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n*-Alkynyl and Vinylidene Transition Metal Complexes.
4.1 Reaction of the Metal—Acetylide
[(7°-CsHs)(NO)(CO)WC=CR]~ with Allyl Halides To Give
n3-Allyl Complexes. (gi-Alkynyl-p3-allyl)tungsten
Complexes: Preparation and Surface-Catalyzed
Isomerization
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Treatment of anionic acetylide complexes [(#°-CsHs)(NO)(CO)WC=CR]~ [R = Si(CHj3)3 (3),
C(CHj3)3 (11a), or CeHs (11b)] with allylic iodides 4b, 14, methallyl iodide, and 3-iodocyclo-
hexene in THF at 0 °C afforded the corresponding n*-alkynyl-;3-allyl complexes 5/6, 12/13,
and 15—-19. The formation of these 73-allyl complexes is rationalized by the electrophilic
attack on the metal center of acetylide complexes to create a *-allyl complex, which is further
stabilized by elimination of a CO ligand. The #3-allyl complexes 12a/13a, 12b/13b, 18a,
and 19a undergo a surface-catalyzed isomerization on silica gel as well as neutral alumina
to the (y?-allene)tungsten complexes 20—23. The crystal structures of complexes 17b and

20 are reported.

Introduction

Transition metal complexes with n'-acetylide ligands
(LhMC=CR) continue to attract interest,? partially
because of their strict relationship to the organometallic
vinylidene chemistry34 but also because of their role as
precursors of molecules containing a linear array of
delocalized m-systems.5 In addition to the studies of
basic chemical transformations,® the investigations in
this area expand from nonlinear optical properties’ to
the preparation of liquid crystals® or polymeric materi-
als.® A central question which remains to be answered
is the bonding interaction of #*-acetylide ligands (C=CR)
with the metal center. This is important for the under-
standing of the electronic interaction between the metal
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and the coordinated z-systems. The reactivity of metal
acetylides with electrophiles gives some indirect indica-
tion of the metal/acetylide bonding interactions.

It is well recognized that the reactivity of transition
metal acetylide complexes can be rationalized on the
basis of resonance forms A and B, with form B becoming
more prevalent with increasing electron density on the
complex upon moving from cationic to anionic com-
plexes.34 The importance of resonance form B is
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indicated by the general attack of electrophiles on the

(5) (a) Roth, G.; Fischer, H. Organometallics 1996, 15, 5766—
5768. (b) Viola, E.; Stero, C. L.; Flavio, T. Organometallics 1996, 15,
4352—4354. (c) Bartik, T.; Bartik, B.; Brady, M.; Dembinski, R.;
Gladysz, J. A. Angew. Chem. 1996, 108, 467—469; Angew. Chem., Int.
Ed. Engl. 1996, 35, 414. (d) Bunz, H. F. Angew. Chem. 1996, 108,
1047-1049; Angew. Chem., Int. Ed. Engl. 1996, 35, 968—971. (e) Jia,
G.; Xia, P. H.; Wu, F. W.; Ng, S. W. Organometallics 1996, 15, 3634—
3636. (f) Weng, W.; Bartik, T.; Brady, M.; Bartik, B.; Ramsden, J. A.;
Arif, J. A,; Gladysz, J. A. 3. Am. Chem. Soc. 1995, 117, 11922—-11931.
(g) Weng, W.; Bartik, T.; Gladysz, J. A. Angew. Chem. 1994, 106, 2269;
Angew. Chem., Int. Ed. Engl. 1994, 33, 2199. (h) Lang, H. Angew.
Chem. 1994, 106, 569—572; Angew. Chem., Int. Ed. Engl 1994, 33,
547.

