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Gold Carbenes Hot Paper

Gold(I) α-Trifluoromethyl Carbenes: Synthesis, Characterization and
Reactivity Studies

Mathilde Rigoulet, David Vesseur, Karinne Miqueu, and Didier Bourissou*

Abstract: Aryl trifluoromethyl diazomethanes 2-R (R=Ph, OMe, CF3) are readily decomposed by the (o-carboranyl)-
diphosphine gold(I) complex 1. The resulting α-CF3 substituted carbene complexes 3-R have been characterized by
multi-nuclear NMR spectroscopy as well as X-ray crystallography (for 3-Ph). The bonding situation was thoroughly
assessed by computational means, showing stabilization of the electrophilic carbene center by π-donation from the aryl
substituent and backdonation from Au, as enhanced by the chelating P^P ligand. Reactivity studies under stoichiometric
and catalytic conditions substantiate typical carbene-type behavior for 3-Ph.

Introduction

The interplay of gold and fluorine, two peculiar elements
within the periodic table, has turned out to a very active
field of research in recent years (Figure 1).[1] Accordingly,
fluoro, trifluoromethyl and pentafluorophenyl AuI and AuIII

complexes have become well-known and powerful species
from both mechanistic and synthetic viewpoints.[2–7] Highly
reactive gold complexes featuring organofluoro moieties are
also starting to be investigated. Toste et al. proposed in 2017
a F-rebound mechanism involving AuIII difluorocarbenes as
key intermediates to account for C(sp3)� CF3 coupling at
gold.[8] In 2019, Fürstner et al. spectroscopically character-
ized at low temperature a series of gold(I) difluorocarbe-
noids supported by phosphine ligands.[9] Our interest in
highly reactive gold complexes and the ability of o-
carboranyl diphosphine ligands to stabilize gold(I) carbene
species thanks to enhanced π-backdonation[10] prompted us
to investigate α-CF3 complexes (Figure 1). A comprehensive
study combining synthesis, NMR and crystallographic char-
acterization, theoretical analysis of the bonding situation
and reactivity studies is reported hereafter.

α-CF3 carbene complexes are important and powerful
intermediates in transition metal-catalyzed transformations
enabling the rapid construction of CF3-containing deriva-
tives. They are typically generated via diazo decomposition
and engaged in cycloaddition or insertion reactions. Ru and
Cu are the most used and studied metals in this context,[11]

but recently, major achievements have been reported with
Fe,[12] Ag[13] and Pd[14] catalysts as well. Strikingly, despite
the great interest and potential of gold carbene
complexes,[15,16] we found only two isolated examples involv-
ing an α-CF3 species, namely the C� H functionalization of
phenothiazine/carbazole with PhC(=N2)CF3 catalyzed by
(phosphite)AuCl/AgSbF6.

[17]

In parallel to the synthetic developments, efforts have
been made to prepare and characterize α-CF3 carbene
complexes, but only very few such species have been
reported so far (Figure 2): the porphyrin Ru complex A,[18]

the Fischer-type W complexes B[19] and the Schrock-type Ir,
Co and Ni fluoro complexes C–E.[20] Of note, the Co and Ni
carbene complexes D and E display reactivity relevant to
the metathesis/polymerization of fluoro alkenes, but none of
the isolated α-CF3 carbene complexes was shown to undergo
cyclopropanation or insertion reactions.
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Results and Discussion

Synthesis, Spectroscopic and Structural Characterization

To generate the targeted carbene complexes, diazo decom-
position was chosen as a mild and versatile route, with only
N2 as byproduct.[21] One equivalent of biphenyl trifluoro-
methyl diazomethane 2-Ph was added at � 80 °C to the
tricoordinate pseudo-cationic complex (P^P)AuNTf2 1

[22] in
dichloromethane (DCM) (Scheme 1). The diphosphine o-
carboranyl (DPCb) ligand was used for its unique chelation
property, resulting in a bent L2Au+ fragment with higher π-
backdonation capacity.[15d] With monodentate phosphines
such as JohnPhos, no sign of a AuI trifluoromethyl carbene
could be observed by NMR spectroscopy even at low
temperature.

Small bubbles of dinitrogen immediately evolved and
the solution turned deep blue. After quick work up at
� 40 °C, the formed species was spectroscopically character-
ized. The 31P NMR signal (Figure 3a) appears at very similar
chemical shift as the gold precursor (δ 137.8 and 138.2 ppm,
respectively), but as a quartet instead of a singlet. The
quartet multiplicity results from PF coupling, as unambigu-
ously established by the presence of a triplet signal in the 19F
NMR spectrum with similar coupling (23.2 Hz). These
patterns suggest the formation of the desired (P^P)Au=C-
(CF3)(biphenyl)

+ complex 3-Ph, something that was defi-
nitely confirmed by 13C NMR spectroscopy. The 19F-
decoupled spectrum (Figure 3b) shows a diagnostic signal at
δ 269.8 ppm. In line with the blue color, a strong absorption
is found at 623 nm in UV/Vis spectroscopy. Carbene 3-Ph
proved to be moderately stable at room temperature, about
30% decomposition being observed after 24 hours in DCM.

The para-substituent at the phenyl ring was then
changed for OMe and CF3 to assess the impact of electron-
donating/withdrawing groups. In both cases, the correspond-
ing carbene complexes 3-OMe and 3-CF3 were formed
(Scheme 1) and NMR data in line with those of 3-Ph were
obtained.[23] Some features deserve comment: i) the diagnos-
tic 13C NMR signal barely shifts (δ 268.5 ppm for 3-OMe,
265.8 ppm for 3-CF3); ii) the

2JPC and 4JPF coupling constants
decrease in the series p-CF3>p-Ph>p-OMe (from 109.0 to
79.5 Hz for 2JPC, and from 32.1 to 14.0 Hz for 4JPF), the
carbene becomes less electron-deficient and the Au=C bond
order/double bond character decreases (see the DFT
optimizations and bonding analyses below); iii) the carbene
3-CF3 displays a long-range 8JPF coupling of 10.8 Hz, as
apparent in the 31P and 19F NMR spectra.[24] It is also worth
noting that if the carbene complex 3-OMe survives for a few
hours at room temperature, as 3-Ph, 3-CF3 is much less
stable. All attempts to work it up at room or low temper-
ature resulted in complete degradation. It was thus charac-
terized in situ at low temperature.

