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Dihydrogen activation by metal alkyl complexes via s-bond
metathesis is a facile non-redox reaction and a common
method for the preparation of rare-earth[1] and early-tran-
sition-metal hydrido complexes.[2] The intramolecular C�H
bond activation has been reported for metal alkyl or hydride
complexes to give so-called “tucked-in” or “tucked-over”
cyclometalated complexes with concomitant liberation of
alkane or dihydrogen,[3] predominantly in metallocenes of
early transition metals[2b, 4] and f-block elements.[5] The metal-
locene hydrides of zirconium[6] and samarium[5d] and tris-
(amido) actinide hydrides[7] reversibly form the hydrido
complex and the cyclometalated complexes by addition and
removal of dihydrogen.

We have reported a bimetallic trivalent rare-earth-metal
complex with two bridging hydrido ligands that adds dihy-
drogen across a metal–carbon bond and a metal–metal axis.[8]

The reverse liberation of dihydrogen by C�H bond activation
was not observed.[9] We have now obtained a rare-earth-metal
hydrido complex capable of reversibly binding and releasing
dihydrogen under mild conditions. No change in the oxidation
state of the metals is involved, as addition and release occur
by s-bond metathesis involving a metal–carbon bond. Nota-
bly, hydrogenolysis in the solid state was also observed in
a single-crystal to single-crystal transformation.

The cationic dialkyl lutetium complex [Lu(CH2SiMe3)2-
(thf)3][A] (A = B{3,5-C6H3(CF3)2}4)

[10] was treated with the
neutral NNNN-type macrocyclic ligand 1,4,7,10-tetramethyl-
1,4,7,10-tetraazacyclododecane (Me4TACD = Me4[12]aneN4)
to give the THF-free dialkyl complex [(Me4TACD)Lu-
(CH2SiMe3)2][A] (1-Lu) in quantitative yield (Scheme 1).

By allowing the reaction mixture of 1-Lu to stand for six days
at 25 8C, the metalated monoalkyl complex 2-Lu with
a formally monoanionic NNNNC-type ligand was obtained
in 97% yield. This ligand was formed by C�H bond activation
of one of the methyl substituents of the Me4TACD ligand.

When 1-Lu was reacted with phenylsilane in diethyl ether
at 25 8C, the bimetallic trihydride [(Me3TACD-CH2)Lu-
(m-H)3Lu(Me4TACD)][A]2 (3-Lu) was obtained in 92%
yield and was characterized by NMR spectroscopy and
single-crystal XRD studies (Scheme 2). The coupling product

of the s-bond metathesis, PhSiH2CH2SiMe3, was identified by
an NMR-scale reaction in [D8]THF. A characteristic singlet at
d = 8.92 ppm in the 1H NMR spectrum was found for the
bridging hydride ligands, which is similar to that in the TREN-
supported dilutetium trihydrido complex.[8] Another singlet at
d = 1.32 ppm is ascribed to the methylene bridge protons of
the metalated ligand Me3TACD-CH2.

1H–1H COSY and
NOESY NMR studies revealed scalar and through-space
coupling of the hydride ligands with the methyl protons of the
ligands, respectively. A weak cross-peak between the hydrides
and the methylene bridge of the metalated ligand was also
observed in the NOESY, indicating a spatial proximity of
these protons (Supporting Information, Figures S12 and S13).

The solid-state structure of 3-Lu was refined in the non-
centrosymmetric space group P1. Restraints for the C�C, C�
N, and C�F distances had to be employed. Both lutetium
centers are bridged by three hydrogen atoms in m2 fashion
(Figure 1). Owing to the heavy Lu atoms in the structure, the
hydrogen atom positions from X-ray diffraction are not

Scheme 1. C�H bond activation in cationic bis(alkyl) complex 1-Lu to
give complex 2-Lu.