(6) (a) Terry, M. R.; Kelley, C.; Lugan, N.; Geoffroy, G. L.; Haggerty,
B. S.; Rheingold, A. L. Organometallics 1993, 12, 3607—3617. (b)
Kelley, C.; Lugan, N.; Terry, M. R.; Geoffroy, G. L.; Haggerty, B. S;
Rheingold, A. L. J. Am. Chem. Soc. 1992, 114, 6735—6749. (c) Lugan,
N.; Kelley, C.; Terry, M. R.; Geoffroy, G. L. 3. Am. Chem. Soc. 1990,
112, 3220—3221. See also: Melikyan, G. G.; Nicholas, K. M. In Modern
Acetylene Chemistry; Stang, P. J., Diederich, F., Eds.; VCH: Weinheim,
New York, Basel, Cambridge, Tokyo, 1995; pp 99—138. Casalnuovo,
J. A; Schore, N. E. Ibid., pp 139—-172.

(7) Prasad, P. N., Ulrich, D. R., Eds. Non-linear Optical and Electron
Active Polymers; Plenum Press: New York, 1988.

(8) Fyfe, H. B.; Mlebuz, M.; Zargarian, D.; Taylor, J. J.; Marder, T.
B. J. Chem. Soc., Chem. Commun. 1991, 188—190.

(9) Takahashi, S.; Morimoto, H.; Murata, S.; Kataoka, S.; Sonogash-
ira, K.; Hagihara, N. J. Polym. Sci., Polym. Chem. Ed. 1982, 20,
565.

© 1997 American Chemical Society



Downloaded by CARLI CONSORTIUM on June 30, 2009
Published on September 2, 1997 on http://pubs.acs.org | doi: 10.1021/0m970070n

3966 Organometallics, Vol. 16, No. 18, 1997

B-carbon atom to form vinylidene complexes C (eq 1).1°
In this way, a large number of vinylidene complexes
were recently synthesized.®* However, electrophilic

Ry
LM—C=C—R +E* —= [L,,M:C:C\ ] (1)
E
Cc

attacks on the metal centers were observed only very
rarely.*¢ Addition at the metal center is more likely
when electron-rich complexes or soft electrophiles are
used. Spectroscopic evidence suggests that the proto-
nation of the anionic acetylide complex trans-[RhCI-
(C=CCO;Et)(P'Pr3)2] ["BusN]* with nitromethane as a
weak and soft acid occurs on rhodium and not on the
alkynyl ligand.1* There is no example so far where the
product of an electrophilic addition on the metal center
of an anionic acetylide complex has been isolated.*¢

Intending to explore the possibility of electrophilic
addition on the metal atom of metal acetylide anions,
we investigated the reaction of tungsten complexes 3,
11a, and 11b with a variety of allyl halides. Allylic
electrophiles have the advantage that, after addition
on the metal center as nt-allyl ligands, they can un-
dergo a o—s-rearrangement to build stable #3-allyl
complexes. We found that, depending on the leaving
group on the allyl halide, either exclusive attack on
the metal atom to create a (y3-allyl-p*-alkynyl)tungsten
complex occurs or a mixture of both metal allylation
and C-allylation product is formed. Furthermore, we
observed that the (y%-allyl-p!-alkynyl)tungsten com-
plexes undergo an internal coupling reaction between
allyl and alkynyl moieties on the surface of the sili-
ca gel or aluminum oxide leading to z2-allene com-
plexes.

Results and Discussion

The emerald green solution of lithium metalate 3 is
generated, as described before, by the reaction of lithium
acetylide 2 with tungsten carbonyl complex 1 in THF
at —30 °C for 4 h.'2 Addition of allyl iodide (4b)
produces after 12 h at 0 °C a 1:3 mixture of exo and
endo isomers of n3-allyl -pt-alkynyl complexes 5 and 6
in 62% yield.’31* In contrast to this result, addition of
allyl bromide (4a) to 3 led with 53% vyield to a 1:1
mixture of 2-alkyne complex 7 and a mixture of #3-allyl
complexes 5 and 6. Apparently the polarizability of the
leaving group on the allyl halide plays a dominant role
in this reaction.
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The structures of 5 and 6 were confirmed by the
characteristic pattern for #3-allyl complexes in the 'H
NMR spectra.’®> In accordance with the structure, the
endo product shows two signals for both Hyni at 6 1.1
and 3.0 and two signals for both Hsy, at 0 2.3 and 4.2;
the H2 appears at 6 5.1. The anti and syn protons,
being closest to the metal, are shielded and appear at
higher field.1® The large chemical shift differences
between both of the anti protons as well as between both
of the syn protons is attributed to the asymmetric
coordination of the allyl moiety and reveals a significant
n® — o,n? distortion.

