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Abstract: The first agostic interaction in a gold complex is
described. The presence of a bonding C—H-+Au interaction in
a cationic “tricoordinate” gold(I111) complex was suggested by
DFT calculations and was subsequently confirmed by NMR
spectroscopy at low temperature. The agostic interaction was
analyzed computationally using NBO and QTAIM analyses
(NBO = natural bond orbital; QTAIM = quantum theory of
atoms in molecules).

About 30 years after the crystallographic characterization of
the first o-complex, agostic interactions, that is, the coordi-
nation of 6(C—H) bonds to transition metals,'l have become
a well-documented bonding situation for organometallic
species.>?l Over the years, the presence of agostic interactions
has been documented in numerous complexes. A large body
of experimental and theoretical data has been progressively
collected providing in-depth understanding of the scope,
nature, and characteristics of this weak metal-ligand inter-
action. Agostic interactions are not only of fundamental
interest, but they have also been found to play a major role in
the reactivity of many organometallic species. They have been
found to be ubiquitous in all C—H activation processes,
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regardless of the associated mechanism (for example oxida-
tive addition, o-metathesis, or f—H elimination).

Compared to other transition metals, complexes contain-
ing coinage metals tend to behave singularly, that is, the
formation of obonds within their complexes remains
extremely rare. A few o complexes of Cu have been recently
characterized (Figure 1), but the question of whether or
not ocomplexes with gold can exist remains an open
question.®
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Figure 1. Simplified structures of the few known Cu o complexes.

The presence of short Au--H(C) contacts has been
identified in a few gold(I) and gold(III) complexes, and the
possible existence of agostic interactions in gold complexes
has been speculated upon.”!”) However, no evidence has
been presented to support the presence of a covalent bonding
interaction between the C—H bonds and the gold center, and
computational studies suggest that the short Au---H distances
result instead from conformational constraints.""'? The topic
has been recently reviewed by Schmidbaur et al.,™ who
actually came to the conclusion that “gold(I) and gold(III)
centers are generally very poor acceptors for Au-H—C
interactions” and that “there is currently no evidence for
agostic interactions in organogold compounds” ' Herein, we
report NMR spectroscopic characterization and DFT analysis
of a cationic organogold(III) complex and provide thereby
conclusive evidence for an agostic interaction in a gold
complex.

In the frame of our research program on the reactivity of
gold complexes,”>!! we recently reported the migratory
insertion of norbornene into Au—C bonds."” Dimethyl gold-
(IIT) complex 1 was reacted with B(C¢Fs); in the presence of
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Scheme 1. NBE insertion into Au"'—C bonds to form complex 2 and

the structure of the putative tricoordinate gold(lll) intermediate A,
showing the possible existence of a C—H---Au interaction. This
structure is analogous to the C—H---Pd interaction detected in a related
Pd complex B.l'®

norbornene (NBE) and then trapped with pyridine to afford
the stable tetracoordinate norbornyl gold(IIT) complex 2
(Scheme 1). The reaction is presumed to proceed by methide
abstraction from gold to boron, double insertion of NBE,
followed by coordination of the pyridine. Accordingly,
formation of 2 should involve the cationic tricoordinate
gold(III) species A as key intermediate. Complex A is similar
to the Pd complex B reported by Brookhart et al. for which
a y-agostic interaction was evidenced experimentally."*! This
result prompted us to consider and investigate the possible
existence of a C—H--Au interaction in A.