Efforts were then made to obtain crystallographic data
to know more about the structure of the obtained carbene.
Gratifyingly, crystals suitable for X-ray diffraction analysis
were obtained by slow diffusion of pentane into a dichloro-
methane solution of 3-Ph at � 40 °C (Figure 3c).[23,25] The
assymetric unit contains two molecules of very similar
geometries (Table S2).[23] For sake of simplicity, the key
features of only one will be discussed here. Accordingly, the
carbene complex adopts an ion pair structure. The DPCb
ligand symmetrically chelates gold with Au� P bond lengths
of 2.347(1)/2.348(1) Å and a P� Au� P bite angle of 90.59(4)°.
The carbene center is in a perfectly planar environment (as

Figure 2. Known α-CF3 carbene complexes.

Scheme 1. Formation of the gold(I) trifluoromethyl carbenes 3 by diazo
decomposition.

Figure 3. Diagnostic 31P{1H} and 13C{19F} NMR signals for 3-Ph (243 K,
CD2Cl2, 121 and 126 MHz, respectively); molecular structure of 3-Ph.
Thermal ellipsoids drawn at 50% probability, hydrogen atoms, counter
anion and disordered atoms are omitted. Selected bond lengths [Å]
and bond angles [°]: Au� Ccarb 1.971(2), Au� P1 2.347(1), Au� P2
2.348(1), Ccarb� Cipso 1.444(6), Ccarb� CF3 1.500(6); P1-Au-P2 90.59(4), P1-
Au-Ccarb 135.7(1), P2-Au-CCarb 133.7(1).
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apparent from the sum of bond angles of 360.0°) and it is
oriented perpendicularly to the P� Au� P coordination plane
(the mean planes around Au and Ccarb make an angle of
89.76°). This orientation minimizes steric repulsions between
the carbene and phosphorus substituents, it also maximizes
the d(Au) to 2pπ(Ccarb) backdonation (see below). The
Au=C bond length (1.971(2) Å) is in the lower range of
those reported for gold(I) carbene complexes.[26] The
carbene center is also stabilized by π-donation from the
biphenyl substituent, as indicated by their coplanar arrange-
ment (the mean plane of the phenyl ring bonded to Ccarb is
rotated by only 2.5° from the carbene coordination plane)
and from the relatively short Ccarb� Cipso bond length (1.444
(6) Å).

Structure and Bonding Analysis

To gain more insight into the bonding situation and
stabilization mode of the α-CF3 gold(I) carbenes 3,[27] DFT
(Density Functional Theory) calculations (B3PW91/
SDD+ f(Au),6-31G** (other atoms)) were performed.[23]

The geometry optimized for 3-Ph (Table 1) matches well
that determined crystallographically with deviations of less
than 0.08 Å and 2.2° in the key bond lengths and angles
(Table S2).[23] The carbenes 3-OMe and 3-CF3 were also
computed, showing similar structures as 3-Ph. The small

variations found in the Au=C/Ccarb� Cipso bond lengths and
associated Wiberg bond indexes (WBI) (Table 1) are in line
with the electron bias induced by the para substituent, i.e.
stronger arene-to-Ccarb π-donation and weaker Au-to-Ccarb

backdonation from 3-CF3 to 3-Ph, and 3-OMe (see below).
The NMR data for 3-CF3, 3-Ph and 3-OMe were also
calculated. The trends observed experimentally for the 2JPC
and 4JPF couplings were nicely reproduced (Table S3).[23]

The bonding situation was then assessed in detail via
Natural Bond Orbital (NBO) and Charge Decomposition
Analyses (CDA) (Table 1). The Ccarb-to-Au charge transfer
(CT) is slightly negative for the three carbenes, a little more
for the electron-deprived carbene 3-CF3 (� 0.25 e) than for
the electron-enriched one 3-OMe (� 0.10 e). CT values close
to zero suggest that overall the Ccarb-to-Au donation and
Au-to-Ccarb backdonation roughly compensate each other.
The donation/backdonation ratio (d/b), as estimated by
CDA, falls in the 1.8–2.2 range (slightly lower for the
electron-deprived carbene 3-CF3, slightly higher for the
electron-enriched carbene 3-OMe), indicating Ccarb-to-Au
donation prevails, but Au-to-Ccarb backdonation is signifi-
cant.

Inspection of the molecular orbitals provides useful
insight. The HOMO is centered on gold and is associated
with an in-plane d(Au) orbital in bonding combination with
the 2pπ(Ccarb) orbital. Reciprocally, the LUMO is centered
on the carbene center and corresponds to the 2pπ(Ccarb)
vacant orbital in anti-bonding combination with the d(Au)
orbital (Figure 4, top). In addition, the π-system of the aryl
substituent is involved in these frontier orbitals, in line with
π-donation from the biphenyl substituent to the carbene
center. This description is confirmed by referring to the
Natural Localized Molecular Orbitals (NLMO). The Au-to-
Ccarb backdonation and aryl-to-Ccarb π-donation are apparent
from the contributions of 2pπ(Ccarb) in the d(Au)-centered
and π-aryl orbitals, 9.7 and 16.3%, respectively (Figure 4,

Table 1: Data computed for the AuI α-CF3 carbene complexes 3-Ph, 3-
OMe, 3-CF3 at the B3PW91/SDD+ f(Au),6-31G**(other atoms) level of
theory: selected bond lengths/angles, Wiberg bond indexes (WBI),
charge transfer (CT) from the carbene to the (P^P)Au+ fragment,
NLMO associated with the aryl-to-Ccarb π-donation and Au-to-Ccarb

backdonation (contribution of Ccarb), donation/backdonation (d/b) ratio
as estimated by Charge Decomposition Analysis (CDA).