[W Hsyn
1 Hanh‘
H—
3 Hanti
Hsyn W] = (Cp)W(NO)(C=C-R)

The formation of #3-allyl complexes 5 and 6 can be
rationalized by the electrophilic attack on the metal
center of 3 to create the n!-allyl complex 8, which is
further stabilized by the elimination of a CO ligand to
produce the 18-electron (;3-allyl)metal complexes as a
mixture of exo and endo conformers 5 and 6. As shown
before, n2-alkyne complex 7 is the result of allylation
on the g-carbon atom of 3 to the vinylidene derivative
9, followed by a shift of the trimethylsilyl group from
the S-carbon to the a-carbon atom.2a17
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In order to extend these observations for the prepara-
tion of substituted z3-allyl complexes, we studied the
reaction of metalate anions 11a and 11b with 4b, crotyl
iodide (14) methallyl iodide, and 3-iodocyclohexene as
electrophiles. For this purpose anions 11a and 11b
were more conveniently generated by treatment of 10
with 1.0 equiv of n-BuLi in THF at —30 °C.18 In all
cases, allylic electrophiles interact with the metal atom
of the metalate anions and exclusively produce the
corresponding (n3-allyl)metal complexes. It seems that
the addition of a soft electrophile to the metal center of
3, 11a, and 11b is a general behavior.

Similar to the reaction with 3, the addition of allylic
iodide 4b to the anions 11a and 11b gave rise exclu-
sively to the z3-allyl complexes 12a/13a and 12b/13b
as mixtures of exo and endo conformers in ratios of 5:2
and 10:3, respectively, the endo conformer being the
major isomer in these cases. No vinylidene or 72-alkyne
complexes were formed. Faller et al. have shown that
(i73-allyl)dicarbonyl(5-cyclopentadienyl)molybdenum com-
plexes exist in two conformers which are in dynamic
equilibrium.2® The preferred conformation of both the
dicarbonyl and carbonyl nitrosyl #3-allyl complexes
largely depends upon steric factors.?® For the unsub-
stituted (n3-allyl)carbonylmolybdenum complexes the
endo isomer is generally less stable and tends to convert
in solution to the thermodynamically preferred exo
orientation.2°21 The endo conformers 6, 13a, and 13b
are, however, stable in solution at ambient temperature,
and a conversion to the corresponding exo product could
not be observed. The lack of isomerization is likely due
to the high activation barrier in these systems.?? It is
noteworthy that the establishment of endo—exo equi-
librium in cationic complexes (13-allyl)carbonylnitrosyl-
(7°-cyclopentadienyl)molybdenum is over a million times
slower than in the neutral (i3-allyl)dicarbonyl(s°-cyclo-
pentadienyl)molybdenum complexes.?!
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3 H 0~
(/)// N
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From the eight potential stereoisomers, the addition
of asymmetric crotyl iodide (14) to 11a and 11b gave
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rise to a mixture of three conformers, namely, exo, syn
15a, endo, anti 16a, and endo, syn 17a (20:10:70), as
well as exo, syn 15b, endo, anti 16b, and endo, syn 17b
(21:13:66). According to the NMR spectra the endo, syn
conformers 17a and 17b were the predominant species
in these mixtures.?® Upon reaction of 11a and 11b with
methallyl iodide, the endo isomers 18a (50%) and 18b
(55%) are formed. Due to steric interaction between the
methyl group and the cyclopentadienyl ring, the endo
form is the more stable conformer in these cases. On
the other hand, the addition of 3-iodocyclohexene also
led exclusively to the exo conformers 19a (62%) and 19b
(57%) largely for steric reasons. All of the z3-allyl
complexes form yellow solids and were fully character-
ized by their spectral and analytical data. In addition,
the structure of 17b was further confirmed by an X-ray
crystal structure determination (Figure 1).