Scheme 2. Preparation of dicationic trihydrido complex 3-Lu.
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absolutely reliable but consistent with the 1H NMR data and
calculations (see below). One metal center (Lu2) is coordi-
nated by four nitrogen atoms of the neutral Me4TACD ligand
and three hydrido ligands, adopting a capped trigonal
prismatic geometry. A similar environment is found for the
eight-coordinate Lu1, except for an additional capping
metalated carbon atom C9. The Lu···Lu distance of
3.1747(5) � is shorter than those found in similar complexes
[(Me5TRENCH2)Lu(m2-H)3Lu(Me6TREN)][B{3,5-C6H3-
(CF3)2}4]2 (3.2775(4) �),[8] [(Me-PNPiPr)2Lu2H3(thf)2][BPh4]
(3.2174(4) �),[11] and [(NCN)LuH2]2(thf)3 (3.2359(5) �).[12]

In THF at 25 8C under 1 bar hydrogen pressure, 3-Lu is
fully converted into the bimetallic tetrahydrido complex
[(Me4TACD)Lu(m-H)4Lu(Me4TACD)][A]2 4-Lu (Scheme 3).
This compound was directly obtained by treating 1-Lu with
dihydrogen (1 bar) in diethyl ether at 25 8C (Supporting
Information).

The addition of dihydrogen is supposed to proceed by s-
bond metathesis involving the metalated methylene group in
3-Lu or both alkyl ligands in 1-Lu. Upon addition of
dihydrogen to a solution of 1-Lu, a colorless oil is formed
and crystallization is observed after 2 h. At this stage, the
analysis of the product mixture reveals both 4-Lu and 3-Lu.
Apparently, 3-Lu is an intermediate, and hydrogenolysis
toward 4-Lu continues in the solid state. To corroborate this
hypothesis, isolated crystalline 3-Lu was treated with H2

(1 bar) at 25 8C overnight. The H2 atmosphere was removed
completely by evacuation and replaced by argon. The

1H NMR spectrum in [D8]THF showed that 3-Lu was
converted into 4-Lu in the solid state. Crystalline 1-Lu was
also transformed into 4-Lu.

The 1H NMR spectrum of 4-Lu exhibits a singlet at d =

8.99 ppm for the hydrido ligands and one sharp singlet for all
of the methyl groups at d = 2.85 ppm. The ethylene protons of
the ligand coalesce to a broad signal ranging from d = 2.0 to
3.7 ppm at room temperature, indicating high fluxionality of
the CH2CH2 bridges. Low-temperature NMR measurements
show decoalesence of this signal into two triplets and two
doublets owing to 3JHH coupling (Supporting Information,
Figure S18). The hydride signal also splits at �40 8C, which is
probably due to slowed interconversion between rotational
isomers. COSY and NOESY experiments reveal that the
hydride and methyl protons couple, and that they are spatially
close to each other (Supporting Information, Figures S16 and
S17).

X-ray diffraction on a single crystal of 4-Lu gave similar
lattice parameters as for 3-Lu. The structure could be solved
by isotypic replacement using the coordinates of the latter
structure. In the space group P1̄, the positions of the CH2 units
lead to distortion from Ci symmetry and the structure was
refined in the non-centrosymmetric space group P1. Both
lutetium atoms are bridged by four hydrido ligands and
supported by two neutral Me4TACD ligands in an eclipsed
arrangement (Figure 2). The coordination geometry around

each metal center is roughly square-antiprismatic. The
Lu···Lu distance of 2.9270(6) � is the shortest known
Lu···Lu distance, and is 0.248 � shorter than that in 3-Lu.
The short intermetallic distance indicates the presence of the
additional bridging hydrogen atom in 4-Lu.[13] The Lu–Lu axis
is almost perpendicular to the N4 planes, with a distance
between the lutetium center and the N4 plane of 1.336(7) �
(Lu1–N1,2,3,4) and 1.344(7) � (Lu2–N5,6,7,8). Binuclear
dicationic complexes with four m2-bridging hydrides are
unprecedented in rare-earth-metal chemistry.[13] Most neutral
rare-earth-metal dihydride complexes featuring monoanionic
ligands, such as cyclopentadienyls,[1c,14] amides,[11, 12, 15] or
pyrazolylborates,[16] tend to form high nuclearity aggregates
([XLnH2]n (n = 3–6)). The staggered conformation of the
hydrides with respect to the opposing N-donor atoms was
reported for d0–d5 systems to be the most stable.[17] It also

Figure 1. Molecular structure of the cationic part of 3-Lu in the solid
state. Hydrogen atoms except for bridging hydrides are omitted for
clarity. Ellipsoids are set at 50 % probability.

Scheme 3. Preparation of dicationic tetrahydrido complex 4-Lu.

