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Alkylidene ± metal intermediates play a key role in several
important reactions such as transition metal catalyzed olefin
and alkyne polymerization, olefin metathesis, or olefination of
carbonyl compounds. Therefore there is a great deal of
interest in model studies with defined and isolable alkylidene
complexes, and several methods for the synthesis of such
compounds have already been developed.[1] Among the
alkylidene ± metal complexes of the titanium group, the
methylidene titanocene [Cp2Ti�CH2] has gained special
significance. Its application in organic synthesis[2] is attributed
to the fact that it is relatively readily generated in situ from
different compounds such as bis(cyclopentadienyl)titanacy-
clobutane complexes,[3] dimethyltitanocene,[4] or [Cp2TiCH2 ´
Me2AlCl] (Tebbe reagent).[5] To date, however, very few
alkylidene ± metal complexes of the titanium group have been
isolated and characterized by X-ray structure analysis
(Scheme 1).[6±9]

Scheme 1. Selected, structurally characterized alkylidene complexes of
titanium and ziroconium complexes. a : Ti ± C 1.933(6) �, d(Ti�C)� 202.1
(main components);[6] b : Ti ± C 1.911(3) �, d(Ti�C)� 278.1;[7] c : Ti ± C
2.051(2) �, d(Ti�C)� 258.1;[8] d : Zr ± C 2.024(4) �, d(Zr�C)� 229.4.[9]

[2] R. Herges, Angew. Chem. 1994, 106, 261 ± 283; Angew. Chem. Int. Ed.
Engl. 1994, 33, 255 ± 276.

[3] R. Herges, J. Chem. Inf. Comput. Sci. 1994, 43, 91 ± 106.
[4] R. Reiser, C. Süling, G. Schröder, Chem. Ber. 1992, 125, 2493 ± 2501.
[5] F. L. Greenwood, L. J. Durham, J. Org. Chem. 1969, 34, 3363 ± 3366.
[6] W. Kohn, A. D. Becke, R. G. Parr, J. Phys. Chem. 1996, 100, 12974 ±

12980.
[7] A. D. Becke, J. Chem. Phys. 1993, 98, 5648 ± 5652.
[8] C. Lee, W. Yang, R. G. Parr, Phys. Rev. B 1988, 37, 785.
[9] GAUSSIAN92, Revision B, M. J. Frisch, G. W. Trucks, M. Head-

Gordon, P. M. W. Gill, M. W. Wong, J. B. Foresman, B. G. Johnson,
H. B. Schlegel, M. A. Robb, E. S. Repogle, R. Gomperts, J. L. Andres,
K. Raghavachari, J. S. Binkley, C. Gonzalez, R. L. Martin, D. J. Fox,
D. J. Defrees, J. Baker, J. J. P. Stewart, J. A. Pople, Gaussian, Inc.,
Pittsburgh, PA, 1992.

[10] See also: T. Fukunaga, T. Mukai, Y. Akasaki, R. Suzuki, Tetrahedron
Lett. 1970, 39, 2975 ± 2978, they observed fragmentation of the tropone
ethylene ketal above T� 110 8C to benzene, carbon dioxide, and
ethene (Ea� 31.6 kcal molÿ1). According to the authors the fragmen-
tation is rate-determining.

[11] G. Welt, E. Wolf, P. Fischer, B. Föhlisch, Chem. Ber. 1982, 115, 3927 ±
3435. Tropone ethylene ketal forms a cycloheptatriene and not a
norcaradiene adduct with N-phenyltriazolindione at 25 8C within in
90 min (in contrary to the unsubstituted system) By ketal substitution
the isomeric equilibrium is shifted towards the cycloheptatriene.

[12] The planarization is caused by the conjugation of the p-electron
system in the seven-membered ring with the acetal-O atoms which
leads to the formation of a structure with partial tropylium cation
character.

[13] A planarized cycloheptatriene ring in tropone diethylacetal was also
found by NMR-spectroscopic investigations: H. Günther, M. Görlitz,
H. Meisenheimer, Org. Magn. Res. 1974, 6, 388 ± 394.