3-OMe 3-Ph 3-CF3

Geometric parameters

Au=Ccarb [Å] 1.987 1.983 1.971
Ccarb� Cipso [Å] 1.423 1.429 1.442

Au� C� CCF3
[°] 114.57 114.76 114.97

Au� C� CAryl [°] 128.56 128.42 128.31

CAryl� C� CCF3
[°] 116.85 116.82 116.71

PAuP[°] 89.81 89.88 89.79

NBO Analysis

WBI (Au=Ccarb) 0.677 0.687 0.710
WBI (Ccarb� Cipso) 1.312 1.289 1.234
CT (e) � 0.10 � 0.14 � 0.25
dxz(Au)!Ccarb backdonation
%Ccarb in NLMO dxz(Au)

7.3% 9.7% 15.5%

πC=Caryl!Ccarb donation
%Ccarb in NLMO πC=Caryl

24.2% 16.3% 10.1%

CDA Analysis

d/b ratio 2.16 2.09 1.86

Figure 4. HOMO, LUMO and NLMO (cutoff: 0.04) associated with the
arene-to-Ccarb π-donation and Au-to-Ccarb backdonation computed for
the AuI α-CF3 carbene complex 3-Ph at the B3PW91/SDD+ f(Au),6-
31G**(other atoms) level of theory. Contribution of the main atoms (in
%) in the frontier orbitals and NLMO.
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bottom). Both interactions stabilize the carbene by filling
partially its vacant orbital. The strength of the two
interactions mildly evolves in the 3-CF3, 3-Ph, 3-OMe series.
As expected from the electron-withdrawing/releasing effect
of the para substituent, the Ccarb contribution is the largest in
the d(Au) NLMO for 3-CF3, while for 3-OMe, it is in the
π(arene) NLMO (Table 1 and Figure S37). Of note, the
energy gap between the HOMO/LUMO frontier orbitals is
relatively small (2.34 eV from DFT, 1.95 eV from TD-DFT
(Time-Dependent Density Functional Theory) for 3-Ph,
Figure S38).[23] Consistently, TD-DFT calculations taking
into account solvent effects (DCM) by SMD (solvation
model based on density) predict a low-energy symmetry-
allowed electronic transition at 635 nm (HOMO!LUMO)
that nicely matches the absorption band found experimen-
tally at 623 nm (Figure S39 and Table S5).[23]

To assess further the stabilization effect and relative
importance of the arene-to-Ccarb π-donation and Au-to-Ccarb

backdonation,[28] the “dynamics” of the parent α-CF3 gold(I)
carbene 3-H were analyzed. A first transition state was
located on the potential energy surface (PES) for the
rotation about the Au=Ccarb bond (Figure S41 and Table S7)
with the two phosphine arms coordinated to gold (TSrot

AuC).
[29,30] It lies 20.5 kcalmol� 1 above 3-H (Figure 5). From

3-H to TSrot AuC, we notice an elongation of the metal–
carbene bond from 1.975 to 2.023 Å and a shortening of the
Ccarb� Cipso(Ph) bond from 1.438 to 1.427 Å (Tables S6 and S7).
CDA and NBO Analyses of the bonding situation in TSrot

AuC substantiate a decrease of the Au-to-Ccarb backdonation,

as deduced from the CT (� 0.05 e vs � 0.20 e in 3-H), the d/b
ratio (3.01 vs 1.94 in 3-H) and the contribution of the Ccarbene

in the d(Au) NLMO (7.5 vs 14.8% in 3-H). In addition,
arene-to-Ccarb π-donation increases, as visible from the
contribution of the Ccarbene in the πC=C(phenyl) NLMO (17.5%
in TSrot AuC vs 10.6% in 3-H).

Rotation about the Ccarb� Cipso bond is also possible and
actually turned out to be easier. Forcing the phenyl group to
be perpendicular to the carbene center costs ca.
10 kcalmol� 1 only (TSrot Ph). It induces some shortening of
the Au=Ccarb bond length (from 1.975 to 1.934 Å). In the
absence of π-donation from the phenyl substituent, Au-to-
Ccarb backdonation is further enhanced in TSrot Ph, as
apparent from the more negative Ccarb-to-Au CT (� 0.34 e vs
� 0.20 e in 3-H), the higher 2pπ(Ccarb) contribution in the
d(Au) NLMO (17.6 vs 14.8% in 3-H, Table S7) and the
lower d/b ratio (1.49 vs 1.95 in 3-H).

Forcing one of the P atom to dissociate from gold is more
energetically demanding, the corresponding structure (3-Hdissoc

P) being located 16.6 kcalmol� 1 above 3-H. This results in T-
shape instead of trigonal geometry. The Au center is now
about linear (with P� Au distances of 2.343/3.496 Å and a
P� Au� Ccarb bond angle of 179.99°) while the Au=Ccarb bond
length increases to 2.020 Å. In the absence of P^P-chelation,
Au-to-Ccarb backdonation is decreased and the carbene center
is mainly stabilized by π-donation from the phenyl substituent.
Accordingly, the Ccarb-to-Au CT turns positive (0.19 e), the
2pπ(Ccarb) participation to the d(Au) NLMO decreases to 4.4%
and the d/b ratio increases to 3.60. The stability and bonding
analysis of 3-H, 3-Hdissoc P, TSrot AuC and TSrot Ph emphasize that
arene-to-Ccarb π-donation and Au-to-Ccarb backdonation act in
concert to stabilize the carbene center, with key contribution
of P^P-chelation.

Of note, the absence of free rotation about the Au=Ccarb

bond at the NMR timescale is apparent from the inequiva-
lency of the CH, CH2 and CH3 groups of the diazaphospho-
lane moiety in the 13C NMR spectra. Conversely, the
presence of a single set of signals for the ortho and meta CH
groups of the phenyl substituent in the 1H and 13C NMR
spectra is consistent with free rotation about the Ccarb� Cipso

bond.
Then the reactivity of the α-CF3 gold(I) carbenes was

investigated.

