Showcasing research from Dr. Werncke’s laboratory,
Chemistry Department, Philipps-University Marburg,
Germany.

Chasing isolable late d-block metal nitrenes and imidyls

Imido complexes of the late transition metals are of
fundamental interest as transient species in bond activation
catalysis. In this perspective, the recent successes regarding
structurally authenticated imido metal imidyl and nitrene
compounds, are presented. The perspective further extends
to analogous metal imidyls and metalla nitrenes. This highly
challenging, synthetic task shines light, as expressed in

the cover picture, on the properties of the metal-nitrogen
multiple bond as well as electronic ambiguities. These may
fundamentally benefit constructive bond activation and
nitrene transfer reactions.
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Chasing isolable late d-block metal nitrenes and

Imido complexes of late transition metals are of fundamental interest as transient species in bond acti-

vation catalysis. In this perspective article, we present late imido metal complexes in uncommon and

highly reactive states, concentrating on structurally authenticated imido metal complexes with higher spin

Received 14th January 2025,
Accepted 24th March 2025

DOI: 10.1039/d5dt00110b

rsc.li/dalton

Introduction

Organic nitrenes [RNs] play important roles as transient
species in chemical transformations;"> however, they are
intrinsically unstable owing to their electronic unsaturated
state. Hence, nitrenes are historically examined under in situ or
matrix conditions.>® Spectroscopic evidences of persistent
nitrenes in solutions date back to several decades (Fig. 1A).*
For example, in N-(2,2,6,6)-tetramethylpiperidyl nitrene 1a, the
nitrene is stabilized via n-donation from the adjacent nitrogen
and can thus be described as a 1,1-diazene. In 2012, Dielmann
et al. reported the first isolable nitrene (2, Fig. 1A) via
irradiation of an encumbered azido phosphine.® In this singlet
phosphinonitrene, the nitrene nitrogen is stabilized via
n-donation from the phosphorous atom, resulting in a phos-
phazene resonance structure, in analogy to those of aminoni-
trenes. The first isolable triplet organo nitrenes (3) were inde-
pendently reported with the last 12 months by the groups of
Beckmann® and Tan,” with each using very bulky hydrindacene
ligands (Fig. 1C). These nitrenes exhibited remarkable thermal
stability and nitrene-like reactivity at elevated temperatures.
Owing to the high reactivity of nitrenes, control over their
selectivity is challenging. In this regard metal-mediated
nitrene transfer has been increasingly proven as a viable tool
in catalysis.®° Since the first example of a catalytic nitrene
transfer by Breslow,'”'" the identification and isolation of the
imido metal key intermediates have been a focus of inorganic
chemists. The aim is to gain profound insights into their pro-
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states and imidyl or even nitrene character. Further, the few examples of analogous metalla nitridyls and
metallanitrenes are discussed. This work serves as an overview of the existing array of these compounds
and provides insights into their unequivocal identification or ambiguity, offering an entry point for inter-
ested molecular organic/inorganic chemists to contribute to this area.

perties to provide an experimentally proven understanding of
the metal-nitrene interaction. This is crucial to validate any
mechanistic proposal in terms of speciation, geometry and/or
relevant spin states.

For consistency, we will refer to all complexes bearing a
[MNR] unit as metal imidos and use imide, imidyl or nitrene
together with the oxidation state of the metal for addressing the
specific electronic structures.'® This originates from the isolobal
dianionic oxido ligand whereas the alternatively used term nitre-
noid is in analogy to (neutral) carbenes. The classic view of
imido ligands is that of a dianionic imide [NR]>". It can engage
with vacant, energetically well separated, high-lying d-orbitals of
an electropositive (early) transition metal to form either a double
or a triple bond by one or two w-interactions, respectively
(Fig. 2A-C). When moving to the mid and later transition
metals, the increasing population of d-orbitals leads to an unfa-

A) aminonitrenes (in-situ) B)  isolable phosphinonitrene
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Fig. 1 Persistent in situ formed amino nitrenes (A) and sole examples of
isolable phosphino (B) and aromatic (C) nitrenes (Dipp = 2,6-"Pr,-CgHs).
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Fig. 2 Generalized orbital interaction (A), simplified MO scheme (B) and
resonance structures of metal imides (C). Simplified MO scheme for

covalent and inverted metal-imido interactions (D). Spin states of metal
imidyl and nitrenes (E).

vorable occupation of antibonding n*-orbitals. This lowers the
bond order and reduces the stability of any late 3d metal imido
complex akin to the situation for isolobal oxido species, which is
also referred to as the oxo wall."® Discounting for further elec-
tronic effects, it creates a zwitterionic situation with highly basic
imido nitrogen (Fig. 2C, right), for which only a singular, isol-
able example of late d-block metals is known (vide infra).**