[14] D. G. Truhlar, A. Kuppermann, J. Am. Chem. Soc. 1971, 93, 1840 ±
1851.

[15] a) K. Fukui, Acc. Chem. Res. 1981, 14, 363 ± 368; b) K. Fukui, Pure
Appl. Chem. 1982, 54, 1825 ± 1836.

[16] The nonstationary points on the reaction coordinate were calculated
by using the IRC routine implemented in the GAUSSIAN94 program.
The values on the reaction coordinate at the minimum structures
(starting materials, intermediates, product) were calculated relative to
the transition states. Reference point for the absolute values of the
IRC coordinate is in each case the value of the norcaradiene
intermediates 4a and 4b.

[17] J. J. Stewart, J. Comp. Chem. 1989, 10, 209 ± 221.
[18] Carbonyl oxides were postulated as intermediates by R. Criegee

during his investigations on the ozonolysis of alkenes. He termed them
zwitterions : R. Criegee, Angew. Chem. 1975, 87, 765 ± 771; Angew.
Chem. Int. Ed. Engl. 1975, 14, 745 ± 752, and references therein.
Matrix investigations led to a more detailed insight in the structure as
polar diradicals : W. Sander, ibid. 1990, 102, 362 ± 372; and 1990, 29,
344 ± 354.

[19] U. Dilger, B. Franz, R. Herges, H. Röttele, G. Schröder, J. Prakt.
Chem. 1998, 340, in press.

[20] S. Braun, H.-O. Kalinowski, S. Berger, 100 and More Basic NMR
Experiments, A Practical Course, 1st edition, VCH, Weinheim, 1996,
p. 112 ± 114.

[21] W. von. E. Doering, C. F. Hiskey, J. Am. Chem. Soc. 1952, 74, 5688 ±
5693.

[22] F. Pietra, F. Del Cima, J. Chem. Soc. (B) 1971, 2224 ± 2230.
[23] J. Ciabattoni, G. A. Berchtold, J. Am. Chem. Soc. 1965, 87, 1404 ± 1405.
[24] G. L. Closs, L. E. Closs, J. Am. Chem. Soc. 1961, 83, 599 ± 602.
[25] R. H. Finnegan, D. Knutson, J. Chem. Soc. Chem. Commun. 1966,

172 ± 173

[*] Priv.-Doz. Dr. J. Scholz, Dipl.-Chem. S. Kahlert
Institut für Anorganische Chemie der Universität Halle-Wittenberg
Kurt-Mothes-Strasse, D-06099 Halle (Germany)
Fax: (�49) 345-55-25621
E-mail : j.scholz@chemie.uni-halle.de

Dr. H. Görls
Institut für Anorganische und Analytische Chemie der Universität
Jena (Germany)

[**] Monoazadiene Complexes of the Early Transition Metals Part 3. This
work was supported by the Deutsche Forschungsgemeinschaft and by
Bayer AG. Part 2: Ref. [11].



COMMUNICATIONS

1858 � WILEY-VCH Verlag GmbH, D-69451 Weinheim, 1998 1433-7851/98/3713-1858 $ 17.50+.50/0 Angew. Chem. Int. Ed. 1998, 37, No. 13/14

In our studies on 1-aza-1,3-diene complexes of the early
transition metals[10] we have established that (1-aza-1,3-
diene)titanium complexes exhibit favorable prerequisites for
the preparation of titanium ± alkylidene complexes: In the 1-
aza-1,3-diene complexes the heterodienes are bound to the
metal atom as 1-aza-but-2-ene-1,4-diyl dianions and form with
these a Ti[CH(R)CH=CHNR] ring.[11] An a-hydrogen elim-
ination at the TiCH group, initiated by the introduction of a
neighboring carbanionic methyl group,[12] would lead to a
Ti�C alkylidene function, which might be additionally stabi-
lized by conjugation with the C�C bond of the coordinated 1-
aza-1,3-diene ligand. We have established that this concept
can be applied successfully and report here on the synthesis
and structure of novel metallacyclic titanium ± alkylidene
complexes.