H
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11 + H3C

’ 2ot "C/R & ot
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ﬁ’/ No \4\ No é No
15 16 17
exo, syn endo, anti endo, syn
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a C(CHJ)S
b | CeHs

Spectroscopy. In the (y3-allyl)(n°-cyclopentadienyl)-
nitrosylmolybdenum and -tungsten complexes the chemi-
cal shift of C2 in the 13C NMR spectra and the proton
chemical shift of the cyclopentadienyl resonance can be
used diagnostically to distinguish between the endo and
exo orientations of the xz-allyl ligand.2%2 In general the
resonances for C2 as well as for the protons of the
cyclopentadienyl ring appear in the exo conformer at
higher field than those of the endo conformer.2°2 On
the basis of these empirical facts, the structures of
complexes 5/6, 12a/13a, and 12b/13b are characterized
(see Table 1). Since complexes 18a, 18b, 19a, and 19b
exist in only one conformer, the chemical shift of the

18 19
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allylic strain between substituents at the ends of the allyl, the sterically
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Figure 1. ORTEP drawing of compound 17b.

cyclopentadienyl resonance is used for the assignment
of geometry.

The syn- and anti-isomer assignments of 15—17 were
made on the basis of 'TH NMR chemical shifts, coupling
constants, and the X-ray crystallographic studies of the
endo, syn complex 17b. Relevant 'H NMR data are
listed in Table 2. Protons occupying the anti position
exhibited significantly larger coupling constants (13.7—
14.1 Hz) to the central proton H2 than the syn protons
(7.1-7.2 Hz).24

Molecular Structure of Complex 17b. Crystal-
lization of complex 17b in ether resulted in single
crystals. The X-ray diffraction study confirmed the
structure of 17b as an asymmetric z-allyl complex with
an endo, syn arrangement and reveals a significant 3
— o,n? distortion. The ORTEP plot and selected bond
distances and angles are given in Figure 1 and Table 3.
Crystallographic data are given in Table 6. The most
notable features of the structure are carbon—carbon
bond distances C9—C10 and C10—C11 and tungsten—
carbon bond distances W—C9 and W—C11. Due to the
good sr-acceptance property of the NO group, the carbon—
carbon bond opposite to the nitrosyl group [e.g., C10—
C11 bond] is shorter and has more double-bond char-
acter than the carbon—carbon bond [C9—C10] cis to this
group [1.30(2) A vs 1.46(2) A, respectively]. Concomi-
tantly the W—C9, [2.261(8)] A, is shorter than the
W—C11 bond length of 2.527(9) A. A similar phenom-
enon was recently observed in some (y3-allyl)nitrosyl-
molybdenum and -tungsten complexes.2®

Surface-Mediated Isomerization of the 53-Allyl-
nl-alkynyl Complexes 12a/13a, 12b/13b, 18a, and
19a. To our surprise, we observed an isomerization to
the (n?-allene)tungsten complexes 20 during the column
chromatography of a mixture of 12a/13a on silica gel
at room temperature. The structure assignment of 20
is based on NMR data and X-ray crystallographic
studies.The NMR spectra do not show the sz-allyl
pattern and have the following characteristics: a large
1Jcn value (160 Hz) for the methylenic group indicating
sp? hybridization on this carbon; H1 appearing at lowest
field and showing a 33(*83W,H) coupling of 13 Hz; and
allenic carbon C2 revealing a chemical shift of 169.1

(24) For NMR data, see also: Ward, Y. D.;.Villanueva, L. A.; Allred,
G. D.; Payne, S. C.; Semones, M. A,; Liebeskind, L. S. Organometallics
1995, 14, 4132—4156.