Apart from the mere occupation of their d-orbitals, the late
3d and late 4d/5d-block metals are also subject to lower
d-orbital energies. This leads to less polarized and more
covalent imido metal bonds or even results in an inverted
order of the metal and imido orbitals (Fig. 2D). Accordingly,
the respective electronic structures are better described as
metal imidyl radical anions [NR]"™ or a metal-bound singlet or
triplet nitrene [NR]® (Fig. 2E). In the presence of an aromatic
substituent, the spin density can further delocalise onto the
aromatic ring, thus resulting in an iminyl-type situation, with
substantial spin/charge localisation at the para-position for
the free nitrene, as depicted in Fig. 1C. The situation becomes
more complicated for complexes in a higher spin state, which
is mostly relevant for late 3d metal imidos. It leads to a further
population of the anti-bonding n* orbitals. Additional compli-
cations can arise from the participation of low-lying excited
spin states, which hamper the precise denomination of the
electronic situation of the MNR unit. Its computational ana-
lysis requires multireference approaches (e.g. CASSCF) to dis-
entangle the contributions of the different electronic struc-
tures and spin states. Thus, the Enemark-Feltham'® notation
for the imido metal unit as {MNR}" can be more suitable, as it
avoids (wrongly) singling out one of the resonance structures.

This journal is © The Royal Society of Chemistry 2025
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With this caveat in mind, we want to give an overview of the
isolable or structurally authenticated metal nitrenes, imidyls
and imidos in higher spin-states. For a more extensive analysis
and overview of late transition metal imidos (including in situ
formed species), their reactivity and catalytic applications, the
reader is referred to respective reviews.”'>'® The general syn-
thetic approach to metal imido constitutes the reaction of a
suitable metal complex in a low-oxidation state with the
nitrene transfer agent. These are mostly organo and tosyl
azides, hydroxylamines and lately also dioxazolones.

3d metal imidyls and nitrenes
Manganese and earlier transition metals

As observed in the introduction, imidyl- or nitrene-type situ-
ations for chromium and earlier metals are usually dis-
regarded owing to the energetic mismatch between the
involved d and py orbitals. Only a report by Wieghardt and Lu
on a chromium imido complex (4, Fig. 3)'” revealed so far a
measurable chromium imidyl character based on compu-
tational and X-ray absorption spectroscopic analysis. Here, it is
likely connected to the high cationic charge as well as the
ambiguous role of the redox non-innocent of the iminopyri-
dine co-ligands. Authenticated, unequivocal manganese
nitrenes, imidyls or even high-spin imidos are absent to this
day although they have been invoked in several catalytic trans-
formations since the seminal report by Breslow using a manga-
nese porphyrine for amination and aziridination reactions in
the 1980s.">™ Abu-Omar and co-workers obtained a manga-
nese(v) imide by photolysis of tosyl azide in the presence of a
manganese(m) corrole (5, Fig. 3),'® yet it proved to be unreac-
tive. Oxidation of an anionic TAML-ligated imido manganese
complex facilitated nitrene transfer to a thioether," but spec-
troscopic analysis showed a manganese(vi) imide character (6,
Fig. 3), with only marginal unpaired spin density on the imido
nitrogen. The participation of the Mn"" nitrene or Mn" imidyl
resonance structures was thus deemed irrelevant to the ground
state."® The closest report in this regard concerned a tosyl
imido manganese porphyrine by Powers (7, Fig. 3) obtained

6 7Cl1 7

Fig. 3 Chromium imidyl and manganese imidos in high-oxidation
states (Ada = adamantyl, Ts = —S(O),(4-Me-CgH,4), Mes = 2,4,6-Mes-
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from the photolysis of a Mn™ chloroamidate precursor (7Cl).>°
Low-temperature X-band EPR-spectroscopy revealed a high-
spin ground state (S = 5/2). A multireference character of the
Mn-NR bond was invoked owing to computationally similar
spin state energies. It include the possibility of manganese(u)
imidyl and manganese(u) nitrene, but a conclusive determi-
nation of the electronic structure was not achieved.