Electrophilic Behavior

Upon addition of pyridine (2 equiv) at � 40 °C, the blue
color characteristic of 3-Ph rapidly vanished, indicating
rapid reaction. After work-up, the carbene-pyridine adduct
4 was isolated in 70% yield as a pale-yellow solid
(Scheme 2). The NMR data are diagnostic for the addition
of pyridine to the carbene center, not to gold. The 13C NMR
signal at 269.8 ppm for the carbene center is shifted by more
than 170 ppm and now appears at δ 98.4 ppm (quartet, 2JCF=

38.0 Hz). The 1H NMR signals for the Hortho atoms of
pyridine are significantly deshielded at δ 8.98 ppm, while the
4JPF coupling constant decreases from 23.2 to 5.8 Hz upon
coordination of the Lewis base. Since all our attempts to

Figure 5. Optimized geometry of the parent α-CF3 Au
I carbene 3-H, the

form resulting from dissociation of one P atom (3-Hdissoc P) and the
transition states associated with rotations about the Ccarb� Cipso (TSrot Ph)
and AuC (TSrot AuC) bonds at the B3PW91/SDD+ f(Au),6-31G**(other
atoms) level of theory. Charge transfer (CT) and donation-to-back-
donation (d/b) ratio. In parenthesis, related Gibbs free energy, in
kcalmol� 1.
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crystallographically characterize 4 failed, we prepared the
analogous 4-dimethylamino-pyridine (DMAP) adduct 4’.
Gratifyingly, crystals suitable for X-ray diffraction analysis
could be obtained in this case,[25] unambiguously confirming
the addition of the N-Lewis base to the carbene center
(Scheme 2, bottom). The pyridine N atom of DMAP is
tightly coordinated to the former carbene center (N� C
1.499(5) Å) which is now in tetrahedral environment. Of
note, only one of the P atom is coordinated to gold which
adopts a quasi-linear dicoordinate geometry (P� Au� C
167.81(11)°). The coordination of the Lewis base reduces
the electrophilicity of the carbene center and gold atom.
Combined with higher steric shielding, this prevents the two
P atoms of the DPCb ligand from chelating to gold. It is
likely that the gold fragment swings in between the two
phosphorus atoms, as previously observed in the
(DPCb)AuCl complexes.[31] The reactions of 3-Ph with
pyridine and DMAP substantiate its C-centered electro-
philic behavior, in line with a Fischer-type carbene complex.

Cyclopropanation Reactions

The α-CF3 gold(I) carbene 3-Ph also readily reacts with
styrene (Scheme 3).[32] Two equivalents of alkene are needed
for the reaction to reach completion (>95% spectroscopic
yield of cyclopropane 6). The π-alkene gold(I) complex 5 is
obtained concomitantly, as deduced from 31P and 1H NMR
spectroscopy.[33]

The transformation is amenable to catalysis (Scheme 4).
Starting from the diazo compound 2-Ph, the transformation
can be performed under catalytic conditions. Using 5 mol%
of the “cationic” complex (P^P)AuNTf2 1 and 1.05 equiv-
alent of styrene, 6 is obtained in 67% yield after 24 hours at
room temperature. Of note, the cyclopropanation is fully

diastereoselective. The syn relationship of the phenyl and
biphenyl groups was first deduced from {1H,19F} HOESY
(Heteronuclear Overhauser Effect SpectroscopY) NMR
experiments, and then definitely confirmed by X-ray
diffraction analysis.[23,25] Under similar conditions, indene is
smoothly converted into 7 (56% spectroscopic yield), with
again complete diastereoslectivity for the syn cyclopropane.

Insertion Reactions

With alcohols, O� H insertion reactions also proceed readily
under similar conditions (Scheme 5). The corresponding α-
CF3 ethers 8 and 8’ are obtained thereby in 76 and 54%
yields from ethanol and isopropanol, respectively.[34] With
anilines, N� H insertion occurs, as substantiated by the
formation of the α-CF3 amine 8’’.[11c,d] Notably, attempts of
C� H insertion from N-heterocycles (N� H or N� Me indole/
carbazole) led to complex mixtures.[35]

Scheme 2. Reaction of the α-CF3 Au
I carbene 3-Ph with pyridine;

molecular structure of the related DMAP adduct 4’ (bottom). Thermal
ellipsoids drawn at 50% probability, hydrogen atoms, counter anion
and disordered atoms are omitted. Selected bond lengths [Å] and bond
angles [°]: Au� Ccarb 2.108(4), Au� P1 2.254(1), Au� P2 3.606(1),
Ccarb� Cipso 1.530(5), Ccarb� CF3 1.521(5), Ccarb� N 1.499(5); P1-Au-P2
68.14(3), P1-Au-Ccarb 167.8(1), P2-Au-CCarb 116.9(1).

Scheme 3. Reaction of the α-CF3 Au
I carbene 3-Ph with styrene;

molecular structure of the ensuing cyclopropane 6 (bottom) showing
the syn relationship of the phenyl and biphenyl moieties (thermal
ellipsoids drawn at 50% probability, hydrogen atoms are omitted).

Scheme 4. Gold-catalyzed cyclopropanation reactions from the α-CF3

diazo derivative 2-Ph (NMR yields determined by 19F NMR using 4,4’-
difluorobiphenyl as internal standard, isolated yields in parentheses).
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Conclusion

Using an (o-carboranyl)diphosphine ligand, we have been
able to prepare and fully characterize α-CF3 gold(I)
carbenes. The bonding situation was thoroughly analyzed by
experimental and computational means. Accordingly, the
carbene is stabilized by a combination of Au-to-Ccarb back-
donation and arene-to-Ccarb π-donation, whose balance finely
depends on the electronic properties of the aryl substituent
(OMe, Ph, CF3).

Further studies will aim to explore and extend further
the chemistry of α-CF3 gold(I) carbene complexes. More
generally, it is likely that other highly reactive
(organo)fluoro gold complexes can be stabilized, isolated
and exploited employing suitable ligands.