Figure 2. Molecular structure of the cationic part of 4-Lu in the solid
state. Hydrogen atoms except for bridging hydrides are omitted for
clarity. Ellipsoids are set at 50 % probability.
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appears in similarly bridged metal-hydride dimers of the
composition [L4M�H4�ML4].[18]

As the crystal lattices of 3-Lu and 4-Lu are similar,[19]

hydrogenolysis of a single crystal of 3-Lu was performed to
give 4-Lu with retention of the crystal morphology (Support-
ing Information).

Complexes 3-Lu and 4-Lu can be stored as solids and as
THF solutions under argon for several weeks at room
temperature. Both 3-Lu and 4-Lu exhibit high thermal
stability and melt under decomposition above 175 8C.

When a solution of 3-Lu in [D8]THF was exposed to H2

(1.5 bar) and monitored by 1H NMR spectroscopy, conversion
into 4-Lu proceeded by first-order kinetics with kobs =

4.58(6) � 10�5 s�1, t1/2 = 4.2 h. By increasing the H2 pressure
to 5 bar, the decay of 3-Lu was still pseudo first-order, but 4-
Lu was obtained much faster (kobs = 1.45(3) � 10�4 s�1, t1/2 =

1.4 h). Increasing the pressure to 6.25 bar further accelerated
the reaction (kobs = 1.81(4) � 10�4 s�1, t1/2 = 1.1 h). A linear
dependence of the rate on the dihydrogen pressure was found
(Supporting Information, Figure S2).

As the methyl groups of the ligand in 1-Lu were easily
metalated with concomitant elimination of SiMe4, the trans-
formation of tetrahydride 4-Lu back to 3-Lu or to a doubly
metalated dihydrido complex by dehydrogenative C�H bond
activation was investigated. By degassing a solution of 4-Lu in
[D8]THF and heating to at least 50 8C, conversion of 4-Lu into
3-Lu was detected by 1H NMR spectroscopy. The decay of
tetrahydride 4-Lu followed pseudo first-order kinetics
(Table 1; Supporting Information, Figure S3).

An Eyring plot of ln(kobs T�1) against T�1 revealed an
activation enthalpy of DH� = 26.3(6) kcalmol�1, a Gibbs free
energy of DG�(393 K) = 29.3(8) kcalmol�1, and an activation
entropy of DS� =�8(2) cal K�1 mol�1 (Supporting Informa-
tion, Figure S5).

Remarkably, the tetradeuteride [D4]4-Lu underwent
faster C�H bond activation at T= 393 K (kobs = 7.0(3) �
10�4 s�1, t1/2 = 0.3 h; Supporting Information, Figure S6). This
inverse kinetic isotope effect (KIE) of kH/kD = 0.62(2) pre-
sumably arises from an equilibrium isotope effect in a pre-
equilibrium. This may involve either a terminal and bridging
hydride/deuteride A or an H�H/H�D exchange reaction
through an intermediate dihydrogen adduct B (Scheme 4).
Species B is reminiscent of the calculated transition state
(Figure 3). The formation of a C�H s-complex prior to the C�
H bond cleavage might also be responsible for an inverse
KIE,[20] although this was not supported by theoretical
calculations.

The isotope effect in the addition reaction was inves-
tigated by treating 3-Lu and [D3]3-Lu with H2 versus D2. 3-Lu
added H2 twice as fast as [D3]3-Lu (Table 2). D2 was added
more slowly by 3-Lu, whereas no difference between H2 and

D2 was measured with [D3]3-Lu. In the reactions of 3-Lu with
D2 and [D3]3-Lu with H2 and D2, formation of significant
amounts of HD was observed. H�D exchange, by reversible
C�H bond activation with the ligand methyl groups or
directly at the metal center (C), appears to be the critical pre-
equilibrium step. This may be responsible for the inverse KIE
observed for the C�H bond activation reaction.

Exposure of 4-Lu to D2 resulted in a slow but steady
decrease of the hydride signal, whereas the N-methyl signal
remained almost unchanged, indicative of a direct H–D
exchange at the metal center. A significant decrease of the
methyl signal intensity for 4-Lu was only observed after three
weeks; this was accompanied by the appearance of decom-
position products (Supporting Information, Figure S20). Of
note, a stepwise deuteration of 4-Lu could be observed by the
gradually shifted hydride resonances of four different iso-
topomers in the range of d = 8.99 to 8.94 ppm (Supporting
Information, Figure S21).