(25) (a) Villanueva, L. A.; Ward, Y. D.; Lachicotte, R.; Liebeskind,
L. S. Organometllics 1996, 15, 4190—4200. (b) Faller, J. W.; Nguyen,
J. T.; Ellis, W.; Mazzieri, M. R. Organometallics 1993, 12, 1434—
1438.
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ppm and showing a 1J(*83W,C) of 74.4 Hz. More con-
veniently, stirring a 1072 molar solution of 12a/13a in
ether at room temperature with silica gel produces the
complex 20 (47% after crystallization) after 12 h.

@ _C(CH
(;///C/C(CHJ)3 ’\c?c (CHz) Silica g
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w . " _——

W
i/ “Ng 4 No

12a; 13a

Similarly, the n3-allyl-»*-alkynyl complexes 12b/13b,
18a, and 19a isomerize in the presence of silica gel as
well as neutral alumina to the corresponding 72-allene
compounds 21-23 in 31-57% yield. Representative
NMR data of 20—22 are listed in Table 4.

ie”s ?(CH3)3 /I(é(\(:‘:s)a

ON—W_,C"  H  gN—W_ =S h ON—W_ C
N :_\}CHJ D
H H
21 22 23

As a possible explanation for the formation of 20—23,
we propose that (p3-allyl-n-alkynyl)metal complexes
12a/13a, 12b/13b, 18a, and 19a rearrange on the
surface of silica gel or alumina via reductive elimination
to n?-alkene -n?-alkyne complexes of type D. D under-
goes an alkynyl—allene tautomerization, which is well-
known in the chemistry of metal allene complexes,26 to
produce the observed products 20—23.

R
i
oney—{
I
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D

Alternatively conceivable is also an acid-catalyzed
isomerization of the (i3-allyl-y*-alkynyl)metal complexes
to the observed products. Protonation at the basic
pB-carbon atom of the alkynyl ligand of E could produce
the cationic vinylidene—allyl complex F. It is well
documented that vinylidene ligands have a high pro-
pensity to undergo insertion reactions with other carbon
ligands.?”?8 Deprotonation of the now doubly-allylic
proton in intermediate G would complete the formation
of the (n?-allene)tungsten complexes 20—23. Prelimi-
nary attempts to induce an acid-catalyzed rearrange-
ment were not successful. Addition of catalytic amounts

(26) Doherty, S.; Corrigan, J. F.; Carty, A. J.; Sappa, E. Adv.
Organomet. Chem. 1996, 37, 39—130.

(27) McMullen, A. K.; Selegue, J. P.; Wang, J.-G. Organometallics
1991, 10, 3421—-3423.

(28) We thank one of the referees for this suggestion.
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Table 1. Selected ¥*C NMR and 'H NMR Resonances of [Cp(#3-Allyl)(NO)WC=CR] and Endo:Exo Ratio of

Products
64 Cp 6. C2 6y Cp 6. C2 endo/exo
(ppm) (ppm) (ppm) (ppm) ratio
o-SH{CHa)3 CEC/Si(CHJ)J
N 5 5.06 109.5 N 4.86 97.0 3:9
@ -~ C(CH3)3 2c-C(CH3)3
;CGC/ 5.10 109.6 {;C’C 9 975 5:2
13a 12a
opCelts 3 =cCeHs
o 5.07  110. ‘E{; 4.89 98.0 10:3
13b 12b
aC:C’C(CHs)s &J\C’—C/‘:(CH’)3
o 513 126.4 o
Hs 184 190
&P c-CeHs cCeHs
.CE 5.17 £ 4.99
N N
Hj
18b 18b