Acknowledgements

The Centre National de la Recherche Scientifique (CNRS)
and the Université Paul Sabatier (UPS) are acknowledged
for financial support of this work. M.R. thanks MESRI
(Ministère de l’Enseignement Supérieur, de la Recherche et
de l’Innovation) for her PhD fellowship (Contrat Doctoral
Spécifique Normalien). The “Direction du Numérique” of
the Université de Pau et des Pays de l’Adour, CINES under
allocation A011080045 made by Grand Equipement Na-
tional de Calcul Intensif (GENCI) and Mésocentre de
Calcul Intensif Aquitain (MCIA) are acknowledged for
computational facilities. The NMR and XRD services of
ICT (P. Lavedan and S. Mallet-Ladeira) are acknowledged
for assistance with the HOESY NMR experiments and
single-crystals X-ray diffraction analyses.

Conflict of Interest

The authors declare no conflict of interest.

Data Availability Statement

The data that support the findings of this study are available
in the Supporting Information of this article.

Keywords: Bonding · Carbene Complexes · Diazo Compounds ·
Gold · Trifluoromethyl

[1] J. Miró, C. del Pozo, Chem. Rev. 2016, 116, 11924–11966.
[2] For a review on gold fluoride complexes, see: W. J. Wolf, F. D.

Toste in Patai’s chemistry of functional group (Eds: Z.
Rappoport, J. F. Liebman, I. Marek), Wiley, Chichester, 2014.

[3] For selected contributions on AuI and AuIII fluorides, see:
a) D. S. Laitar, P. Müller, T. G. Gray, J. P. Sadighi, Organo-
metallics 2005, 24, 4503–4506; b) N. P. Mankad, F. D. Toste, J.
Am. Chem. Soc. 2010, 132, 12859–12861; c) R. Kumar, A.
Linden, C. Nevado, J. Am. Chem. Soc. 2016, 138, 13790–13793;
d) A. Genoux, M. Biedrzycki, E. Merino, E. Rivera-Chao, A.
Linden, C. Nevado, Angew. Chem. Int. Ed. 2021, 60, 4164–
4168; Angew. Chem. 2021, 133, 4210–4214; e) M. A. Ellwanger,
S. Steinhauer, P. Golz, T. Braun, S. Riedel, Angew. Chem. Int.
Ed. 2018, 57, 7210–7214; Angew. Chem. 2018, 130, 7328–7332;
f) M. Albayer, R. Corbo, J. L. Dutton, Chem. Commun. 2018,
54, 6832–6834.

[4] For reviews dealing with trifluoromethyl and perfluoroalkyl
gold complexes, see: a) J. Gil-Rubio, J. Vicente, Dalton Trans.
2015, 44, 19432–19442; b) E. J. Fernández, A. Laguna, M. E.
Olmos, Coord. Chem. Rev. 2008, 252, 1630–1667.

[5] For selected contributions on trifluoromethyl AuI and AuIII

complexes, see: a) A. Johnson, R. J. Puddephatt, J. Chem. Soc.
Dalton Trans. 1976, 1360–1363; b) M. S. Winston, W. J. Wolf,
F. D. Toste, J. Am. Chem. Soc. 2014, 136, 7777–7782; c) S.
Martínez-Salvador, J. Forniés, A. Martín, B. Menjón, Angew.
Chem. Int. Ed. 2011, 50, 6571–6574; Angew. Chem. 2011, 123,
6701–6704; d) M. Baya, D. Joven-Sancho, P. J. Alonso, J.
Orduna, B. Menjón, Angew. Chem. Int. Ed. 2019, 58, 9954–
9958; Angew. Chem. 2019, 131, 10059–10063; e) A. Portugués,
I. López-García, J. Jiménez-Bernad, D. Bautista, J. Gil-Rubio,
Chem. Eur. J. 2019, 25, 15535–15547.

[6] For selected contributions on pentafluorophenyl AuI and AuIII

complexes, see: a) J. Coetzee, W. F. Gabrielli, K. Coetzee, O.
Schuster, S. D. Nogai, Angew. Chem. Int. Ed. 2007, 46, 2497–
2500; Angew. Chem. 2007, 119, 2549–2552; b) M. Hofer, E.
Gomez-Bengoa, C. Nevado, Organometallics 2014, 33, 1328–
1332; c) M. N. Peñas-Defrutos, C. Bartolomé, M. García-
Melchor, P. Espinet, Angew. Chem. Int. Ed. 2019, 58, 3501–
3505; Angew. Chem. 2019, 131, 3539–3543.

[7] For gold-catalyzed (transfer) hydrofluorination of alkynes, see:
a) R. Gauthier, M. Mamone, J.-F. Paquin, Org. Lett. 2019, 21,
9024–9027; b) D. Mulryan, J. Rodwell, N. A. Phillips, M. R.
Crimmin, ACS Catal. 2022, 12, 3411–3419.

[8] M. D. Levin, T. Q. Chen, M. E. Neubig, C. M. Hong, C. A.
Theulier, I. J. Kobylianski, M. Janabi, J. P. O’Neil, F. D. Toste,
Science 2017, 356, 1272–1276.

[9] a) A. G. Tskhovrebov, J. B. Lingnau, A. Fürstner, Angew.
Chem. Int. Ed. 2019, 58, 8834–8838; Angew. Chem. 2019, 131,
8926–8930; b) S. M. P. Vanden Broeck, D. J. Nelson, A. Colla-
do, L. Falivene, L. Cavallo, D. B. Cordes, A. M. Z. Slawin, K.
Van Hecke, F. Nahra, C. S. J. Cazin, S. P. Nolan, Chem. Eur. J.
2021, 27, 8461–8467.

[10] a) M. Joost, L. Estévez, S. Mallet-Ladeira, K. Miqueu, A.
Amgoune, D. Bourissou, Angew. Chem. Int. Ed. 2014, 53,
14512–14516; Angew. Chem. 2014, 126, 14740–14744; b) A.
Zeineddine, F. Rekhroukh, E. D. Sosa-Carrizo, S. Mallet-
Ladeira, K. Miqueu, A. Amgoune, D. Bourissou, Angew.
Chem. Int. Ed. 2018, 57, 1306–1310; Angew. Chem. 2018, 130,
1320–1324.