To gain more insight into the hydrogenation of 3-Lu to 4-
Lu, a theoretical investigation at the DFT level (B3PW91)
was carried out. The computed activation barrier at room
temperature of 24.0 kcalmol�1 is in good agreement with the
experimental value. The formation of 4-Lu is exergonic by
9.2 kcalmol�1 (Figure 3). The transition state (TS) is reminis-
cent of that for s-bond metathesis with an almost linear
arrangement for the two hydrogen atoms of H2 and CH2 (H-
H-C angle of 1628). The H�H bond is activated, as bond
elongation indicates (0.95 versus 0.78 � in free H2).

In conclusion, the neutral macrocyclic NNNN-type ligand
Me4TACD has been shown to stabilize cationic alkyl and
hydride complexes of the rare-earth metals. One of the

Table 1: Rate constants and half-lifetimes for the conversion of 4-Lu to 3-
Lu at various temperatures.

T [K] kobs [s�1] t1/2 [h]

363 2.51(10) � 10�5 7.6(3)
373 6.6(4) � 10�5 2.7(2)
383 1.66(6) � 10�4 1.15(4)
393 4.33(9) � 10�4 0.44(2)

Scheme 4. Proposed mechanism for H/D exchange and C�H bond
activation.

Table 2: Rate constants for the conversions of 3-Lu and [D3]3-Lu with H2

versus D2 (1.5 bar, 25 8C).

kobs(H2) [s�1] kobs(D2) [s�1]

3-Lu 4.58(6) � 10�5 3.66(15) � 10�5

[D3]3-Lu 2.34(14) � 10�5 2.42(9) � 10�5
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methyl substituents on the Me4TACD ligand was found to
undergo C�H bond activation. Bimetallic trihydride 3-Lu
featuring a cyclometalated ligand underwent addition of
dihydrogen to give the tetrahydrido complex 4-Lu, containing
a stable quadruply hydride bridged structure.[13] As was
reported for a related bimetallic dihydrido lutetium com-
plex,[8] dihydrogen addition is thermodynamically favored. As
indicated by deuterium labeling experiments, the dihydrogen
release mechanism seems to involve several steps including
labile dihydrogen adducts.[21] In summary, the non-redox
dihydrogen addition and release becomes possible for d0fx

metal centers within a suitable ancillary ligand sphere.
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Mach, Organometallics 2007, 26, 3100 – 3110; g) E. Novarino, I.
Guerrero Rios, S. van der Veer, A. Meetsma, B. Hessen, M. W.
Bouwkamp, Organometallics 2011, 30, 92 – 99.

[5] a) P. L. Watson, J. Am. Chem. Soc. 1983, 105, 6491 – 6493;
b) M. E. Thompson, J. E. Bercaw, Pure Appl. Chem. 1984, 56, 1 –
11; c) J. W. Bruno, G. M. Smith, T. J. Marks, C. K. Fair, A. J.

Schultz, J. M. Williams, J. Am. Chem. Soc. 1986, 108, 40 – 56;
d) W. J. Evans, T. A. Ulibarri, J. W. Ziller, Organometallics 1991,
10, 134 – 142; e) M. Booij, A. Meetsma, J. H. Teuben, Organo-
metallics 1991, 10, 3246 – 3252; f) M. Booij, B. J. Deelman, R.
Duchateau, D. S. Postma, A. Meetsma, J. H. Teuben, Organo-
metallics 1993, 12, 3531 – 3540; g) L. Maron, E. L. Werkema, L.
Perrin, O. Eisenstein, R. A. Andersen, J. Am. Chem. Soc. 2005,
127, 279 – 292; h) W. J. Evans, J. M. Perotti, J. W. Ziller, Inorg.
Chem. 2005, 44, 5820 – 5825; i) W. J. Evans, J. M. Perotti, J. W.
Ziller, J. Am. Chem. Soc. 2005, 127, 3894 – 3909; j) W. J. Evans,
T. M. Champagne, J. W. Ziller, J. Am. Chem. Soc. 2006, 128,
14270 – 14271; k) W. J. Evans, K. A. Miller, A. G. DiPasquale,
A. L. Rheingold, T. J. Stewart, R. Bau, Angew. Chem. 2008, 120,
5153 – 5156; Angew. Chem. Int. Ed. 2008, 47, 5075 – 5078; l) Y.
Takenaka, Z. Hou, Organometallics 2009, 28, 5196 – 5203;
m) W. J. Evans, N. A. Siladke, J. W. Ziller, Chem. Eur. J. 2010,
16, 796 – 800; examples for post-metallocene systems: n) M.
Booij, N. H. Kiers, A. Meetsma, J. H. Teuben, W. J. J. Smeets,
A. L. Spek, Organometallics 1989, 8, 2454 – 2461; o) Y. Mu, W. E.
Piers, D. C. MacQuarrie, M. J. Zaworotko, V. G. Young Jr.,
Organometallics 1996, 15, 2720 – 2726; p) S. Bambirra, S. J. Boot,
D. van Leusen, A. Meetsma, B. Hessen, Organometallics 2004,
23, 1891 – 1898; q) Y. Luo, M. Nishiura, Z. Hou, J. Organomet.
Chem. 2007, 692, 536 – 544; r) B. M. Gardner, J. McMaster, W.
Lewis, A. J. Blake, S. T. Liddle, J. Am. Chem. Soc. 2009, 131,
10388 – 10389.