Iron

For manganese, the potential for iron-mediated nitrene trans-
fer was discovered by Breslow.'® The earliest isolable imido
iron complex dates back to the early 2000s>' owing to the
intrinsic lability of later 3d-metal imido bonds. In 2011 Betley
reported for the first time the feasibility of imidyl-type ligands
for iron (e.g. in 8Cl, Fig. 4)**** and their use in cyclisative
amination reactions.>* Employing a low-coordinate setting in
conjunction with a monoanionic weak-field dipyrromethene
ligand allowed us to obtain an overall high-spin situation.
Here, an iron(m) ion is antiferromagnetically coupled to an
aromatic imidyl ligand with a very long imido iron bond of
1.768(2) A (8Cl, Fig. 4).>? The aromatic substituent contributes
to the stability of the imidyl ligand via the delocalisation of
considerable spin density onto the aromatic ring. A related
alkyl imidyl complex could be isolated, with its structural
metrics being similar (1.761(6) A) using X-ray absorption tech-
niques.”® The reduction of the imidyl complexes is in both
cases little Fe-centred as perceived from little changes of the 1s
— 3d absorption in the iron K-edge pre-edge region and a mar-
ginal *"Fe Mossbauer spectroscopic isomer shift difference. In
both cases, a shortening of the Fe-N bond to 1.708(4) A for the
aromatic imido (8) and to 1.674(11) A for an analogous ali-
phatic imido complex was observed. Computational analyses
corroborate a ligand-centred reduction and loss of the N-based
spin density of the former imidyl. The reduction was
accompanied by a loss of C-H activation rates by two orders of
magnitude for both aromatic and aliphatic imidos. It inferred
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Fig. 4 Oxidation state-dependent electronic structures of isolable
imidyl/nitrene iron systems in higher spin states.
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the importance of the N-based spin density that is predisposed
to the H atom abstraction process. Reith et al. reported an
anionic, trigonal iron(u) imidyl complex in a high-spin state
with a similar elongated Fe-N bond of 1.775(2) A (97, Fig. 4).
X-band EPR spectroscopy was hinted at the imido nitrogen
spin density via a large '*N hyperfine coupling constant.
Despite its clear imidyl character, 9~ is highly nucleophilic
and acts as an iron(m) imide under the insertion of CS, into
the imido metal bond, forming an iron(u) dithiocarbonimi-
date [Fe"(n*>-S,C=NR)] unit. The oxidation of 9~ yielded the
neutral high-spin compound 9, which shows mixed imidyl,
nitrene and imide character, as revealed by ab initio complete
active space self-consistent field (CASSCF) calculations.”® The
loss of an electron upon oxidation is equally shared by the
metal and the imido nitrogen as corroborated by *’Fe
Mossbauer spectroscopy and marginally impacts the M-N
bond length. For the similar neutral complex 10, computations
gave only an imidyl type character.”” This points to the sub-
stantial impact of slight changes in the ligand set but also cau-
tions to attribute the electronic structure using only compu-
tational methods. Attempts to obtain an aliphatic iron deriva-
tive via this route were not possible owing to complications
from immediate intramolecular C-H amination.?” This was in
part overcome independently by the groups of Albrecht and
Werncke via the transformation of defined aliphatic iron(u)
organo azide adducts (11%, Fig. 5).>*>° Although "H NMR spec-
troscopic evidence pointed to the subsequent in situ formation
of imido iron species (12%), it could not accumulate owing to
rapid intramolecular C-H bond amination (13%). More insights
were gained by the in crystallo irradiation of the isolated azide
adduct 11® with blue light (390 nm). For 11*®", the elimination
of 35% N, prior to loss of crystallinity was achieved, effectuat-
ing the shortening of the Fe-N bond length from 2.160(2) A to
2.066(6) A.?® This is accompanied by the beginning rearrange-
ment of one of the ancillary silylamide ligands that probably
aligns for intramolecular nitrene insertion as seen in the solu-
tion. The transferring iron imido species was calculated as
rather linear (176°) with a Fe-N bond length of 1.70 A and pre-
dicted as a pentet by CASSCF/NEVPT2 calculations with a
highly covalent Fe-N bond. In the paralleling report by
Albrecht, near complete irradiative N, extrusion of 1249*
allowed a better determination of the imido iron bond length
to 1.691(9) A with a bent Fe-N-R unit (146°).>° In this case,
CASSCF calculations revealed a preference for the triplet state

—o N
IN\\ ® R = ,R
N\\ /R in-crystallo N/ HyC
T hv, 100K |: solution /
— 1 A I
-N Fe. Me,Si Fe
Fel z L SN
L |
L = N(SiMes), 12/8u 19Ada SiMe;
11R (R = Bu, Ada) Fe' nitrene/Fe" imidy! 13R

Fig. 5 In crystallo irradiation of iron() organoazides, and the sub-
sequent formation of aliphatic imido iron complexes and their intra-
molecular, nitrene-like reactivity.

This journal is © The Royal Society of Chemistry 2025
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Fig. 6 NHC-based bis(imido) (A, B) and imido iron systems (C).

with an iron(m) ion being antiferromagnetically coupled to an
imidyl. This assignment was supported by a comparison of the
calculated and experimentally obtained *’Fe Mossbauer para-
meters from the irradiation of a frozen solution of the azide
adduct. Owing to the even weaker bonding capabilities of aro-
matic azides, a corresponding adduct to iron could not be
obtained.