The 1-aza-1,3-diene complexes 3 a and 3 b are formed in the
reduction of [CpTiCl3] with magnesium in the presence of the
1-aza-1,3-dienes 2 a and 2 b, respectively (Scheme 2).[11] They

Scheme 2. Synthesis of the titanacyclic alkylidene complexes 5 a and 5b.

can be isolated as air-sensitive green-brown crystals (3 a, m.p.
84 8C; 3 b, m.p. 119 ± 122 8C) in yields of up to 67 %; the EI
mass spectra of the compounds contain intense peaks for the
molecular ions.

Their constitution can be deduced unambiguously from the
characteristic NMR spectra (Table 1). In each case the 1-aza-
1,3-diene is formally reduced to the dianion and bound in the
chelate form to the titanium atom, resulting in a 1-aza-2-
titanacyclopent-4-ene ring. Furthermore, a crystal structure
analysis of 3 b[13] revealed that this Ti(C3-C2=C1-N) ring is
folded along the C3 ± N axis (fold angle q� 67.0(2)8); the open
side of the cis-configured heterodiene points in the direction

of the Cp ligand (supine form, Figure 1).[14] The Ti ± C3 and
the Ti ± N distances of 2.147(3) and 1.902(3) �, respectively,
lie in the range of normal single bonds.[15] The short distances
between the titanium atom and the olefinic carbon atoms C1
and C2 (2.323(3) and 2.374(3) �, respectively) likewise
indicate a bonding interaction. Thus, overall the bonding
mode of the 1-aza-1,3-diene to the CpTiCl core is best
described by the s2,p structure type.[16] For the proposed a-

Table 1. NMR spectroscopic data of 3a, 3b, 4 b, 5a, and 5b.[a]

3a : 1H NMR: d� 7.18 (t, 2H; m-Ph), 7.01 (t, 1 H; p-Ph), 6.83 (s, 1 H;�CH),
6.81 (d, 2 H; o-Ph), 6.13 (s, 5H; Cp), 4.16 (sept., 3J(H,H)� 6.5 Hz, 1H; i-
C3H7), 2.03 (s, 3 H;�CMe), 1.27 (d, 3J(H,H)� 6.5 Hz, 3 H; i-C3H7), 1.15 (d,
3J(H,H)� 6.5 Hz, 3H; i-C3H7), 0.42 (s, 1 H; TiCH); 13C NMR: d� 143.11 (s;
ipso-Ph), 128.90 (d, 1J(C,H)� 156 Hz; o/m-Ph), 128.52 (d, 1J(C,H)�
156 Hz; o/m-Ph), 125.39 (d, 1J(C,H)� 156.5 Hz; p-Ph), 118.61 (d,
1J(C,H)� 172.8 Hz; �CH), 116.12 (s, �CMe), 112.97 (d, 1J(C,H)�
174.4 Hz; Cp), 101.50 (d, 1J(C,H)� 136.9 Hz; TiCH), 59.66 (d, 1J(C,H)�
138.5 Hz; i-C3H7), 25.53 (q, 1J(C,H)� 125.5 Hz; i-C3H7), 23.31 (q,
1J(C,H)� 127.1 Hz; i-C3H7), 18.55 (q, 1J(C,H)� 127.1 Hz;�CMe)

3b : 1H NMR: d� 7.18 (t, 2H; m-Ph), 7.01 (t, 1H; p-Ph), 6.83 (s, 1H;�CH),
6.80 (d, 2 H; o-Ph), 6.12 (s, 5H; Cp), 3.70 (m, 1H; cyclo-C6H11), 2.02 (s, 3H;
�CMe), 1.90 - 1.15 (m, 10H; cyclo-C6H11), 0.43 (s, 1H; TiCH); 13C NMR:
d� 143.19 (s; ipso-Ph), 128.90 (d, 1J(C,H)� 157.7 Hz; o/m-Ph), 128.49 (d,
1J(C,H)� 158.2 Hz; o/m-Ph), 125.36 (d, 1J(C,H)� 160.9 Hz; p-Ph), 119.49
(d, 1J(C,H)� 173.4 Hz; �CH), 115.77 (s; �CMe), 112.97 (d, 1J(C,H)�
174.1 Hz; Cp), 101.56 (d, 1J(C,H)� 138.0 Hz; TiCH), 68.32 (d, 1J(C,H)�
135.4 Hz; cyclo-C6H11), 37.03 (t, 1J(C,H)� 128.9 Hz; cyclo-C6H11), 34.88 (t,
1J(C,H)� 125.5 Hz; cyclo-C6H11), 26.68 (t; cyclo-C6H11), 26.59 (t; cyclo-
C6H11), 26.36 (t; cyclo-C6H11), 18.46 (q, 1J(C,H)� 128.0 Hz;�CMe)