[6] J. A. Pool, C. A. Bradley, P. J. Chirik, Organometallics 2002, 21,
1271 – 1277.

[7] S. J. Simpson, H. W. Turner, R. A. Andersen, Inorg. Chem. 1981,
20, 2991 – 2995.

[8] A. Venugopal, W. Fegler, T. P. Spaniol, L. Maron, J. Okuda, J.
Am. Chem. Soc. 2011, 133, 17574 – 17577.

[9] Molecular mixed rare-earth/transition-metal hydride clusters
were shown to reversibly add and release hydrogen by a redox
process at the Group 6 metal center: T. Shima, Y. Luo, T.
Stewart, R. Bau, G. J. McIntyre, S. A. Mason, Z. Hou, Nat.
Chem. 2011, 3, 814 – 820.

[10] B. R. Elvidge, S. Arndt, P. M. Zeimentz, T. P. Spaniol, J. Okuda,
Inorg. Chem. 2005, 44, 6777 – 6788.

[11] J. Cheng, T. Shima, Z. Hou, Angew. Chem. 2011, 123, 1897 –
1900; Angew. Chem. Int. Ed. 2011, 50, 1857 – 1860.

[12] J. Cheng, H. Wang, M. Nishiura, Z. Hou, Chem. Sci. 2012, 3,
2230 – 2233.

[13] a) The yttrium homologue of 4-Lu was obtained, but failed to
give a metalated species similar to 3-Lu by heating under
reduced pressure and dihydrogen loss. Bimetallic yttrium
trihydride could not be obtained by hydrogenolysis of an alkyl
precursor with PhSiH3. b) For a dizirconium dication, see:
[(Me3TACD)Zr(m-H)4Zr(Me3TACD)][A]2: H. Kulinna, T. P.
Spaniol, L. Maron, J. Okuda, Inorg. Chem. 2012, 51, 12462 –
12472.

[14] a) O. Tardif, M. Nishiura, Z. Hou, Organometallics 2003, 22,
1171 – 1173; b) K. C. Hultzsch, P. Voth, T. P. Spaniol, J. Okuda,
Z. Anorg. Allg. Chem. 2003, 629, 1272 – 1276; c) K. C. Hultzsch,
T. P. Spaniol, J. Okuda, Angew. Chem. 1999, 111, 163 – 165;
Angew. Chem. Int. Ed. 1999, 38, 227 – 230; d) T. Shima, M.
Nishiura, Z. Hou, Organometallics 2011, 30, 2513 – 2524; e) M.
Nishiura, J. Baldamus, T. Shima, K. Mori, Z. Hou, Chem. Eur. J.
2011, 17, 5033 – 5044.

[15] M. Ohashi, M. Konkol, I. Del Rosal, R. Poteau, L. Maron, J.
Okuda, J. Am. Chem. Soc. 2008, 130, 6920 – 6921.

[16] J. Cheng, K. Saliu, M. J. Ferguson, R. McDonald, J. Takats, J.
Organomet. Chem. 2010, 695, 2696 – 2702.