Tricoordinate gold(IIT) alkyl species are highly unstable
and, to date, have never been characterized.'”?” Thus, the
possible existence and structure of the putative cationic
gold(IIT) intermediate A was first assessed by theoretical
method. DFT calculations were performed at the B3PW91/
SDD + f(Au)/6-31G**(P,C,H) level of theory.”!! The opti-
mized geometry of complex A (Figure 2) revealed a tricoor-
dinate T-shape geometry around the gold center (P-Au-C5=
172.94°, Cpphny-Au-C5 = 95.79°). The two norbornane (NB)
units are arranged in a zig-zag fashion (C2-C1-C6-C5=
168.66°). In addition, a short contact is found between the
gold(IIT) center and a C—H bond of the norbornane not
directly linked to Au (Au~HC,=2.042 A, where C, is
labelled C1 in Figure 2). The Hatom of this C,~H bond
occupies the “free” coordination site of the gold center,
specifically trans to the Au-coordinated carbon atom of the
naphthyl group (C,,pnmy), resulting in the formation of a five-
membered (Au-C5-C6-C1-H) ring. The Au--H-C, bond angle
is significantly bent (114.52°), and the C,—H bond interacting
with gold is noticeably elongated compared to the other C—H
bonds of the NB units (1.147 versus 1.08-1.10 A).

The geometric features of complex A are strongly
reminiscent of those of the reported Pd complex B!"*¥ and
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Figure 2. Optimized structure of complex A at the B3PW91/SDD+f
(Au),6-31G**(P,C,H) level of theory. Selected bond distances (A) and
angles (°): Au—H =2.042, Au—C1=2.726, C1-H=1.147, Au—C5=
2112, Coppp—Au=2.041, P—Au =2.454; Au-H-C1 =114.52, P-Au-
H=98.97, P-Au-C,,, = 84.43, C5-Au-C,,, = 95.79, C5-Au-H = 80.59.
All hydrogen atoms, except the one in close contact with the gold
center, have been omitted for clarity.

suggest the possible existence of an agostic interaction. In the
search for experimental evidence for such a C-H--Au
interaction, we attempted to spectroscopically characterize
the putative cationic gold(III) intermediate A. For that
purpose, the reaction of complex 1 with B(C4F;);/NBE was
carried out in an NMR tube at very low temperature and the
reaction was monitored in situ by NMR spectroscopy. Grat-
ifyingly, analysis of the reaction mixture by *'P NMR spec-
troscopy at —80°C indicated the formation of a new com-
pound with a resonance signal at 6 =80.9 ppm (> 91 % yield
according to *'P NMR analysis). This species is unstable and
decomposes above —30°C, but its structure was completely
assessed by multinuclear NMR spectroscopy at low temper-
ature (Figure 3).

The 'H and “CNMR spectra display characteristic
resonance signals for the P,C-coordinated gold(IIT) fragment
and the [MeB(C4F;);]” counterion. In addition, the "H NMR
spectrum revealed the presence of new signals in the aliphatic
region, corresponding to the NB units. The relative integra-
tion of the aliphatic and naphthyl '"H NMR resonance signals
confirms the insertion of two NBE molecules into the Au—Me
bond. Notably, the *C NMR resonance signal of the NB C—H
group directly linked to the gold center features a large
coupling constant to phosphorus (6=64.7 ppm, */cp=
66.7 Hz), indicating that the norbornyl fragment sits trans to
the phosphorus atom. All of the "H and *C NMR signals for
the NB units could be unambiguously assigned by using 2D
HSQC and HMBC experiments.”!! The '"H NMR resonance
signal for the hydrogen atom in the vy position to the
Au center is not significantly shifted compared to the other
signals of the NB units (6 = 1.50 ppm). This contrasts with the
strong “hydridic” shift detected for the corresponding hydro-
gen atom of the Pd complex B (0 =—4.15 ppm). It is not
possible to ascertain the presence of an agostic interaction
based on '"H NMR chemical shifts.”>%

The most simple and reliable spectroscopic evidence for
an agostic interaction is certainly the value of the
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Figure 3. Selected NMR data for the “tricoordinate” gold(lll) agostic
complex A at —80°C.