4b : 1H NMR: d� 7.12 (t, 2H; m-Ph), 9.93 (t, 1H; p-Ph), 6.75 (s, 1H;�CH),
6.69 (d, 2 H; o-Ph), 5.98 (s, 5H; Cp), 3.53 (m, 1H; cyclo-C6H11), 2.02 (s, 3H;
�CMe), 1.95 ± 1.15 (m, 10 H; cyclo-C6H11), ÿ0.17 (s, 1 H; TiCH), ÿ1.31 (s,
3H; TiMe); 13C NMR: d� 144.27 (s; ipso-Ph), 128.33 (d, 1J(C,H)�
158.0 Hz; o/m-Ph), 127.87 (d, 1J(C,H)� 156.7 Hz; o/m-Ph), 124.25 (d,
1J(C,H)� 161.0 Hz; p-Ph), 120.74 (d, 1J(C,H)� 170.6 Hz;�CH), 112.65 (s;
�CMe), 111.00 (d, 1J(C,H)� 172.4 Hz; Cp), 97.87 (d, 1J(C,H)� 135.9 Hz;
TiCH), 67.15 (d; cyclo-C6H11), 39.72 (q, 1J(C,H)� 118.1 Hz; TiMe), 37.17
(t, 1J(C,H)� 125.0 Hz; cyclo-C6H11), 35.66 (t, 1J(C,H)� 123.1 Hz; cyclo-
C6H11), 26.57 (t; cyclo-C6H11), 26.44 (t; cyclo-C6H11), 26.34 (t; cyclo-C6H11),
18.73 (q, 1J(C,H)� 123.0 Hz;�CMe)

5a : 1H NMR: d� 6.95 (t, 2 H; m-Ph), 6.82 (d, 2H; o-Ph), 6.51 (t, 1 H; p-Ph),
6.17 (s, 1 H; �CH), 6.04 (s, 5 H; Cp), 4.14 (sept., 3J(H,H)� 6.5 Hz, 1 H; i-
C3H7), 3.37 (q, 3J(H,H)� 7.0 Hz, 4H; OCH2CH3), 2.16 (s, 3 H;�CMe), 1.20
(d, 3J(H,H)� 6.5 Hz, 6 H; i-C3H7), 1.10 (t, 3J(H,H)� 7.0 Hz, 4H;
OCH2CH3); 13C NMR: d� 244.69 (s; Ti�C), 146.25 (s; ipso-Ph), 127.91
(d, 1J(C,H)� 157.8 Hz; �CH), 127.53 (d, 1J(C,H)� 154.3 Hz; o/m-Ph),
126.26 (d, 1J(C,H)� 156.0 Hz; o/m-Ph), 119.45 (d, 1J(C,H)� 152.8 Hz; p-
Ph), 106.14 (d, 1J(C,H)� 170.1 Hz; Cp), 101.53 (br. s; �CMe), 66.05 (t;
OCH2CH3), 58.23 (d, 1J(C,H)� 133.3 Hz; i-C3H7), 26.55 (q; 1J(C,H)�
125.9 Hz; i-C3H7), 18.38 (q, 1J(C,H)� 125.2 Hz; �CMe), 15.54 (q,
1J(C,H)� 126.3 Hz; OCH2CH3)

