isocyanide manganese() complex
mer,trans-[Mn(CNp-FAr®A"2);(CN*Bu),Br] (DArF = 3,5-(CFs),CeHs,
Bu = tert-butyl). Subsequent reduction gave the first heteroleptic
isocyanide manganese(—1) complex, [K(18-crown-6)][Mn(CNp-
FArPA™2).(CN*Bu),], exhibiting a five-coordinate, trigonal bipyrami-
dal coordination sphere.

Isocyanides are versatile ligands due to their unique electronic
properties, combining strong o-donor and w-acceptor
capabilities.”” Their complexes have found consideration in
various fields of application including nuclear medical
procedures.*® Several studies have demonstrated that, in
analogy to the corresponding carbonyls, isocyanide complexes
with metals in formally negative oxidation states can also be
isolated.” ™ Such complexes have been prepared with various
metals in the d-block of the periodic table, including the full
set of the group 7 metal triad.> Most of these metalate com-
plexes contain carbonyl co-ligands,'®™** but there is also one
example of a manganese(—1) complex with five 2,6-dimethyl-
phenyl isocyanide ligands."* Such isocyanide metalates are
commonly homoleptic in terms of their CNR ligands. In
general, heteroleptic transition metal isocyanide complexes are
rare,”>? which is most probably related to the lack of suitable
synthetic approaches. Nevertheless, the ready access to such
compounds would be highly desirable, particularly for the syn-
thesis of compounds with well-balanced properties for chemi-
cal (e.g. catalysis: manganese and rhenium) or medical appli-
cations (technetium). A good example is the use of [**™Tc
(CNR)g]" cations for myocardial imaging in nuclear medicine.
They contain six identical isocyanide ligands and it is evident

“Freie Universitdt Berlin, Institute of Chemistry and Biochemistry, Fabeckstr. 34-36,
14195 Berlin, Germany. E-mail: ulrich.abram@fu-berlin.de

bDepartment of Chemistry and Biochemistry, University of California, San Diego, La
Jolla, California 92093, USA. E-mail: jsfig@ucsd.edu

tElectronic supplementary information (ESI) available. CCDC 2410581 and
2410582. For ESI and crystallographic data in CIF or other electronic format see
DOI: https://doi.org/10.1039/d5dt00634a

This journal is © The Royal Society of Chemistry 2025

@ Mathias A. Ellwanger,
® Joshua R. Figueroa

@ Adam Grippo,?
*® and Ulrich Abram (2 *2

that the optimization of their biological properties is difficult,
requiring extensive tests with a huge number of different iso-
cyanides before a hexakis complex with 2-methoxy-2-methyl-
propyl isocyanide was found to be suitable for the intended
routine application.® The existence of only one or two mole-
cular position(s) for ongoing coupling reactions is favourable
for the development of conjugates with distinct chemical or
biological properties.*®

Recently, we described a stepwise ligand exchange of carbo-
nyl ligands by different isocyanides, demonstrating that their
reactivity can readily be influenced by steric and electronic
factors.”>*' Key compounds of such considerations are aro-
matic isocyanides. They are commonly more reactive than ali-
phatic ones, and their bonding capabilities can be controlled
by the attachment of suitable substituents. Thus, reactions
with fluorinated phenylisocyanides proved to be useful for the
synthesis of heteroleptic isocyanide complexes, and com-
pounds such as [Tc(CNp-FAr°™2);(CN‘Bu),(CN"Bu)]|(PFs)
(DATF = 3,5-(CF;),C¢Hs, ‘Bu = tert-butyl, "Bu = n-butyl) could be
isolated in crystalline form.>® The terphenyl isocyanide CNp-
FAr®*™2 (Fig. 1) provides sufficient reactivity to replace CO
ligands, while the 3,5-(CF;),CcH; substituents at the meta posi-
tion provide steric protection against the complete replace-
ment of the central coordination sphere of the metal. In con-
trast, ligand exchange reactions with the ‘unprotected’ p-F-
phenyl isocyanide readily give the corresponding hexakis(iso-
cyanide) complexes.>®*" Similar reactivity has been observed
for rhenium, but marked differences in the observed reaction
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Fig. 1 Fluorinated phenyl isocyanides.
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rates caused problems in the isolation of pure products in
reasonable amounts.’* %9721 This fact makes it interesting to
extend the corresponding studies to compounds of the lightest
‘group 7 element’.