'Jy coupling constant, which is unusually low (ranging from
50 to 100 Hz) compared to classical C—H bonds (about
135 Hz).'>! To determine the 'y coupling constants within
the norbornene units of complex A, a 2D J-resolved >C NMR
analysis was performed at —80°C (Figure 4). Accordingly,
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Figure 4. 2D J-resolved *C NMR spectroscopy of complex A showing
the 'Jcyy coupling constants for the agostic C—H bond and non-agostic
C—H bonds (see Figure 2 for atom labelling).

a significantly lower 'Joy coupling constant was detected for
the C—H bond in the y-position to the gold center (97 Hz)
compared to the other C—H bonds (>130 Hz). Another
indication of the coordination of the H, atom of the C—H,
bond to the gold center is provided by the 2D HMQC 'H-*'P
spectrum, which displays a correlation between the H, proton
and the phosphorus atom, with an associated “/p; coupling
constant of 4.5 Hz (Figures $9-10).!

To confirm the diagnostic, low 'Jqy coupling constant
detected for A and thus, the presence of the agostic
interaction, the '/ coupling constants were also computed
for the DFT-optimized geometry (using the GIAO method
implemented in Gaussian, IGLOO II basis set (P, C, H)).
From these calculations, the same trend was found: the 1JC.,H
coupling constant was computed to have a value of 88 Hz
while the other C—H bonds of the NB units display 'J; values
greater than 125 Hz. Additionally, similar measurements
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performed on the tetracoordinate pyridine adduct 2 revealed
an increase of the 1]CYH coupling constant value to 130 Hz,
corresponding to the loss of the agostic interaction (the “free”
coordination site at gold is blocked by N coordination).

The bonding situation in complex A was further examined
computationally by means of natural bond orbital (NBO) and
quantum theory of atoms in molecules (QTAIM) analyses.”*!
NBO calculations identified, at the second-order perturbation
level, a donor-acceptor interaction between the C,—H bond
(0cy orbital) and the gold center (6% yucmapninyyy OTbital trans to
the vacant site at the Au center) with a stabilizing energy
AE® of 18.6 kcalmol ™' (Figure 5a). The QTAIM molecular
graph (Figure 5b) shows a bond path (BP) and a bond critical
point (BCP) between the y-H atom and the gold center. The
values of the electron density p (o = 0.048 ebohr ) and of the

a)

Me

54.8% Cy

39.8% Hy

iPr,

|Pr pa 2.3% All

b)
P(Cy...aw) = 0.048 e bohr

9~ naphthyl

Figure 5. a) Superposition of the donor oy, and acceptor 0%¢,, NBOs
(plot cutoff: 0.08 au) associated with the y-agostic interaction in
complex A (AE® =18.6 kcalmol™"). The 0%c4, NBO is shown in
“chicken-wire” format, the oy NBO in solid colors. Atomic contribu-
tions in the corresponding oy natural localized molecular orbital
(NLMO) are given. b) Atoms-in-molecules (AIM) molecular graph
showing the C—H---Au BP and the main electron density properties
computed at the C—H---Au bond critical points (BCPs). Green circles
indicate BCPs.
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Laplacian (v7%0 =0.14 ebohr ) at the H~-Au BCP fall in the
range of those typically detected for agostic interactions.*!
In addition, the electron density is lower at the BCP of the C,—
H bond (o = 0.24 ebohr ) than at the BCP of other NB C—H
bonds (p~0.27 ebohr™), in line with some stretching and
weakening of the agostic C—H bond upon coordination to the
gold center. For comparison, computational studies were also
carried out on Pd complex B reported by Brookhart et al.l52!]
NBO and QTAIM analyses corroborate the presence of an
agostic interaction in gold complex A, the nature and
magnitude of which are similar to those of the agostic
interaction in Pd complex B.

In conclusion, experimental and computational evidence
for a C—H--Au agostic interaction is provided for the first
time. A “tricoordinate” cationic alkyl gold(III) complex has
been characterized by NMR spectroscopy and its bonding
situation has been thoroughly analyzed. The existence of
agostic interactions within gold complexes is not only of
fundamental interest (complex A is the first o complex of gold
to be verified) but it also has important implications for
studying the reactivity of organogold complexes. Indeed,
agostic interactions are likely to play a significant role in C—H
activation processes and now it is clear that f—H elimination
reactions, although hitherto unknown, can be envisioned with
gold complexes.!