The benefit of a higher spin state for H atom abstraction
(HAA) was exemplified by Deng for a bis(imido) iron system
(Fig. 6A). The purposeful manipulation of the imido substitu-
ents in a formal iron(v) bis(imide) led to the isolation of struc-
turally similar complexes in either the S = 0 (14™¢) or S = 1
(14“"3) ground state, with only the latter showing intra-
molecular HAA reactivity. Different spin states arise from the
synergistic structural and steric effects of the N-substituents
and their electron-withdrawing properties, effectuating Fe-N
bond polarisation and a more acute bending of the imido sub-
stituent (140° vs. 160°). This yields an imido nitrogen in 14>
with a sufficient imidyl character and an exposed py orbital
that is predisposed to H atom abstraction.

It is important to note that a high formal oxidation state
does not automatically evoke a nitrene or imidyl character, as
impressively shown for formal iron(v) and iron(vi) (sic!) bis
(imides) (15", Fig. 6B). Here, the overall oxidation state
change is mostly metal centred, thus underscoring the strongly
donating properties of imide ligands, as observed for earlier
transition metals.>® Moreover, Smith observed for the anionic
high-spin iron(u) imide 16~ (Fig. 6C) with a very long Fe-N
bond length of 1.779(2) A only imide character. This was attrib-
uted to nitrogen-centred n-interactions, and the unpaired spin
density resided mostly on iron-centred orbitals. The imido
nitrogen is highly nucleophilic and can be employed in the
guanilidation of carbodiimides.?' The oxidation of 16~ to 16 is
metal-centred to yield an intermediate-spin iron(m) imide.

Cobalt

Cobalt imidyl complexes and imido complexes in higher spin
states have been known for a short time. Coincidently, a low-
spin cobalt(m) imidyl (17),>* an intermediate-spin cobalt(u)
imidyl (18)** and a high-spin cobalt(n) imidyl (19)***° were
reported in 2021 (Fig. 7). This shows that the imidyl character
is feasible for cobalt for different charges, spin states and
complex geometries, all with Co-NR bond lengths of over

This journal is © The Royal Society of Chemistry 2025
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Fig. 7 Isolable cobalt imidyl complexes (top) and oxidation state-
dependent electronic structure of a cobalt imido system and its nitrene-
like reactivity (bottom).

1.70 A. Hereby, the cobalt(i) imidyl 19 complex is informative,
as the X-band EPR spectroscopic signature exhibits simul-
taneous signals for the cobalt(n) ion as well as that of an
N-centred organic radical. In the case of a trigonal bipyramidal
cationic environment, DeBeer, Munz and Meyer nicely showed
the impact of the formal oxidation state on the imido ligand.*®
Starting with the monocationic Co™ imide 20" (Fig. 7) oxi-
" imidyl
(20*") and is accompanied by an increase in the Co-N bond
length. Subsequent oxidation to tricationic 20** shortens the
bond, and a mixed Co"™ imidyl/Co™
invoked on an analytical and computational
Furthermore, the exchange of the aromatic substituent at the
para-position is observed for 20°, a known behaviour of

dation leads first to a dicationic mixed Co"™ imide/Co

nitrene character was
level.

singlet nitrenes.>” C-H amination is mitigated owing to steric
hindrance.

Betley exploited the in crystallo conversion of a catalytically
relevant low-coordinate cobalt(un) aliphatic organo azide
adduct (22, Fig. 8).>® Thermal treatment of the crystal yields
approx. 20% N, depletion prior to crystal degradation. This
could be enhanced to nearly 70% at 100 K using a synchro-
tron-based high-flux X-ray source. Upon irradiation, a Co-N,
bond contraction from 2.1 A to 1.79 A is observed. This latter
bond length is longer than the imido cobalt bonds in very
similar systems (1.63-1.65 A). This indicates an incomplete
relaxation of the bond situation owing to the constraints
imposed by the crystal matrix. In agreement with the supposed
elongated Co-NR bond, the computational analysis indicated
the electronic structure of a cobalt(m) imidyl (23) rather than a
cobalt(wv) imide. Reacting an electron-poor aromatic azide with
a cobalt() dipyrromethene precursor gives a dimeric com-
pound with a bis(ketimine) ligand (24%™¢", Fig. 8). This is the

Dalton Trans., 2025, 54, 8374-8384 | 8377
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Fig. 8 In crystallo formation of an aliphatic imidyl cobalt(m) complex
(top) and reversible dimerization of an aromatic imidyl cobalt(i) complex
(bottom).

result of the dimerization of a monomeric cobalt(i) ketiminyl
radical species (24™°"). The process is reversible; thus,
complex 249™ can effectively act as a monomeric Co" imidyl
in HAA reactivity.