5b : 1H NMR: d� 6.96 (t, 2H; m-Ph), 6.82 (d, 2 H; o-Ph), 6.52 (t, 1H; p-Ph),
6.18 (s, 1H; �CH), 6.06 (s, 5H; Cp), 3.67 (m, 1H; cyclo-C6H11), 3.38 (q,
3J(H,H)� 6.9 Hz, 4H; OCH2CH3), 2.15 (s, 3 H; �CMe), 1.92 ± 1.18 (m,
10H; cyclo-C6H11), 1.11 (t, 3J(H,H)� 6.9 Hz, 4H; OCH2CH3); 13C NMR:
d� 244.62 (s; Ti�C), 146.42 (s; ipso-Ph), 128.02 (d, 1J(C,H)� 158.4 Hz;
�CH), 127.65 (d, 1J(C,H)� 164.1 Hz; o/m-Ph), 126.45 (d, 1J(C,H)�
156.2 Hz; o/m-Ph), 119.90 (d, 1J(C,H)� 156.4 Hz; p-Ph), 106.40 (d,
1J(C,H)� 170.9 Hz; Cp), 101.70 (br. s; �CMe), 66.17 (t; OCH2CH3),
38.05 (t, 1J(C,H)� 125.6 Hz; cyclo-C6H11), 37.20 (t, 1J(C,H)� 127.4 Hz;
cyclo-C6H11), 27.23, 27.12, 27.02 (t; cyclo-C6H11), 18.35 (q, 1J(C,H)�
125.9 Hz;�CMe), 15.59 (q, 1J(C,H)� 125.5 Hz; OCH2CH3)

[a] The NMR spectra were recorded at 25 8C in [D8]THF at 300.075 (1H)
and 75.462 MHz (13C) on a Varian-Gemini-300-BB spectrometer. Correct
elemental analyses were obtained for all compounds.
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Figure 1. Structure of 3b in the crystal (ellipsoids are drawn at 40%
probability level; all H atoms except H3 were omitted for clarity). Selected
bond lengths [�] and angles [8]: Ti ± Cl 2.310(1), Ti ± N 1.902(3), Ti ± C1
2.323(3), Ti ± C2 2.374(3), Ti ± C3 2.147(3), C1 ± C2 1.394(4), C2 ± C3
1.449(4), C1 ± N 1.376(4), Ti ± H3 2.39(3); N-Ti-C3 87.3(1), N-Ti-Cl
113.76(8), C3-Ti-Cl 109.38(9), Ti-N-C1 88.7(2), Ti-C3-C2 80.1(2), Ti-C3-
H3 93(2); sum of angles at N: 356.9(2); fold angle q : (Ti-N-C3)-(N-C1-C2-
C3)� 67.0(2)8.

hydrogen transfer it is particularly interesting that the Ti-C3-
H3 group shows structural features that are even indicative of
an agostic Ti(H-C interaction (Ti-H3 2.39(3) �, Ti-C3-H3
93(2)8).[17]

Treatment of the 1-aza-1,3-diene complexes 3 a and 3 b with
methyllithium (one equivalent in each case), which was
prepared from methyl iodide and lithium,[18] leads initially to
the methyl compounds 4 a and 4 b, respectively. However,
these can only be detected, and in the case of 4 b isolated, if
the temperature during the reaction is kept below 0 8C. At
room temperature the reaction surprisingly leads directly to
the new metallacyclic titanium ± alkylidene complexes 5 a and
5 b, respectively (Scheme 2). Evidently the methane elimina-
tion from methyl compounds 4 a and 4 b proceeds without
additional activation under very mild conditions. Compounds
5 a and 5 b are air-sensitive red-brown crystalline solids, which
are well soluble, for example, in diethyl ether and n-pentane,
and decompose first above 200 8C. Already on the basis of 13C
NMR spectra it was possible to conclude the presence of
alkylidene complexes: for instance, the signals of the metal-
bound heterodiene carbon atoms are shifted dramatically to
low field (d� 244.69 (5 a), 244.62 (5 b)) compared to those of
3 a and 3 b. They lie in a region that is characteristic for
carbene-carbon atoms (see Scheme 1).[19] However, in order
to explain how the lithium iodide (initially only detected by
elemental analysis) is incorporated in these complexes and
with a view to the first characterization of the structure of
these metallacyclic titanium ± alkylidene complexes, crystal
structure determinations of 5 a and 5 b were carried out.[20]

The two compounds appear to be similar at least in solution,
since their NMR spectra are almost identical (Table 1).
Surprisingly, however, the same is not true for the solid-state
structures (Figures 2 and 3).