The characterization of complex A also extends the
variety of reported, highly reactive organogold(III) species.
For some time very little was known about the structures,
stability, and reactivity of organogold(III) compounds
because of the intrinsic instability of gold species in high
oxidation states and the challenges associated with their
syntheses. However, the field has significantly progressed
over the last few years.”®! A variety of new organometallic
gold(IT) compounds have been isolated and important
insights have been gained into their intrinsic properties.””
The new class of organogold(IIT) compounds described in this
study, a type of “tricoordinate” cationic organogold(III)
species, is also very interesting. Complexes of this type are
highly electrophilic and coordinatively unsaturated, opening
up promising perspectives in terms of their reactivity.”
Future work in our group will seek to explore further
C—H--Au agostic interactions and their implications on the
stability and reactivity of organogold(III) complexes.

Acknowledgements

Financial support from the Centre National de la Recherche
Scientifique, the Université de Toulouse, and the Agence
Nationale de la Recherche (ANR-JCJC-2012-POGO) is
gratefully acknowledged. Umicore AG & Co is acknowledged
for a generous gift of gold precursors. IPREM (UPPA),
MCIA (Mésocentre de Calcul Intensif Aquitain), and IDRIS
under Allocation 2015 (12015080045) made by Grand Equipe-
ment National de Calcul Intensif (GENCI) are also acknowl-
edged for computational facilities. L. Estévez thanks the
Xunta de Galicia for a postdoctoral contract under the 12C
program.

www.angewandte.de

Zuschriften

© 2016 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

An dte

Chemie

Keywords: agostic interactions -
density functional calculations - gold - NMR spectroscopy -
organometallic compounds

How to cite: Angew. Chem. Int. Ed. 2016, 55, 3414-3418
Angew. Chem. 2016, 128, 3475-3479

[1] The term agostic interactions was defined by Brookhart and
Green. See: a) M. Brookhart, M. L. H. Green, J. Organomet.
Chem. 1983, 250, 395-408; b) M. Brookhart, M. L. H. Green,
L. L. Wong, Prog. Inorg. Chem. 1988, 36, 1-124.

For selected reviews, see: a) W. Scherer, G. S. McGrady, Angew.

Chem. Int. Ed. 2004, 43, 1782—1806; Angew. Chem. 2004, 116,

1816-1842; b) E. Clot, O. Eisenstein, Struct. Bonding (Berlin)

2004, 713, 1-36; c) M. Brookhart, M. L. H. Green, G. Parkin,

Proc. Natl. Acad. Sci. USA 2007, 104, 6908 -6914; d) W. Scherer,

V. Herz, C. Hauf, Struct. Bonding (Berlin) 2012, 146, 159-207;

e) J. Sapmannshausen, Dalton Trans. 2012, 41, 1919-1923.

[3] The concept of agostic interactions has been extended to the

coordination of 6(C—C) bonds. See: a) M. Etienne, A. S. Weller,

Chem. Soc. Rev. 2014, 43, 242-259; b) Y. Escudié, C. Dinoi, O.

Allen, L. Vendier, M. Etienne, Angew. Chem. Int. Ed. 2012, 51,

2461-2464; Angew. Chem. 2012, 124, 2511-2514; c¢)S.K.

Brayshaw, J. C. Green, G. Kociok-Kohn, E.L. Sceats, A.S.

Weller, Angew. Chem. Int. Ed. 2006, 45,452 —-456; Angew. Chem.

2006, 118, 466-470.

X. Ribas, C. Calle, A. Poater, A. Casitas, L. Gomez, R. Xifra, T.

Parella, J. Benet-Buchholz, A. Schweiger, G. Mitrikas, M. Sola,

A. Llobet, T. D. Stack, J. Am. Chem. Soc. 2010, 132, 12299 -

12306.

a) P. Gualco, A. Amgoune, K. Miqueu, S. Ladeira, D. Bourissou,

J. Am. Chem. Soc. 2011, 133, 4257 -4259; b) M. Joost, S. Ladeira,

K. Miqueu, A. Amgoune, D. Bourissou, Organometallics 2013,

32, 898-902.