[17] A. Dedieu, T. A. Albright, R. Hoffmann, J. Am. Chem. Soc.
1979, 101, 3141 – 3151.

[18] a) J. G. Hinman, K. Abdur-Rashid, A. J. Lough, R. H. Morris,
Inorg. Chem. 2001, 40, 2480 – 2481; b) M. D. Fryzuk, S. A.

Figure 3. Calculated energy profile for the hydrogenolysis of 3-Lu to
give 4-Lu.

Angewandte
Chemie

7979Angew. Chem. Int. Ed. 2013, 52, 7976 –7980 � 2013 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim www.angewandte.org

http://dx.doi.org/10.1021/cr960366n
http://dx.doi.org/10.1016/j.ccr.2007.09.019
http://dx.doi.org/10.1038/nchem.595
http://dx.doi.org/10.1016/S0022-328X(00)94033-6
http://dx.doi.org/10.1016/S0022-328X(00)94033-6
http://dx.doi.org/10.1021/ja00231a020
http://dx.doi.org/10.1021/ja00231a020
http://dx.doi.org/10.1021/ja9742242
http://dx.doi.org/10.1021/om9810293
http://dx.doi.org/10.1021/om9810293
http://dx.doi.org/10.1039/c2cs35356c
http://dx.doi.org/10.1021/om00149a016
http://dx.doi.org/10.1021/om00149a016
http://dx.doi.org/10.1021/om960007i
http://dx.doi.org/10.1016/S0020-1693(02)01282-3
http://dx.doi.org/10.1021/om070159l
http://dx.doi.org/10.1021/om1007693
http://dx.doi.org/10.1021/ja00359a023
http://dx.doi.org/10.1351/pac198456010001
http://dx.doi.org/10.1351/pac198456010001
http://dx.doi.org/10.1021/ja00261a009
http://dx.doi.org/10.1021/om00047a040
http://dx.doi.org/10.1021/om00047a040
http://dx.doi.org/10.1021/om00055a048
http://dx.doi.org/10.1021/om00055a048
http://dx.doi.org/10.1021/om00033a027
http://dx.doi.org/10.1021/om00033a027
http://dx.doi.org/10.1021/ja0451012
http://dx.doi.org/10.1021/ja0451012
http://dx.doi.org/10.1021/ic0501061
http://dx.doi.org/10.1021/ic0501061
http://dx.doi.org/10.1021/ja045064e
http://dx.doi.org/10.1021/ja065788l
http://dx.doi.org/10.1021/ja065788l
http://dx.doi.org/10.1002/ange.200801062
http://dx.doi.org/10.1002/ange.200801062
http://dx.doi.org/10.1002/anie.200801062
http://dx.doi.org/10.1021/om900453j
http://dx.doi.org/10.1021/om00112a029
http://dx.doi.org/10.1021/om9600856
http://dx.doi.org/10.1021/om049939+
http://dx.doi.org/10.1021/om049939+
http://dx.doi.org/10.1016/j.jorganchem.2006.06.048
http://dx.doi.org/10.1016/j.jorganchem.2006.06.048
http://dx.doi.org/10.1021/ja904459q
http://dx.doi.org/10.1021/ja904459q
http://dx.doi.org/10.1021/om011090z
http://dx.doi.org/10.1021/om011090z
http://dx.doi.org/10.1021/ic50223a047
http://dx.doi.org/10.1021/ic50223a047
http://dx.doi.org/10.1021/ja207180x
http://dx.doi.org/10.1021/ja207180x
http://dx.doi.org/10.1038/nchem.1147
http://dx.doi.org/10.1038/nchem.1147
http://dx.doi.org/10.1021/ic0511165
http://dx.doi.org/10.1002/ange.201006812
http://dx.doi.org/10.1002/ange.201006812
http://dx.doi.org/10.1002/anie.201006812
http://dx.doi.org/10.1039/c2sc20300f
http://dx.doi.org/10.1039/c2sc20300f
http://dx.doi.org/10.1021/ic301880z
http://dx.doi.org/10.1021/ic301880z
http://dx.doi.org/10.1021/om021014b
http://dx.doi.org/10.1021/om021014b
http://dx.doi.org/10.1002/zaac.200300063
http://dx.doi.org/10.1002/(SICI)1521-3757(19990115)111:1/2%3C163::AID-ANGE163%3E3.0.CO;2-V
http://dx.doi.org/10.1002/(SICI)1521-3773(19990115)38:1/2%3C227::AID-ANIE227%3E3.0.CO;2-M
http://dx.doi.org/10.1021/om1012055
http://dx.doi.org/10.1002/chem.201002998
http://dx.doi.org/10.1002/chem.201002998
http://dx.doi.org/10.1021/ja801771u
http://dx.doi.org/10.1016/j.jorganchem.2010.08.020
http://dx.doi.org/10.1016/j.jorganchem.2010.08.020
http://dx.doi.org/10.1021/ja00506a001
http://dx.doi.org/10.1021/ja00506a001
http://dx.doi.org/10.1021/ic010041b
http://www.angewandte.org