Table 2. Chemical Shifts of Allyl Protons of Crotyl-Derived Complexes 13a/13b and 17a/17b and Magnitude
of Coupling Constants to the Central Proton H(2)

ayn

(] Hanli

Hanfl

(W] = (Cp)W(NO)(C=C-R)

chemical shifts of allyl protons: 6 (ppm)

coupling constants of terminal protons to central proton (Hz)

complex R Hisyn Haianti H> Hasyn Hzanti 332 zanti 3JZ—Ssyn
13a H 2.26 1.04 5.08 4.05 3.08 14.0 7.2
13b H 2.30 1.08 5.07 4.09 2.98 14.1 7.1
17a CH3; 2.36 0.96 4.75 3.23 13.7
17b CH3; 2.40 1.12 4.78 3.28 13.8

of HBF, solution in ether to a 102 M solution of 12a/
13a at 0 °C leads immediately to decomposition.

Table 3. Selected Bond Distances (&) and Angles

(deg) for 17b

w-C1 2.104(7) W-C9 2.261(8)
W-C10 2.36(1) w-C11 2.527(9)
c1-Cc2 1.21(1) C9-C10 1.46(2)
C10—C11 1.30(2) C11-C12 1.45(2)
W-C14 2.31(1) W-N 1.77(5)
W-C1-C2 174.6(6)  C1-C2-C3 178.2(8)
W-C9—-C10 753(6)  C9—-C10-Cll  125(2)
W-C10—C11 82.0(7)  W-C10-C9 68.1(6)
W-C11-C10 67.5(6)  W—-C11-C12 130.9(8)
C10-C11-C12  130(2) W-N—-0 170.3(6)

Molecular Structure of Complex 20. Crystalliza-
tion of complex 20 in pentane resulted in single crystals.
An X-ray diffraction study of complex 20 has confirmed
the structure. The ORTEP plot of the structure is pro-
vided in Figure 2; selected bond distances and angles
are provided in Table 5 and crystallographic data in
Table 6. Figure 2 illustrates a twisted trans-n*-buta-
diene moiety with a dihedral angle C1-C2—C3—-C4 of
114.8°. The C1-C2, C2—C3, and C3—C4 bonds were
found to be of similar lengths [1.43(2), 1.44(2), and 1.42-
(2) A, respectively], while the C4—C5 bond length, 1.35-

(2) A, suggested a carbon—carbon double bond. Transoi-
dal 1,3-butadiene coordination to a single metal is rare
and scarcely reported.2® The most striking property in
the structure of 20 is the “allene” moiety C3—C4—C5
with a very acute angle of 132.2(8)°, which is probably
due to a strong interaction with the tungsten atom. The
C3—C4 bond length of the distorted allene ligand [1.42-
(2) A] is longer than the C4—C5 bond [1.35(2) A].

Experimental Section

General Considerations. All reactions were carried out
under an argon atmosphere (99.99%, by Messer-Griesheim)
with the use of standard Schlenk techniques. Solvents were



Downloaded by CARLI CONSORTIUM on June 30, 2009
Published on September 2, 1997 on http://pubs.acs.org | doi: 10.1021/0m970070n

3970 Organometallics, Vol. 16, No. 18, 1997

Ipaktschi et al.

Table 4. Selected 'H NMR and 3C NMR Chemical Shifts of (y?-Allene)tungsten Complexes

NMR chemical shifts: ¢ (ppm)

1H 13C
complex H5 H3 H2 Hla C5 C4 C3 Cc2 C1
20 7.30 3.02 2.42 2.68 2.53 139.7 169.1 67.7 78.0 46.9
21 8.00 3.17 2.47 2.80 2.68 140.0 178.4 66.4 78.2 47.2
22 7.22 1.80 3.31 1.48 164.5 46.4 111.7 51.1

Table 5. Selected Bond Distances (A) and Angles
(deg) for 20

w-C1 2.30(1) W-N 1.78(1)
w-C2 2.19(1) w-C3 2.25(1)
w-C4 2.19(1) c1-C2 1.43(2)
C2-C3 1.44(2) c3-C4 1.42(2)
c4-C5 1.35(2)