[6] A.E. Nako, A.J. P. White, M. R. Crimmin, Dalton Trans. 2015,

44, 12530 -12534.

[7] A copper diborane complex has been authenticated computa-

tionally, see: V. Lillo, M. R. Fructos, J. Ramirez, A. A. C. Braga,

F. Maseras, D. R. Mar, P. J. Perez, E. Fernandez, Chem. Eur. J.

2007, 13, 2614-2621.

Dihydrogen complexes of Au have been predicted computa-

tionally as intermediates in gold-catalyzed hydrogenation pro-

cesses, see: a)A. Comas-Vives, C. Gonzalez-Arellano, A.

Corma, M. Iglesias, F. Sanchez, G. Ujaque, J. Am. Chem. Soc.

20006, 128, 4756-4765; b) A. Comas-Vives, G. Ujaque, J. Am.

Chem. Soc. 2013, 135, 1295-1305.

[9] A.llie, C.I. Rat, S. Scheutzow, C. Kiske, K. Lux, T. M. Klapotke,
C. Silvestru, K. Karaghiosoff, Inorg. Chem. 2011, 50, 2675 —2684.

[10] M. A. Cinellu, A. Zucca, S. Stoccoro, G. Minghetti, M. Mana-
ssero, M. Sansoni, J. Chem. Soc. Dalton Trans. 1995, 2865 —2872.

[11] F Kraus, H. Schmidbaur, S. S. Al-juaid, Inorg. Chem. 2013, 52,
9669 -9674.

[12] For discussions on agostic interactions in Cu and Ag complexes,
see: X. Liu, R. Pattacini, P. Deglmann, P. Braunstein, Organo-
metallics 2011, 30, 3302 -3310.

[13] H. Schmidbaur, H. G. Raubenheimer, L. Dobrzanska, Chem.
Soc. Rev. 2014, 43, 345-380.

[14] In the course of a study on f—H elimination/alkene insertion
with NHC gold(I) complexes, Hashmi, Koppel, and co-workers
also noted the “conspicuous absence of agostic interactions in Au'
alkyl complexes”. See: G. Klatt, R. Xu, M. Pernpointner, L.
Molinari, T. Quang Hung, F. Rominger, A.S. Hashmi, H.
Koppel, Chem. Eur. J. 2013, 19, 3954 -3961.

[15] M. Joost, A. Amgoune, D. Bourissou, Angew. Chem. Int. Ed.
2015, 54, 15022 -15045; Angew. Chem. 2015, 127, 15234 -15258.

[16] a) M. Joost, L. Estévez, K. Miqueu, A. Amgoune, D. Bourissou,
Angew. Chem. Int. Ed. 2015, 54, 5236—5240; Angew. Chem.