Nickel

For nickel, the non-classical electronic structures of late 3d-
metal imidos were pointed out first by Warren for a trigonal
low-spin imido nickel complex using a nacnac (p-diketiminate)
ligand (25, Fig. 9).>>*° Although the antibonding 7* SOMOs
are nickel centred, the imido nitrogen carries substantial
amounts of the overall spin density (57%). This is also
reflected in the X-band EPR hyperfine coupling to nitrogen (4
=22 G).* The imido complex can be reversibly captured using
a second nickel fragment yielding a bridging imido ligand,
which acts primarily as an imide. For HAA from substrates,
dissociation is required. The isostructural aromatic imido
complex could not be isolated given that it dimerizes irreversi-
bly by coupling at the para-position of the aromatic ring.
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g7dimer  1Pr

Fig. 9 Formation and behaviour of nacnac-based nickel imido/imidyl
complexes.
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behaviour of nickel imido complexes (B and C) (dmp = 2,6-bis(mesityl)
phenyl) and substituent-dependent electronic structure of nickel imido
complexes (D).

Hillhouse reported a two-coordinate high-spin (S = 1) aromatic
imido nickel complex (28, Fig. 10A).**

In 28 both imido metal n-interactions are highly covalent
(ligand : metal = 5:5); thus, the description of a metal bound
triplet nitrene can be attributed.'>*' The aromatic substituent
contributes to the stability of the nitrene, as generally observed
for other high-spin aromatic imido complexes mentioned
herein.?*?%?*4>%3 For three-coordinate, diphosphine ligated
alkyl and aryl imido nickel complexes by Hillhouse (299™P and
2992 Fig. 10B), the situation is that of diamagnetic low-spin
compounds with DFT-calculated w/m* centred HOMO and
LUMO.* Upon oxidation, the low-spin-state persists in the
case of the aromatic 309™P, while the aliphatic 30°? is subject
to a high-spin/low-spin equilibrium.*> X-band EPR spectro-
scopic examinations revealed the contribution of a low-spin
Ni"" ion (d”). DFT calculations showed that for both cationic
complexes, the spin density is shared by nitrogen and nickel.
The slightly larger spin density on nitrogen in the case of the
alkyl imido 30*% in conjunction with less steric encumbrance
as well as an energetically accessible high-spin state, renders it
highly potent in H atom abstraction reactions.*> The oxidation
of a related trigonal bis(NHC) nickel imide (31, Fig. 10C)
yielded a more imido-centred oxidation. The resulting elusive
cationic imido complex immediately dimerizes via the back-
bone of the imido substituent with subsequent dehydrogena-
tion and quinonediimine formation (32).*® In a comprehensive
study, Betley gained spectroscopically more evidence for the
imidyl-type situation for nickel.*”> Using a monoanionic dipyr-
romethene ligand, they isolated low-spin (S = ]) aromatic and

This journal is © The Royal Society of Chemistry 2025
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aliphatic imido nickel complexes (Fig. 10D). In the case of ali-
phatic 3392 a rhombic X-band EPR signal (77 K) with hyper-
fine coupling to the imido nitrogen is observed, which is unre-
solved in the case of an aromatic substituent. This is explained
by the larger contributions of the imido N, orbital to the
single-occupied molecular orbital (SOMO) of 339, yielding a
Ni(u) imidyl character. In contrast, the SOMO of aromatic
33M¢ is polarized towards nickel, which is attributed to the
delocalisation effect of the aromatic ring. Thus, 33 corres-
ponds more to a nickel(m) imide.

Copper

Copper-bound nitrenes hold prominence for aziridination and
C-H bond amination. However, for a long time, they eluded
their isolation, with identification being mostly restricted to
in situ spectroscopic studies.”” The first copper nitrene
complex stemmed from the coordination of the isolable phos-
phinonitrene 2 to a copper(r) ion yielding nitrene copper com-
plexes with terminal or bridging coordination modes of the
nitrene (34 and 35, Fig. 11).*® The observed Cu-N bonds are
approx. 1.8 A, which is rather long compared to those pre-
viously calculated for copper nitrenes (approx. Cu-N of
1.75 A),*° or those for related complexes of the lighter Fe to Ni.
This is a testament to the unique electronic structure of the
free phosphinonitrene that limits its comparability to catalyti-
cally relevant species. A genuine isolable copper nitrene was
reported by Betley from the reaction of an encumbered copper
() pyrromethene complex with aromatic azides (36™°",
Fig. 11). The isolable products exhibit a near-linear [CuNR]
unit with Cu-N bonds ranging from 1.745(2) to 1.759(2) A.
X-ray absorption spectroscopy and quantum chemical calcu-
lations revealed a triplet nitrene adduct of copper(1) and the
absence of Cu-N multiple-bond character.”® Accordingly,