The general route described for the synthesis of the hetero-
leptic isocyanide technetium(i) complexes also represents a
suitable approach for the corresponding metalates. A reaction
sequence, which gave access to the first example of such a
compound, is shown in Scheme 1. It starts from [Mn(CO)sBr]
(1) and its reaction with CN‘Bu at room temperature. Such
reactions with alkyl isocyanides typically end with the
exchange of only two carbonyl ligands and the formation of
neutral [M(CO);(CNR),X] complexes (R = alkyl, X = Cl, Br) as
has also been described for M = Tc or Re.**”>* The progress of
the reaction can readily be monitored by IR and NMR spec-
troscopy. The better donor capabilities of (particularly fluori-
nated) phenyl isocyanides can be used to replace the remain-
ing three carbonyl ligands in [Mn(CO);(CN‘Bu),Br] (2). Thus, a
subsequent reaction with three equivalents of CNp-FAr®*™ in
boiling toluene afforded the formation of the neutral manga-
nese(r) complex mer,trans-[Mn(CNp-FAr™*""2);(CN‘Bu),Br] (3).

Bright orange-red crystals were obtained upon cooling with
a yield of 40%. The IR spectrum of 3 displays characteristic
ven absorptions at 2113, 2024, and 1952 cm™*, confirming the
successful replacement of carbonyl ligands. '°F and '"H NMR
spectra indicate magnetic equivalence of the CN‘Bu ligands,
but a 2:1 split of CNp-FAr°*"*? ligands, which can be best
seen with the signals of the p-F atoms of the central ring. The
spectra suggest an octahedral geometry for complex 3 with
meridional coordination of CNp-FAr°*™ ligands and a trans
arrangement of the CN‘Bu ligands. Such a bonding situation is
analogous to that of the previously reported technetium
complex,”® and single-crystal X-ray diffraction confirms the
spectroscopically derived arrangement of the ligands. The
molecular structure of 3 is depicted in Fig. 2.

The M-C bond lengths in the manganese complex 3 are
generally slightly shorter than those in the analogous techne-
tium compound,'®?® which is in accord with the corres-
ponding ionic radii and electronegativities.>**” In both com-
pounds, however, the same trends concerning the bonding to
the different isocyanide ligands are observed. A complete
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Fig. 2 Molecular structure of mer,trans-IMn(CNp-FArPA"2);(CN'Bu),Br]
(3). Thermal ellipsoids represent 30% probability.

listing of the bond lengths can be found in the ESL It is inter-
esting to note that the bulkier CNp-FAr®*™ ligands do not
simply replace the carbonyl ligands in 2 but are shifted to mer-
idional coordination positions. Such ligand rearrangements
during CO/CNR or CNR'/CNR> exchange reactions have pre-
viously been a matter of interest and are mainly attributed to
electronic effects.">**° This might also play a role in the
present case, but the observed direction of the bulkiest ligands
at equatorial positions will also contribute to reducing steric
strain in the coordination sphere. It should be noted that
there is to date no example of the coordination of three CNp-
FAr°A™2 ligands at facial positions.>**°

Reduction of mer,trans-[Mn(CNp-FAr°*"?);(CN‘Bu),Br] with
KCg in tetrahydrofuran (Scheme 1) yields the manganate
complex [K(18-crown-6)][Mn(CNp-FAr°*""?);(CN’Bu),] (4). The
reaction proceeds by mixing the bromido complex 3 with two
equivalents of freshly prepared KCg under an argon atmo-
sphere, followed by the addition of 18-crown-6 to sequester the
potassium ions. Dark red, moisture- and air-sensitive crystals
were isolated in yields of approximately 40% after recrystalliza-
tion from a cold toluene/benzene mixture. Slightly better
yields are obtained using an excess of KCg. The thus-formed