2

—

(4

—_

5

—_

[8

—_

Angew. Chem. 2016, 128, 3475-3479


http://dx.doi.org/10.1016/0022-328X(83)85065-7
http://dx.doi.org/10.1016/0022-328X(83)85065-7
http://dx.doi.org/10.1002/9780470166376.ch1
http://dx.doi.org/10.1002/anie.200200548
http://dx.doi.org/10.1002/anie.200200548
http://dx.doi.org/10.1002/ange.200200548
http://dx.doi.org/10.1002/ange.200200548
http://dx.doi.org/10.1073/pnas.0610747104
http://dx.doi.org/10.1039/C3CS60295H
http://dx.doi.org/10.1002/anie.201107870
http://dx.doi.org/10.1002/anie.201107870
http://dx.doi.org/10.1002/ange.201107870
http://dx.doi.org/10.1002/anie.200503036
http://dx.doi.org/10.1002/ange.200503036
http://dx.doi.org/10.1002/ange.200503036
http://dx.doi.org/10.1021/ja101599e
http://dx.doi.org/10.1021/ja101599e
http://dx.doi.org/10.1021/ja200789z
http://dx.doi.org/10.1021/om301211c
http://dx.doi.org/10.1021/om301211c
http://dx.doi.org/10.1039/C5DT02144H
http://dx.doi.org/10.1039/C5DT02144H
http://dx.doi.org/10.1002/chem.200601146
http://dx.doi.org/10.1002/chem.200601146
http://dx.doi.org/10.1021/ja057998o
http://dx.doi.org/10.1021/ja057998o
http://dx.doi.org/10.1021/ja305630z
http://dx.doi.org/10.1021/ja305630z
http://dx.doi.org/10.1021/ic102595d
http://dx.doi.org/10.1039/dt9950002865
http://dx.doi.org/10.1021/ic4014762
http://dx.doi.org/10.1021/ic4014762
http://dx.doi.org/10.1021/om200033m
http://dx.doi.org/10.1021/om200033m
http://dx.doi.org/10.1039/C3CS60251F
http://dx.doi.org/10.1039/C3CS60251F
http://dx.doi.org/10.1002/chem.201203043
http://dx.doi.org/10.1002/anie.201506271
http://dx.doi.org/10.1002/anie.201506271
http://dx.doi.org/10.1002/ange.201506271
http://dx.doi.org/10.1002/anie.201500458
http://dx.doi.org/10.1002/ange.201500458
http://www.angewandte.de

GDCh
~~

(17]

(18]

(19]

(20]

[21]
(22]

(23]

Angew. Chem. 2016, 128, 34753479

2015, 127, 5325-5329; b) M. Joost, A. Zeineddine, L. Estévez, S.
Mallet-Ladeira, K. Miqueu, A. Amgoune, D. Bourissou, J. Am.
Chem. Soc. 2014, 136, 14654—14657; c) J. Guenther, S. Mallet-
Ladeira, L. Estevez, K. Miqueu, A. Amgoune, D. Bourissou, J.
Am. Chem. Soc. 2014, 136, 1778-1781; d) N. Lassauque, P.
Gualco, S. Mallet-Ladeira, K. Miqueu, A. Amgoune, D.
Bourissou, J. Am. Chem. Soc. 2013, 135, 13827-13834; ¢) P.
Gualco, S. Ladeira, K. Miqueu, A. Amgoune, D. Bourissou,
Organometallics 2012, 31, 6001 -6004; f) P. Gualco, S. Ladeira,
K. Miqueu, A. Amgoune, D. Bourissou, Angew. Chem. Int. Ed.
2011, 50, 8320-8324; Angew. Chem. 2011, 123, 84708474,

F. Rekhroukh, R. Brousses, A. Amgoune, D. Bourissou, Angew.
Chem. Int. Ed. 2015, 54, 1266—1269; Angew. Chem. 2015, 127,
1282 -1285.

a) M. D. Walter, P.S. White, M. Brookhart, Chem. Commun.
2009, 6361-6363; b) M. D. Walter, R. A. Moorhouse, S. A.
Urbin, P. S. White, M. Brookhart, J. Am. Chem. Soc. 2009, 131,
9055-9069.

Tricoordinate alkyl gold(IIT) complexes are likely involved as
intermediates in various reductive elimination reactions. For
selected examples, see: a) A. Tamaki, S. A. Magennis, J. K.
Kochi, J. Am. Chem. Soc. 1974, 96, 6140-6148; b) S. Komiya,
T. A. Albright, R. Hoffmann, J. K. Kochi, J. Am. Chem. Soc.
1976, 98, 7255-7265; c) V. J. Scott, J. A. Labinger, J. E. Bercaw,
Organometallics 2010, 29, 4090-4096; d) N. P. Mankad, F. D.
Toste, Chem. Sci. 2012, 3, 72-76; e¢) M. S. Winston, W. J. Wolf,
E. D. Toste, J. Am. Chem. Soc. 2014, 136, 7777-7782.
Tricoordinate bis(silyl) phosphine gold(IIT) complexes have
been characterized by NMR spectroscopy at low temperature,
see: M. Joost, P. Gualco, Y. Coppel, K. Miqueu, C. E. Kefalidis,
L. Maron, A. Amgoune, D. Bourissou, Angew. Chem. Int. Ed.
2014, 53, 747-751; Angew. Chem. 2014, 126, 766 —-770.