Johnson, S. J. Rettig, Organometallics 2000, 19, 3931 – 3941;
c) S. C. Mayo, M. Bown, V. K. Lloyd, Acta Crystallogr. Sect. C
1994, 50, 367 – 369; d) R. D. Profilet, P. E. Fanwick, I. P. Roth-
well, Polyhedron 1992, 11, 1559 – 1561; e) F. A. Cotton, R. L.
Luck, Inorg. Chem. 1989, 28, 4522 – 4527; f) A. J. Scioly, M. L.
Luetkens, R. B. Wilson, J. C. Huffman, A. P. Sattelberger,
Polyhedron 1987, 6, 741 – 757; g) R. B. Wilson, A. P. Sattel-
berger, J. C. Huffman, J. Am. Chem. Soc. 1982, 104, 858 – 860;
h) R. Bau, W. E. Carroll, R. G. Teller, T. F. Koetzle, J. Am.
Chem. Soc. 1977, 99, 3872 – 3874; i) C. Floriani, E. Solari, G.
Solari, A. Chiesi-Villa, C. Rizzoli, Angew. Chem. 1998, 110,
2367 – 2369; Angew. Chem. Int. Ed. 1998, 37, 2245 – 2248.

[19] Crystal structure data of 3-Lu : space group P1, a =

12.6786(14) �, b = 13.8345(15) �, c = 14.3063(15) �, a =
96.48(2)8, b = 103.025(2)8, g = 92.127(2)8, V= 2423.2(5) �3, Z =

1; 4-Lu : space group P1, a = 12.7156(13) �, b = 13.7727(14) �,
c = 14.3122(15) �, a = 96.530(2)8, b = 103.3104(18)8, g =
91.3757(19)8, V= 2420.0(4) �3, Z = 1.

[20] a) D. G. Churchill, K. E. Janak, J. S. Wittenberg, G. Parkin, J.
Am. Chem. Soc. 2003, 125, 1403 – 1420; b) W. D. Jones, Acc.
Chem. Res. 2003, 36, 140 – 146.

[21] G. J. Kubas, Chem. Rev. 2007, 107, 4152 – 4205.

.Angewandte
Communications

7980 www.angewandte.org � 2013 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim Angew. Chem. Int. Ed. 2013, 52, 7976 –7980

http://dx.doi.org/10.1021/om000359w
http://dx.doi.org/10.1107/S0108270193008042
http://dx.doi.org/10.1107/S0108270193008042
http://dx.doi.org/10.1016/S0277-5387(00)83151-4
http://dx.doi.org/10.1021/ic00324a019
http://dx.doi.org/10.1016/S0277-5387(00)86882-5
http://dx.doi.org/10.1021/ja00367a041
http://dx.doi.org/10.1021/ja00453a074
http://dx.doi.org/10.1021/ja00453a074
http://dx.doi.org/10.1002/(SICI)1521-3757(19980817)110:16%3C2367::AID-ANGE2367%3E3.0.CO;2-3
http://dx.doi.org/10.1002/(SICI)1521-3757(19980817)110:16%3C2367::AID-ANGE2367%3E3.0.CO;2-3
http://dx.doi.org/10.1002/(SICI)1521-3773(19980904)37:16%3C2245::AID-ANIE2245%3E3.0.CO;2-J
http://dx.doi.org/10.1021/ja027670k
http://dx.doi.org/10.1021/ja027670k
http://dx.doi.org/10.1021/ar020148i
http://dx.doi.org/10.1021/ar020148i
http://dx.doi.org/10.1021/cr050197j
http://www.angewandte.org