The central building block of 5 a and 5 b is a five-membered
titanacycle CpTi(C3-C2=C1-N), which, as for 3 b, is folded
along the C3 ± N axis. However, the orientations of the folds
differ: in 5 b the titanacycle displays a prone-analogous
geometry, it is thus bent towards the Cp ligand (q�
68.2(2)8); in contrast, in 5 a the five-membered ring is folded
away from the Cp ligand (q� 62.3(2)8), which leads to a
supine conformation.[14] In both cases the titanium atom is

Figure 2. Structure of 5a in the crystal (ellipsoids are drawn at the 40%
probability level ; all H atoms were omitted for clarity). Selected bond
lengths [�] and angles [8]: Ti ± I 2.7893(6), Ti ± N 1.949(3), Ti ± C1 2.331(3),
Ti ± C2 2.358(3), Ti ± C3 1.958(3), Li ± N 2.074(6), Li ± O 1.876(6), Li ± C1
2.214(7), Li ± C2 2.260(7), Li ± C3 2.217(6), C1 ± C2 1.397(5), C2 ± C3
1.447(4), C1 ± N 1.381(4); N-Ti-C3 90.3(1), N-Li-C3 80.3(2), N-Ti-I
106.80(8), C3-Ti-I 110.61(9), Ti-N-C1 87.1(2), Ti-C3-C2 86.3(2); sum of
angles at C3: 359.4(2); sum of angles at N: 349.0(2); fold angle q : (Ti-N-
C3)-(N-C1-C2-C3)� 62.3(2)8.

Figure 3. Structure of 5b in the crystal (ellipsoids are drawn at the 40%
probability level ; all H atoms were omitted for clarity). Selected bond
lengths [�] and angles [8]: Ti ± I 2.8012(7), Ti ± N 1.993(2), Ti ± C1 2.274(3),
Ti ± C2 2.324(3), Ti ± C3 1.979(3), Li ± N 2.127(6), Li ± O 1.894(6), Li ± I
2.874(6), Li ± C1 2.764(7), Li ± C2 2.851(6), Li ± C3 2.334(6), Ti ± Li 2.694(6),
C1 ± C2 1.400(4), C2 ± C3 1.431(4), C1 ± N 1.377(4); N-Ti-C3 88.8(1), N-Li-
C3 76.9(2), N-Ti-I 96.11(8), C3-Ti-I 95.94(9), Ti-N-C1 82.7(2), Ti-C3-C2
84.3(2); sum of angles at C3: 351.0(2); sum of angles at N: 335.4(2); fold
angle q : (Ti-N-C3)-(N-C1-C2-C3)� 68.2(2)8.

bound to the nitrogen atoms through normal Ti ± N s bonds
(Ti ± N 1.949(3)(5 a), 1.993(3) � (5 b)).[15] In addition, there are
p interactions to the 1-aza-1,3-diene carbon atoms C1 and C2
(2.331(3), 2.358(3) � (5 a); 2.274(3), 2.324(3) � (5 b)). The
most important structural element of 5 a and 5 b is the Ti�C3
bond (1.958(3) (5 a), 1.973(4) � (5 b)). As expected it is
shorter than the Ti ± C3 single bond of 3 b, and its length
approximately corresponds to those of the Ti�C double bonds
of the titanium ± alkylidene complexes given in Scheme 1.