See the Supporting Information for details.

The difference detected between A and B may result from
distinct topologies of the electron density in the two complexes,
according to recent studies by Scherer et al.”®) QTAIM calcu-
lations are consistent with the upfield shift detected for complex
B, with the agostic C—H bond pointing towards a zone of charge
depletion. However, similar analyses are not conclusive for
complex A since the peripheral electron shells are not resolved
in the Laplacian maps.?!)

a) W. Scherer, V. Herz, A. Briick, C. Hauf, F. Reiner, S.
Altmannshofer, D. Leusser, D. Stalke, Angew. Chem. Int. Ed.
2011, 50, 2845-2849; Angew. Chem. 2011, 123, 2897-2902;
b) J. E. Barquera-Lozada, A. Obenhuber, C. Hauf, W. Scherer, J.

Zuschriften

[24]

[25]

[26]

(27]

(28]

Phys. Chem. A 2013, 117, 4304-4315; c) W. Scherer, A.C.
Dunbar, J. E. Barquera-Lozada, D. Schmitz, G. Eickerling, D.
Kratzert, D. Stalke, A. Lanza, P. Macchi, N. P. M. Casati, J. Ebad-
Allah, C. Kuntscher, Angew. Chem. Int. Ed. 2015, 54, 2505—
2509; Angew. Chem. 2015, 127, 2535-2539.

For the relevance of these analyses to characterize agostic
interactions, see: M. Lein, Coord. Chem. Rev. 2009, 253, 625—
634.

a) P L. A. Popelier, G. Logothetis, J. Organomet. Chem. 1998,
555, 101-111; b) V. Tognetti, L. Joubert, R. Raucoules, T.
De Bruin, C. Adamo, J. Phys. Chem. A 2012, 116, 5472 —-5479.
H. Schmidbaur, A. Schier, Arabian J. Sci. Eng. 2012, 37, 1187 -
1225.

For selected references on the important classes of gold(III)
complexes, see: a) D. A. Rosca, J. A. Wright, M. Bochmann,
Dalton Trans. 2015, 44, 20785-20807;, b)D. A. Rosca, J.
Fernandez-Cestau, J. Morris, J. A. Wright, M. Bochmann, Sci.
Adv. 2015, 1, e1500761; c) E. Langseth, A. Nova, E. A. Tréseth,
F. Rise, S. @ien, R. H. Heyn, M. Tilset, J. Am. Chem. Soc. 2014,
136, 10104-10115; d) E. Langseth, M. L. Scheuermann, D.
Balcells, W. Kaminsky, K.I. Goldberg, O. Eisenstein, R. H.
Heyn, M. Tilset, Angew. Chem. Int. Ed. 2013, 52, 1660-1663;
Angew. Chem. 2013, 125,1704—-1707; ¢) N. Savjani, D. Rosca, M.
Schormann, M. Bochmann, Angew. Chem. Int. Ed. 2013, 52,
874-877; Angew. Chem. 2013, 125, 908—-911; f) D. A. Rosca,
J. A. Wright, D. L. Hughes, M. Bochmann, Nat. Commun. 2013,
4, 2167-2171; g) D. A. Rosca, D. A. Smith, D. L. Hughes, M.
Bochmann, Angew. Chem. Int. Ed. 2012, 51, 10643-10646;
Angew. Chem. 2012, 124, 10795-10798; h) A. S. K. Hashmi,
Angew. Chem. Int. Ed. 2012, 51, 12935-12936; Angew. Chem.
2012, 7124, 13109-13110; i) M. A. Cinellu, G. Minghetti, F.
Cocco, S. Stoccoro, A. Zucca, M. Manassero, Angew. Chem. Int.
Ed. 2005, 44, 6892—-6895; Angew. Chem. 2005, 117, 7052-7055.
Toste and co-workers recently reported that tricoordinate
cationic [(IPr)Au™(biphenyl)] species generated insitu are
catalytically active for Michael additions as well as for [4+2]
and [2+2] cycloadditions to a,fB-unsaturated carbonyl com-
pounds. The active species was trapped by Lewis bases (H,O,
DMEF, chloride) and the trapped compounds were characterized
as stable four-coordinate gold(IIl) adducts. See: C. Y. Wu, T.
Horibe, C. B. Jacobsen, F. D. Toste, Nature 2015, 517, 449 —-454.