R = 3,5-(OMe),, 4-O'Bu,4-Bu

/ R = 3,5-OMe
R
3gmono MeQ
H OMe
369 [Cu']—N Q
N—[Cu"
eO H
OMe

M

Fig. 11 Phosphinonitrene (top) and organonitrene copper (bottom)
complexes.
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Pr. 'Pr
ey
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Pe—
—_—

2x [Cu]==N—Dipp
not structurally
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Fig. 12 Masked imido copper nitrenes (aryl = Mes or 2,6-Cl,-CgHs).

copper(i) imidyl or copper(ur) imide contributions were found
to be minimal. If the para-position is not blocked, dimerization
can occur (36%). Interestingly, in this system, the nitrene for-
mation via N, elimination becomes rate-limiting compared to
the C-H bond activation step for most of the imido complexes
shown herein. This can be rationalized by the difference in the
reduction potential of copper(r) with regard to iron(r) or cobalt
(1). This is exemplified by the stability of an analogous alkyla-
zide copper(1) adduct that is resistant to N, elimination.’®
Warren gave further insights into imido copper complexes® via
imido bridged dicopper species that exhibit a Cu-N distance of
around 1.8 A (38, Fig. 12). They dissociate in solution to give
the active monomeric imido copper unit (37), which is respon-
sible for nitrene transfer. The aliphatic imidos were predicted
by CASSCF calculations as a copper-bound open-shell singlet
nitrene (DFT methods preferring a triplet ground state), with
excitation within a covalent g n/m*cun Manifold. For aromatic
substituents, the monomeric imido copper species 39™°"° is
predicted with either a triplet or an open-shell singlet ground
state. In both cases, substantial spin density in the aromatic
para position is found, which rationalizes the (reversible)
dimerization found in the solid state (39%, Fig. 12).%>

Late 4d/5d nitrene and imidyl complexes

Apart from ruthenium and osmium, for which several imido
complexes have been reported, structurally characterized late
4d/5d metal imidos have become increasingly scarce. Although
Ru®>! and to a lesser extent Os®> play an important role in
catalytic nitrene transfer catalysis, isolable ruthenium and
osmium imidos with predisposed, detectable nitrene charac-
ters are so far absent. The possibility of stabilizing an imidyl
ligand for both metals was reported by Peters (40, Fig. 13A).
The spin density resides mostly on nitrogen as perceived by
EPR spectroscopy (e.g.: 408" giso = 2.02, Ay = 98 MHz, and Ag,
= 48 MHz).>® Schneider and co-workers presented square
planar iridium imidos in three different oxidation states (41",
Fig. 13B).”” Although dicationic 41> presents as a diamagnetic
iridium(v) imide, monocationic derivative 41" is best described
as an Ir'" imidyl with an Ir-N bond length of 1.805(2) A.
Further reduction is N-centred to yield iridium(m) imide 41
and effectuates an Ir-bond elongation owing to the further popu-
lation of an antibonding =n* orbital. Chang irradiated a mono-
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41: I imide (S=1)
Ir-N: 1.868(2) A
41*: 1M imidyl (S = 1/2)
Ir=N: 1.805(2) A
412*: 1tV imide (S = 0)
no structural data

40RY: Ru-N 1.869(2) A
40°%: Os—N 1.859 A

Fig. 13 Ruthenium, osmium (A) and iridium imidyl (B) complexes.
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Fig. 14 Rhodium nitrene (A) and palladium imide (B) and nitrene (C).

nuclear rhodium pyridyl dioxazolone adduct (41, Fig. 14A). To
embed into the coordination sphere of the metal, the otherwise
poorly binding dioxazolone ligand was tethered by applying a
pyridine linker. The in crystallo irradiation of the complex
yielded 33% CO, elimination and the formation of a formal
rhodium acylnitrene (43).>® In the due process, the relevant Rh-N
bond contracted noticably from 2.153(2) A to 2.02(2) A. 43 was
described by CASSCF computations as a rhodium(m) singlet acyl-
nitrene, with minor contributions from a singlet Rh(v) acylimide
resonance structure. A rhodium(m) triplet nitrene was ruled out
based on the absence of radical-like reactivity. The co-crystalliza-
tion of acetone allowed a subsequent in crystallo reaction with the
formed acyl nitrene, providing snapshots of a complete nitrene
transfer process to an external substrate.