An important role in the syntheses of these titanium ± al-
kylidene complexes is evidently played by lithium iodide
which is generated in the preparation of methyllithium and is
present in the reaction mixture.[18] Both in 5 a as well as in 5 b
the Iÿ ion occupies the coordination site at the titanium atom
that becomes vacant during the methane elimination so that
the piano stool arrangement remains intact in the ligand
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sphere of the transition metal atom.[21] In 5 b the titanium
atom and the Li� ion are additionally bridged by the Iÿ ion
(Li ± I 2.874(6) �). The Li� ion is furthermore bound over
large distances to the heterodiene termini C3 and N (Li ± C3
2.334(6), Li ± N 2.127(6) �) and is coordinatively saturated by
a molecule of diethyl ether.[22] In 5 a the supine conformation
of the CpTi(=C3-C2=C1-N) five-membered ring prevents a
bond between the Li� and the Iÿ ion. This missing interaction
is compensated by a shorter bond between the Li� ion and the
nitrogen atom (Li ± N 2.074(6) �) and a p interaction with all
three carbon atoms of the heterodiene skeleton (Li ± C1
2.217(6), Li ± C2 2.260(7), Li ± C3 2.214(7) �). Consequently
bonding similar to that in the (1,3-diene)dilithium or
(1,4-diaza-1,3-diene)dilithium compounds can be assumed
here.[23]

The folding of the CpTi(=C3-C2=C1-N), five-membered
ring of 5 a and 5 b prevents the desired conjugation of the
Ti�C bond with the C�C bond within the metallacycle, which
could additionally stabilize the alkylidene function. Despite
this the simple preparation of 5 a and 5 b indicates that stable
alkylidene complexes are accessible from (1-aza-1,3-diene)ti-
tanium complexes under very mild conditions by a-hydrogen
elimination. It still remains unclear why in the formation of 5 a
and 5 b lithium iodide is formally added and not lithium
chloride which is also present in the same amount. Further-
more, it remains to be proven that a supine-prone rearrange-
ment of the 1-aza-1,3-diene ligands in 4 a and 4 b is possible at
least for the step involving the a-hydrogen elimination.[24]

These questions as well as studies into the reactivity of the
new titanium ± alkylidene complexes are currently under
investigation.

Experimental Section

All work was carried out under argon and in carefully dried, degassed
solvents.

3a, 3 b : A solution of [CpTiCl3] 1 (5.00 g, 22.80 mmol) in THF (100 mL)
was treated with the appropriate 1-aza-1,3-diene (22.80 mmol: 2 a : 4.27 g;
2b : 5.18 g) and magnesium (0.554 g, 22.80 mmol) and stirred for 8 h at
ÿ20 8C and then for 24 h at room temperature until the metal had
completely reacted. Subsequently the solvent was removed under vacuum
and the residue was extracted with diethyl ether (100 mL). The extract was
concentrated to dryness and the residue was extracted with n-pentane
(75 mL). After the extract had been left to stand for a long time at ÿ20 8C,
3a (5.13 g, 67%; m.p. 84 8C) and 3b (4.37 g, 51 %; m.p. 119 ± 122 8C)
crystallized in the form of green-brown crystals. The crystals of 3 b suitable
for the crystal structure analysis were obtained by repeated recrystalliza-
tion from diethyl ether.

4b : A solution of 3b (2.10 g, 5.58 mmol) in diethyl ether (100 mL) was
treated dropwise at 0 8C with a solution of methyllithium (6.85 mL of a
0.86 m solution), which had been prepared from methyl iodide and lithium
in diethyl ether. The reaction mixture was stirred for 2 h at 0 8C.
Subsequently the solvent was removed under vacuum and the residue
was extracted in cold (ca. 0 8C) n-pentane (100 mL) and separated by
filtration from the lithium salts. The filtrate was concentrated to dryness
under vacuum to leave a brown microcrystalline solid (1.61 g, 81%;
decomposition above 20 8C).

5a and 5 b : A solution of 3 a (2.64g, 7.86 mmol) and 3b, respectively, (2.95 g,
7.86 mmol) in diethyl ether (100 mL) was treated dropwise at 0 8C with a
solution of methyllithium (5.24 mL of a 1.5 m solution), which had been
prepared from methyl iodide and lithium. The reaction mixture was stirred
for 24 h at room temperature. Subsequently the solvent was removed under
vacuum and the residue was extracted with boiling n-pentane.

After the extract had been left to stand for a long time at ÿ5 8C, 5 a (2.23 g,
56%; m.p. 165 8C) and 5 b (2.67 g, 62%; m.p. 168 8C) crystallized in the form
of red-brown crystals.

Crystals suitable for the crystal structure analyses were obtained by
repeated recrystallization from diethyl ether.
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