Received: November 30, 2015
Published online: February 2, 2016

© 2016 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

www.angewandte.de

An dte

Chemie

3479


http://dx.doi.org/10.1002/ange.201500458
http://dx.doi.org/10.1021/ja506978c
http://dx.doi.org/10.1021/ja506978c
http://dx.doi.org/10.1021/ja412432k
http://dx.doi.org/10.1021/ja412432k
http://dx.doi.org/10.1021/ja405516j
http://dx.doi.org/10.1021/om3006905
http://dx.doi.org/10.1002/anie.201103719
http://dx.doi.org/10.1002/anie.201103719
http://dx.doi.org/10.1002/ange.201103719
http://dx.doi.org/10.1002/anie.201409604
http://dx.doi.org/10.1002/anie.201409604
http://dx.doi.org/10.1002/ange.201409604
http://dx.doi.org/10.1002/ange.201409604
http://dx.doi.org/10.1039/b916457j
http://dx.doi.org/10.1039/b916457j
http://dx.doi.org/10.1021/ja9025598
http://dx.doi.org/10.1021/ja9025598
http://dx.doi.org/10.1021/ja00826a029
http://dx.doi.org/10.1021/ja00439a024
http://dx.doi.org/10.1021/ja00439a024
http://dx.doi.org/10.1021/om1006566
http://dx.doi.org/10.1039/C1SC00515D
http://dx.doi.org/10.1021/ja503974x
http://dx.doi.org/10.1002/anie.201307613
http://dx.doi.org/10.1002/anie.201307613
http://dx.doi.org/10.1002/ange.201307613
http://dx.doi.org/10.1002/anie.201006065
http://dx.doi.org/10.1002/anie.201006065
http://dx.doi.org/10.1002/ange.201006065
http://dx.doi.org/10.1021/jp4013174
http://dx.doi.org/10.1021/jp4013174
http://dx.doi.org/10.1002/anie.201410532
http://dx.doi.org/10.1002/anie.201410532
http://dx.doi.org/10.1002/ange.201410532
http://dx.doi.org/10.1016/j.ccr.2008.07.007
http://dx.doi.org/10.1016/j.ccr.2008.07.007
http://dx.doi.org/10.1016/S0022-328X(97)00710-9
http://dx.doi.org/10.1016/S0022-328X(97)00710-9
http://dx.doi.org/10.1021/jp302264d
http://dx.doi.org/10.1007/s13369-012-0313-3
http://dx.doi.org/10.1007/s13369-012-0313-3
http://dx.doi.org/10.1126/sciadv.1500761
http://dx.doi.org/10.1126/sciadv.1500761
http://dx.doi.org/10.1021/ja504554u
http://dx.doi.org/10.1021/ja504554u
http://dx.doi.org/10.1002/anie.201209140
http://dx.doi.org/10.1002/ange.201209140
http://dx.doi.org/10.1002/anie.201208356
http://dx.doi.org/10.1002/anie.201208356
http://dx.doi.org/10.1002/ange.201208356
http://dx.doi.org/10.1002/anie.201208603
http://dx.doi.org/10.1002/ange.201208603
http://dx.doi.org/10.1002/ange.201208603
http://dx.doi.org/10.1002/anie.200501754
http://dx.doi.org/10.1002/anie.200501754
http://dx.doi.org/10.1002/ange.200501754
http://dx.doi.org/10.1038/nature14104
http://www.angewandte.de