Munz reported two palladium complexes that nicely show
the differences in imido metal bonding depending on the
choice of the imido substituent. The reaction of tosyl azide
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with a Pd(0) precursor yields the imido complex 45
(Fig. 14B)." The metal-imido bond is weak owing to the com-
plete population of the n/z* orbitals, which are also highly
asymmetric owing to the chelating nature of the tosyl imido
unit. The Pd-N bond order approaches zero, which is however
compensated by the admixture of the 5s orbital as well as the
additional chelating O-donor. This gives an exceptionally long
Pd-N bond of 2.043(19) A, thereby resulting in a zwitterionic
situation with a highly nucleophilic imido nitrogen. In the
case of a monodentate aromatic azide, the m-interactions
within the corresponding complex 46 are less distorted.>®

Computational analysis of 46, aided by UV/Vis and NIR
spectroscopic examinations, yielded a substantial palladium(0)
singlet nitrene character, with a comparably stronger Pd/N
interaction as represented by a Pd-N bond length of 1.872(3)
A. The corresponding aliphatic imido palladium complexes
were too reactive to be isolated. Distinct from triplet nitrenes
and radical imidyl ligands, 46 is strongly ambiphilic, e.g. it
swiftly activates C-F and C-H bonds at or below room tempera-
ture. Imidyls or nitrenes of silver and gold are absent, apart
from a bis(phosphinonitrene) adduct of silver(r) ([Ag(NPR,),]"),
akin to copper complex 34 (Fig. 11).

Dirhodium catalysed C-H amination was developed as a
broadly applicable, reliable synthetic methodology in recent
years,”®® yet the nitrene transferring species eluded their
characterisation for a long time. In this regard in crystallo
photo chemistry has recently emerged as a powerful strategy;
Powers could irradiate a bis(organoazide) adduct of a paddle-
wheel dirhodium precursor (47, Fig. 15) and observed N, liber-
ation in the solid state.®’ Conversion of up to 70% could be
achieved before loss of crystallinity with the partial detection

hv (365 nm) C

single crystal
100 K
=N
NN ad
48 (triplet nitrene)
in-crystallo: O H
A =365nm, N>
100K

4
i
e

5 0-—Rh— ¢
(ot ‘oh)
‘%—((oiklh‘b))\;s‘
50 (triplet nitrene)

_N2

in solution

Fig. 15 In crystallo formation of dirhodium nitrenes.
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of liberated N, in the crystal lattice. Upon N, extrusion, the
Rh-N bond of the forming imido ligand contracts from 2.335
(3) A in 47 to 2.12(1) A in 48, accompanied by an expansion of
the Rh-N-C angle from 129.1° to 147.2°. The bond lengths
and angles of the remaining complex fragments were subject
to only marginal changes. The metrics of the Rh-N-Ada unit
allowed to delineate a triplet state by DFT calculations and
rule out the singlet spin state alternative. Similarly, an aro-
matic azide adduct (49) could be converted in crystallo by 90%
(50, Fig. 15).°> It revealed a contraction of Rh-N from 2.244(3) A
to 2.055(4) A. It was corroborated by EXAFS examination that
gave indistinguishable Rh-N/O interactions at 2.03(1) A.
Concurrently, the N-C bond contracted from 1.441(5) A to
1.335(7) A and the Rh-N-C bond angle expanded from 125.0
(2)° to 140.6(4)°.

Metallanitrenes

Similar to the electronic ambivalence of imido metal com-
plexes, for terminal nitrido complexes (L,M=N>"), the diva-
lent nitridyl (L,M=N>"") or even metallanitrene (L,M-N")
description can be considered for mid or late transition
metals. A profound proof of an N-centred nitridyl was found in
the case of a square planar iridium system (52", Fig. 16).> The
reduction of a regular, cationic Ir" nitride (52*) with a short Ir-
N bond of 1.677(4) A leads to the population of a n* orbital
that is covalently shared by Ir and N and effectuates the (com-
puted) elongation of the Ir-N bond to 1.714 A in the resulting
neutral 52. The X-band EPR spectrum of 52 shows a rhombic
signal with large g-anisotropy without resolved (super)hyper-
fine couplings to nitrogen. However, *N hyperfine interactions
were observed using X-band electron-nuclear double resonance
(ENDOR) spectroscopy. The obtained neutral compound can
best be described as an Ir'™" nitridyl, with the spin density
nearly equally residing on Ir and N, which is in resonance with
an Ir" nitride.