[11] a) J. R. Denton, D. Sukumaran, H. M. L. Davies, Org. Lett.
2007, 9, 2625–2628; b) F. D. Adly, M. G. Gardiner, A. Ghanem,
Chem. Eur. J. 2016, 22, 3447–3461; c) C. B. Liu, W. Meng, F.
Li, S. Wang, J. Nie, J.-A. Ma, Angew. Chem. Int. Ed. 2012, 51,

Scheme 5. Gold-catalyzed O� H/N� H insertion reactions from the α-
CF3 diazo derivative 2-Ph (NMR yields determined by 19F NMR using
4,4’-difluorobiphenyl as internal standard, isolated yield in parenthe-
ses).

Angewandte
ChemieResearch Articles

Angew. Chem. Int. Ed. 2022, e202204781 (6 of 7) © 2022 The Authors. Angewandte Chemie International Edition published by Wiley-VCH GmbH

https://doi.org/10.1021/acs.chemrev.6b00203
https://doi.org/10.1021/om050619f
https://doi.org/10.1021/om050619f
https://doi.org/10.1021/ja106257n
https://doi.org/10.1021/ja106257n
https://doi.org/10.1021/jacs.6b07763
https://doi.org/10.1002/anie.202009359
https://doi.org/10.1002/anie.202009359
https://doi.org/10.1002/ange.202009359
https://doi.org/10.1002/anie.201802952
https://doi.org/10.1002/anie.201802952
https://doi.org/10.1002/ange.201802952
https://doi.org/10.1039/C8CC02535E
https://doi.org/10.1039/C8CC02535E
https://doi.org/10.1039/C5DT02023A
https://doi.org/10.1039/C5DT02023A
https://doi.org/10.1039/dt9760001360
https://doi.org/10.1039/dt9760001360
https://doi.org/10.1021/ja503974x
https://doi.org/10.1002/anie.201101231
https://doi.org/10.1002/anie.201101231
https://doi.org/10.1002/ange.201101231
https://doi.org/10.1002/ange.201101231
https://doi.org/10.1002/anie.201903496
https://doi.org/10.1002/anie.201903496
https://doi.org/10.1002/ange.201903496
https://doi.org/10.1002/chem.201903058
https://doi.org/10.1002/anie.200604592
https://doi.org/10.1002/anie.200604592
https://doi.org/10.1002/ange.200604592
https://doi.org/10.1021/om400884s
https://doi.org/10.1021/om400884s
https://doi.org/10.1002/anie.201813419
https://doi.org/10.1002/anie.201813419
https://doi.org/10.1002/ange.201813419
https://doi.org/10.1021/acs.orglett.9b03425
https://doi.org/10.1021/acs.orglett.9b03425
https://doi.org/10.1021/acscatal.1c05474
https://doi.org/10.1126/science.aan1411
https://doi.org/10.1002/anie.201903957
https://doi.org/10.1002/anie.201903957
https://doi.org/10.1002/ange.201903957
https://doi.org/10.1002/ange.201903957
https://doi.org/10.1002/chem.202100195
https://doi.org/10.1002/chem.202100195
https://doi.org/10.1002/anie.201407684
https://doi.org/10.1002/anie.201407684
https://doi.org/10.1002/ange.201407684
https://doi.org/10.1002/anie.201711647
https://doi.org/10.1002/anie.201711647
https://doi.org/10.1002/ange.201711647
https://doi.org/10.1002/ange.201711647
https://doi.org/10.1021/ol070714f
https://doi.org/10.1021/ol070714f
https://doi.org/10.1002/chem.201504817
https://doi.org/10.1002/anie.201202372


6227–6230; Angew. Chem. 2012, 124, 6331–6334; d) S. Hyde, J.
Veliks, B. Liégault, D. Grassi, M. Taillefer, V. Gouverneur,
Angew. Chem. Int. Ed. 2016, 55, 3785–3789; Angew. Chem.
2016, 128, 3849–3853; e) S. Hyde, J. Veliks, D. M. H. Ascough,
R. Szpera, R. S. Paton, V. Gouverneur, Tetrahedron 2019, 75,
17–25; f) V. Carreras, C. Besnard, V. Gandon, T. Ollevier, Org.
Lett. 2019, 21, 9094–9098.

[12] a) B. Morandi, J. Cheang, E. M. Carreira, Org. Lett. 2011, 13,
3080–3081; b) B. Morandi, B. Mariampillai, E. M. Carreira,
Angew. Chem. Int. Ed. 2011, 50, 1101–1104; Angew. Chem.
2011, 123, 1133–1136; c) X. Huang, M. Garcia-Borràs, K. Miao,
S. B. J. Kan, A. Zutshi, K. N. Houk, F. H. Arnold, ACS Cent.
Sci. 2019, 5, 270–276; d) H.-X. Wang, Q. Wan, K.-H. Low,
C. Y. Zhou, J. S. Huang, J. L. Zhang, C. M. Che, ACS Chem.
Neurosci. Chem. Sci. 2020, 11, 2243–2259; Chem. Sci. 2020, 11,
5837–5837; e) D. Nam, A. Tinoco, Z. Shen, R. D. Adukure, G.
Sreenilayam, S. D. Khare, R. Fasan, J. Am. Chem. Soc. 2022,
144, 2590–2602.

[13] H. Luo, G. Wu, Y. Zhang, J. Wang, Angew. Chem. Int. Ed.
2015, 54, 14503–14507; Angew. Chem. 2015, 127, 14711–14715.

[14] a) X. Wang, Y. Xu, Y. Deng, Y. Zhou, J. Feng, G. Ji, Y.
Zhang, J. Wang, Chem. Eur. J. 2014, 20, 961–965; b) U. P. N.
Tran, R. Hommelsheim, Z. Yang, C. Empel, K. J. Hock, T. V.
Nguyen, R. M. Koenigs, Chem. Eur. J. 2020, 26, 1254–1257;
c) Z. Yang, M. Möller, R. K. Koenigs, Angew. Chem. Int. Ed.
2020, 59, 5572–5576; Angew. Chem. 2020, 132, 5620–5624; d) C.
Pei, Z. Yang, R. M. Koenigs, Org. Lett. 2020, 22, 7300–7304.