[K(18-crown-6)]+

Scheme 1 Reaction pathway towards mer,trans-IMn(CNp-FArPA™2);(CN‘Bu),Br] (3) and its subsequent reduction with KCg to form [K(18-crown-

6)1IMn(CNp-FArPA™2)(CN'Bu),] (4).
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products, however, contain some impurities and hence, elabor-
ate purification procedures are required.

The IR spectrum of product 4 exhibits strong vcyx bands at
1896 and 1807 cm™". They are indicative of enhanced electron
density on the manganese atom due to its reduction. The
shifts to lower frequencies are consistent with an increased
back-donation from the metal to the isocyanide ligands. "°F
and "H NMR spectra indicate magnetic equivalence of the
three CNp-FAr®*™ ligands as well as the two CN‘Bu ligands.
The 3:2 integral ratio between the signals of both ligands
suggests that the complex adopts a five-coordinate geometry
with CN’Bu ligands in a trans configuration. This is confirmed
by X-ray diffraction (Fig. 3).

The manganese atom in the complex anion [Mn(CNp-
FAr°*™2),(CN'Bu),]” is expectedly five-coordinate with an
almost perfect trigonal bipyramidal structure as can be con-
cluded by means of the r parameter of 0.8 introduced by
Addison et al.*™** The same result is obtained following the
continuous shape approach,®*” which gives a small continu-
ous shape measure of 0.31353 for a trigonal bipyramid, which
is in contrast to the significantly larger value of 3.50768 for a
square pyramid. Some deviations from the ideal geometry are
due to the steric bulk of the ligands and electronic factors. The
sterically less demanding CN’Bu ligands are in axial positions,
while the bulky CNp-FAr®*™ ligands occupy the equatorial
coordination sphere.

The Mn-isocyanide bonds in the manganate ion are
between 1.811(4) and 1.877(4) A, with slightly larger values for
the equatorial Mn-C1/C2/C3 bonds. An interesting structural
feature in 4 is the widening of the C-N-C angles of the CN‘Bu
ligand. Similar effects have been observed previously, particu-
larly for highly reduced metal ions with bulky terphenyl isocya-
nides, including the corresponding compounds with the
‘group 7 metals’ technetium and rhenium,’'*'%1718:30,38-43
Frequently, such bent bonds are accompanied by supporting
n®bonded aromatic rings or by side-on coordination of alkali

structure of
FArPAT2) (CN'Bu),] (4). Thermal ellipsoids represent 30% probability.

Fig. 3 Molecular [K(18-crown-6)][Mn(CNp-
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metal ions to the C=N triple bond. This, however, is not the
case in the mixed-ligand [Mn(CNp-FAr®*™?);(CN‘Bu),]” anion,
and the observed effect is more evident for the axial aliphatic
ligands than the equatorial terphenyl ones and shall here
most probably be attributed to enhanced back-donation.

The present study illustrates that technetium chemistry can
be translated to manganese, enabling the synthesis of Mn(i)
complexes with two different isocyanides. The subsequent
reduction towards [K(18-crown-6)[Mn(CNp-FAr°A™2);(CN‘Bu),]
represents a significant addition to the limited number of
structurally characterized complexes known to contain
Mn(-1).

Such highly reduced complexes can react with various elec-
trophiles, thereby opening new pathways for synthetic chem-
istry. Related reactions have also been performed for techne-
tium and rhenium.'*™**' Consequently, the metallate may
prove to be a valuable intermediate, potentially allowing access
to isocyanide chemistry comparable to the well-established car-
bonyl chemistry of manganese.** Reactions with electrophiles
(including organic ones), which are outside the scope of the
present communication, will be an interesting starting point
for further studies.

Data availability
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