This was pushed further by the bona-fide platina nitrene 53
(Fig. 16).°* It was obtained as a transient species via irradiation
of a Pt" azide precursor in solution, yet irradiation in a crystal-
line state allowed for its structural characterisation. The
observed Pt-N distance of 1.874(11) A is at the lower end of the
reported Pt-N bond lengths. Magnetic, spectroscopic and com-
putational studies gave a triplet state with two N-centred
unpaired electrons (91% spin density on N). Moreover, 53 exhi-

 PBu,

1e
N—|r|"EN: —_— N—Ir|'VEN: R N—]r'"?y#f)
Q/P‘Buz

52'(S=0) 52(S=1/2)
I-N 1.677(4) A Ir-N 1.714 A (DFT only)
t
7 T BY2 . g7a¢11)A 7 T(B”'}mgz(z) A
N—pPt'Zh:

| N_Pi:l“ d
&/P‘BUZ &P‘Buz

53 (triplet platina nitrene) 54 (triplet pallada nitrene)

Fig. 16 Iridium nitridyl (top) and metallanitrene (bottom) complexes.
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bits a covalent single Pt-N bond character in the absence of
significant n-bonding. Thus, it is akin to an organic triplet
nitrene with the diamagnetic Pt complex fragment replacing
the organic substituent. The platinum nitrene shows an ambi-
philic character and thus can facilitate reactions with nucleo-
philes (e.g. phosphines) and electrophiles (boranes) under
N-transfer and bond insertion, respectively. Similarly, the Pd
triplet nitrene 54 was reported,®® which shows even more nitro-
gen-centred spin density (96%). Despite the subvalent nature
of the nitrogen ligand, it undergoes facile C-H insertion with
aldehydes via a nucleophilic rather than an electrophilic or
radical attack.

Conclusion and outlook

The pursuit of the isolation and/or structural characterisation of
highly reactive nitrene transferring species, especially in the
context of C-H amination reactions, has seen substantial
advances in recent years. In particular, complexes carrying either
considerable unpaired spin density on the N atom or even a
nitrene character are of interest given that they are predestined
for initial H atom abstraction. Herein, three synthetic
approaches have been successfully established: (a) direct iso-
lation via the reaction of metal precursors with the nitrene trans-
fer agent. These are intrinsically often of moderate reactivity to
allow for their isolation in the first place. (b) Reduction/oxidation
of suitable imido metal precursors, which enables the installa-
tion of the imido function in a more stable form. Therefore, it
overcomes the possible problems concerning the activation of
the nitrene transfer agent in the “right” oxidation state of the
metal. The additional benefits of this approach are insights into
the oxidation state-dependent electronic balance between the
metal and the imido nitrogen in an otherwise unchanged
complex geometry. (C) In crystallo irradiation provides a more
recent and highly potent access to metal nitrenes. This is par-
ticularly of interest for catalytically relevant and highly reactive
species. Here, a fundamental challenge is to obtain a suitable
complex for irradiation studies given that the respective nitrene
transfer agents are often poor ligands. The recently used
approach of tethering the respective functionalities to stronger
donor functions is thus a prospective of significant advancement
in this regard. Further, the recently reported “true” free organo
nitrene 3 likely provides a platform for the coordination of small
metal fragments, e.g. metal carbonyls. It presumably yields
imido complexes in analogy to classic Fischer carbene chem-
istry. The structural and analytical characterisation (especially
using EPR spectroscopy) of all such complexes continue to
provide an increasing body of evidence to correctly describe the
electronic structure of the metal-bound imido unit using
quantum chemical methods. Here, structural metrics are a valu-
able first indicator for identifying the imidyl-/nitrene-type
species. For example, an M-N bond length of around 1.75 A for
late 3d-metal imidos is a strong indicator thereof. However, in
some cases, an elongated M-N bond is merely a result of a
reduced bond order with nucleophilic imide nitrogen akin to a
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zwitterion. To complicate the situation, some 3d-metal com-
plexes can switch between different resonance structures, which
enable them to respond to the specific requirements of a sub-
strate. A stable metal fragment in a low-spin state, either via a
high-oxidation state or using 4d/5d late transition metals, can
also provide a suitable platform in which the imido nitrogen is
electrophilic, either directly or via ligand-centred oxidation. This
is convincingly illustrated in a square planar environment with a
d® configuration or an octahedral geometry with a d® configur-
ation owing to the pronounced ligand-field stabilisation. The
delicate interplay between the metal’s identity, oxidation/spin
state, coordination geometry, charge and donor strength of the
ancillary co-ligands, among themselves and in conjunction with
the variety of nitrene fragments (e.g. aromatic, aliphatic tosyl or
acylnitrenes), with each exhibiting substantially different elec-
tronics and coordination modes (end-on with bent or linear sub-
stituent orientation and the possibility of bidentate coordination
as for tosylnitrenes) makes this field still not well understood.
The current advancements on a structural and isolable level are,
however, prospective of rapid advances in understanding the
imido metal bond. Ultimately, these are fundamental to be able
to judiciously navigate between the possible spin states and elec-
tronic structures to alleviate constructive bond activation and
transfer reactions. This may help disclose new reactivity path-
ways and will likely transcend to other metal/main-group mul-
tiple bond functionalities.
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