[15] For reviews dealing with AuI carbene complexes, see: a) D.
Qian, J. Zhang, Chem. Soc. Rev. 2015, 44, 677–698; b) R. J.
Harris, R. A. Widenhoefer, Chem. Soc. Rev. 2016, 45, 4533–
4551; c) T. Wang, A. S. K. Hashmi, Chem. Rev. 2021, 121,
8948–8978; d) M. Navarro, D. Bourissou, Adv. Organomet.
Chem. 2021, 76, 101–144.

[16] For a unique example of a AuIII carbene complex, see: A.
Pujol, M. Lafage, F. Rekhroukh, N. Saffon-Merceron, A.
Amgoune, D. Bourissou, N. Nebra, M. Fustier-Boutignon, N.
Mézailles, Angew. Chem. Int. Ed. 2017, 56, 12264–12267;
Angew. Chem. 2017, 129, 12432–12435.

[17] a) S. Jana, C. Empel, C. Pei, T. Vinh Nguyen, R. M. Koenigs,
Adv. Synth. Catal. 2020, 362, 5721–5727; b) S. Jana, C. Empel,
T. Vinh Nguyen, R.-M. Koenigs, Chem. Eur. J. 2021, 27, 2628–
2632.

[18] H. Yuge, N. Arakawa, S. Wada, T. K. Miyamoto, Acta
Crystallogr. Sect. E 2008, 64, m1110.

[19] W. Tyrra, Y. L. Yagupolskii, N. V. Kirij, E. B. Rusanov, S.
Kremer, D. Naumann, Eur. J. Inorg. Chem. 2011, 1961–1966.

[20] a) R. P. Hughes, R. B. Laritchev, J. Yuan, J. A. Golen, A. D.
Rucker, A. L. Rheingold, J. Am. Chem. Soc. 2005, 127, 15020–
15021; b) J. Yuan, R. P. Hugues, A. L. Rheingold, Dalton
Trans. 2015, 44, 19518–19527; c) D. J. Harrison, G. M. Lee,
M. C. Leclerc, I. Korobkov, T. Baker, J. Am. Chem. Soc. 2013,
135, 18296–18299; d) D. J. Harrison, A. L. Daniels, J. Guan,
B. M. Gabidullin, M. B. Hall, R. T. Baker, Angew. Chem. Int.
Ed. 2018, 57, 5772–5776; Angew. Chem. 2018, 130, 5874–5878.

[21] For reviews dealing with gold and diazo reagents, see: a) M. R.
Fructos, A. M. Diaz-Requejo, P. J. Pérez, Chem. Commun.
2016, 52, 7326–7335; b) L. Liu, J. Zhang, Chem. Soc. Rev. 2016,
45, 506–516.

[22] M. Joost, A. Zeineddine, L. Estévez, S. Mallet-Ladeira, K.
Miqueu, A. Amgoune, D. Bourissou, J. Am. Chem. Soc. 2014,
136, 124654–14657.

[23] See Supporting Information for details.
[24] For a review on through-space spin–spin couplings, see: J. C.

Hierso, Chem. Rev. 2014, 114, 4838–4867.
[25] Deposition Numbers 2124447 (for 3-Ph), 2124452 (for 4’), and

2124272 (for 6) contain the supplementary crystallographic
data for this paper. These data are provided free of charge by
the joint Cambridge Crystallographic Data Centre and Fachin-
formationszentrum Karlsruhe Access Structures service.

[26] A Cambridge Chemical Database search gave 13 relevant
entries, the Au=C bond length ranges from 1.961 to 2.068 Å,
the average value is 2.024 Å.

[27] For reviews discussing the bonding situation within gold
carbene complexes, see: a) D. Benitez, N. D. Shapiro, E.
Tkatchouk, Y. Wang, W. A. Goddard, F. D. Toste, Nat. Chem.
2009, 1, 482–486; b) Y. Wang, M. E. Muratore, A. M. Echavar-
ren, Chem. Eur. J. 2015, 21, 7332–7339; c) R. P. Herrera, M. C.
Gimeno, Chem. Rev. 2021, 121, 8311–8363.

[28] For a discussion of the stabilizing effects in AuI carbene
complexes based on the intrinsic bond orbital (IBO) approach,
see: L. Nunes dos Santos Comprido, J. E. M. N. Klein, G.
Knizia, J. Kästner, A. S. K. Hashmi, Angew. Chem. Int. Ed.
2015, 54, 10336–10340; Angew. Chem. 2015, 127, 10477–10481.

[29] Rotational barriers of 18–27 kcalmol� 1 were computed for
[Co]=CF(CF3) and [Ir]=CF(CF2CF3) complexes, see: a) D. J.
Harrison, S. I. Gorelsky, G. M. Lee, I. Korobkov, R. T. Baker,
Organometallics 2013, 32, 12–15; b) J. Yuan, C. L. Bourgeois,
A. L. Rheingold, R. P. Hughes, Dalton Trans. 2015, 44, 19528–
19542.

[30] Another transition state TSrotAuC-dissocP for the rotation about
the AuC bond with dissociation of one P arm was also found
on the PES. It is higher in energy than TSrotAuC, with an
activation barrier of 23.5 kcalmol� 1 from 3-H (see Table S7).

[31] Thesis Maximilian Joost, 2014, University Paul Sabatier,
Toulouse, France.

[32] For AuI-catalyzed cyclopropanation reactions, see for exam-
ples: a) M. R. Fructos, T. R. Belderrain, P. de Frémont, N. M.
Scott, S. P. Nolan, M. M. Díaz-Requejo, P. J. Pérez, Angew.
Chem. Int. Ed. 2005, 44, 5284–5288; Angew. Chem. 2005, 117,
5418–5422; b) I. K. Mangion, M. Weisel, Tetrahedron Lett.
2010, 51, 5490–5492.

[33] For related (P^P)-chelated π-alkene AuI complexes, see: a) M.
Navarro, A. Toledo, M. Joost, A. Amgoune, S. Mallet-Ladeira,
D. Bourissou, Chem. Commun. 2019, 55, 7974–7977; b) M.
Navarro, A. Toledo, S. Mallet-Ladeira, E. D. Sosa Carrizo, K.
Miqueu, D. Bourissou, Chem. Sci. 2020, 11, 2750–2758.

[34] For AuI-catalyzed X� H insertion reactions, see for examples:
a) A. Prieto, M. R. Fructos, M. M. Díaz-Requejo, P. J. Pérez,
P. Pérez-Galán, N. Delpont, A. M. Echavarren, Tetrahedron
2009, 65, 1790–1793; b) C. R. Solorio-Alvarado, Y. Wang,
A. M. Echavarren, J. Am. Chem. Soc. 2011, 133, 11952–11955.

[35] Gold catalysis was shown to efficiently promote the C� H
functionalization of N-heterocycles with aryldiazoacetates, but
not with PhC(=N2)CF3: S. Jana, C. Empel, C. Pei, P. Asseva,
T. V. Nguyen, R. M. Koenigs, ACS Catal. 2020, 10, 9925–9931.

Manuscript received: April 1, 2022
Accepted manuscript online: April 24, 2022
Version of record online: ■■■, ■■■■

Angewandte
ChemieResearch Articles

Angew. Chem. Int. Ed. 2022, e202204781 (7 of 7) © 2022 The Authors. Angewandte Chemie International Edition published by Wiley-VCH GmbH

https://doi.org/10.1002/anie.201202372
https://doi.org/10.1002/ange.201202372
https://doi.org/10.1002/anie.201511954
https://doi.org/10.1002/ange.201511954
https://doi.org/10.1002/ange.201511954
https://doi.org/10.1016/j.tet.2018.11.022
https://doi.org/10.1016/j.tet.2018.11.022
https://doi.org/10.1021/acs.orglett.9b03480
https://doi.org/10.1021/acs.orglett.9b03480
https://doi.org/10.1021/ol200983s
https://doi.org/10.1021/ol200983s
https://doi.org/10.1002/anie.201004269
https://doi.org/10.1002/ange.201004269
https://doi.org/10.1002/ange.201004269
https://doi.org/10.1021/acscentsci.8b00679
https://doi.org/10.1021/acscentsci.8b00679
https://doi.org/10.1039/D0SC90103B
https://doi.org/10.1039/D0SC90103B
https://doi.org/10.1021/jacs.1c10750
https://doi.org/10.1021/jacs.1c10750
https://doi.org/10.1002/anie.201507219
https://doi.org/10.1002/anie.201507219
https://doi.org/10.1002/ange.201507219
https://doi.org/10.1002/chem.201304143
https://doi.org/10.1002/chem.201904680
https://doi.org/10.1002/anie.201915500
https://doi.org/10.1002/anie.201915500
https://doi.org/10.1002/ange.201915500
https://doi.org/10.1021/acs.orglett.0c02638
https://doi.org/10.1039/C4CS00304G
https://doi.org/10.1039/C6CS00171H
https://doi.org/10.1039/C6CS00171H
https://doi.org/10.1021/acs.chemrev.0c00811
https://doi.org/10.1021/acs.chemrev.0c00811
https://doi.org/10.1016/bs.adomc.2021.02.001
https://doi.org/10.1016/bs.adomc.2021.02.001
https://doi.org/10.1002/anie.201706197
https://doi.org/10.1002/ange.201706197
https://doi.org/10.1002/adsc.202000962
https://doi.org/10.1002/chem.202004724
https://doi.org/10.1002/chem.202004724
https://doi.org/10.1107/S1600536808023374
https://doi.org/10.1107/S1600536808023374
https://doi.org/10.1002/ejic.201001309
https://doi.org/10.1021/ja055166k
https://doi.org/10.1021/ja055166k
https://doi.org/10.1039/C5DT02075A
https://doi.org/10.1039/C5DT02075A
https://doi.org/10.1021/ja411503c
https://doi.org/10.1021/ja411503c
https://doi.org/10.1002/anie.201802090
https://doi.org/10.1002/anie.201802090
https://doi.org/10.1002/ange.201802090
https://doi.org/10.1039/C6CC01958G
https://doi.org/10.1039/C6CC01958G
https://doi.org/10.1039/C5CS00821B
https://doi.org/10.1039/C5CS00821B
https://doi.org/10.1021/cr400330g
https://www.ccdc.cam.ac.uk/services/structures?id=doi:10.1002/anie.202204781
https://www.ccdc.cam.ac.uk/services/structures?id=doi:10.1002/anie.202204781
http://www.ccdc.cam.ac.uk/structures
https://doi.org/10.1038/nchem.331
https://doi.org/10.1038/nchem.331
https://doi.org/10.1002/chem.201406318
https://doi.org/10.1021/acs.chemrev.0c00930
https://doi.org/10.1002/anie.201412401
https://doi.org/10.1002/anie.201412401
https://doi.org/10.1002/ange.201412401
https://doi.org/10.1021/om3010959
https://doi.org/10.1039/C5DT02275D
https://doi.org/10.1039/C5DT02275D
https://doi.org/10.1002/anie.200501056
https://doi.org/10.1002/anie.200501056
https://doi.org/10.1002/ange.200501056
https://doi.org/10.1002/ange.200501056
https://doi.org/10.1016/j.tetlet.2010.08.038
https://doi.org/10.1016/j.tetlet.2010.08.038
https://doi.org/10.1039/C9CC04266K
https://doi.org/10.1039/C9SC06398F
https://doi.org/10.1016/j.tet.2008.10.114
https://doi.org/10.1016/j.tet.2008.10.114
https://doi.org/10.1021/ja205046h
https://doi.org/10.1021/acscatal.0c02230


Research Articles
Gold Carbenes

M. Rigoulet, D. Vesseur, K. Miqueu,
D. Bourissou* e202204781

Gold(I) α-Trifluoromethyl Carbenes: Synthe-
sis, Characterization and Reactivity Studies

Using an (o-carboranyl)diphosphine li-
gand, α-CF3 gold(I) carbenes were iso-
lated and fully characterized. Their stabi-
lization involves Au-to-Ccarb

backdonation and arene-to-Ccarb π-dona-
tion. They readily engage in carbene-type
transformations under both stoichiomet-
ric and catalytic conditions.
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