C1-C2-C3 118.3(9) C1-W-C4 101.5(4)

C1-W-C3 65.4(4) C1-W-C2 37.0(4)

C1-C2-W 75.8(5) C2-C1-W 67.2(5)

C2-C3-W 68.9(5) C2-C3—-C4 115.9(8)

C2-W-C3 37.6(3) C2-W-C4 67.3(3)

C3-C4-W 73.8(5) C3-C2-W 73.5(5)

Cc3-w-C4 37.5(3) C4-C3-W 68.7(4)

C5-C4—W 153.8(7) C5-C4—C3 132.2(8)

W-N-0 173.5(7)

purified by standard methods and distilled under argon prior
touse. Literature methods were used to prepare (7°-CsHs)W-
(C0O)2(NO) (1),% crotyl iodide,? cyclohexenyl iodide,3? methallyl
iodide,® and (CHg)3SiC=CH.3* All other compounds were
commercially available. NMR spectra were obtained on
Bruker AM 400 and AC 200 spectrometers. Proton and carbon
chemical shifts are referred to tetramethylsilane. J values are
given in hertz. MS measurements (70 eV) were performed on
a Varian MAT 311-A. IR spectra were recorded on a Bruker
FT-IR IFS 85. Microanalyses were carried out on a Carlo Erba
1104 elemental analyzer.

[(175-CsHs) (173-C3Hs)(NO)]WC=CSi(CHs)s (5/6). At —30
°C, a solution of 1.5 mmol of [(trimethylsilyl)ethynyl]lithium
(2) in 5 mL of THF was added dropwise to an orange solution
of 1 (335 mg, 1 mmol) in THF (20 mL). The progress of the
reaction was monitored by TLC. After complete disappearance

(29) (a) Hughes, R. P.; Rose, P. R.; Zheng, X.; Rheingold, A. L.
Organometallics 1995, 14, 2407—2414. (b) Carfagna, C.; Deeth, R. J.;
Green, M.; Mahon, M. F.; Mclnnes, J. M.; Pellegrini, S.; Woolhouse,
C. B. J. Chem. Soc., Dalton Trans. 1995, 3975—3985. (c) Cheng, M.-
H.; Ho, Y.-H.; Chen, C.-C.; Lee, G.-H.; Peng, S.-M.; Chu, S.-Y.; Liu,
R.-S. Organometallics 1994, 13, 4082—4091. (d) Benyunes, S. A.; Green,
M.; Grimshire, M. J. Organometallics 1989, 8, 2268—2270. (e) Yasuda,
H.; Nakamura, A. Angew. Chem. 1987, 99, 745—764; Angew. Chem.,
Int. Ed. Engl. 1987, 26, 723. (f) Hunter, A. D.; Legzdins, P.; Nurse, C.
R.; Einstein, F. W. B.; Willis, A. C. 3. Am. Chem. Soc. 1985, 107, 1791—
1792. (g) Dorf, U.; Engel, K.; Erker, G. Organometallics 1983, 2, 462—
463.

(30) Chin, T. T.; Hoyano, J. K.; Legzdins, P.; Malito, J. T. Inorg.
Synth. 1990, 28, 196—198.

(31) Lund, T.; Lund, H. Acta Chem. Scand. B 1984, 38, 387—390.

(32) Olah, A. G.; Narang, S. C.; Gupta, B. G. B.; Malhotra, R. J.
Org. Chem. 1979, 44, 1247—1251.

(33) Baldwin, J. E.; Lusch, M. J. Tetrahedron 1982, 38, 2939—2947.

(34) Holmes, A. B.; Sporikou, C. N. Organic Syntheses; Wiley: New
York, 1983; Collect. Vol. VIII, pp 606—609.

of 1 (ca. 4 h), 0.12 mL (221 mg, 1.3 mmol) of allyl iodide 4b
was added and temperature was raised to 0 °C. The progress
of the reaction was monitored by TLC. After 12 h stirring at
0 °C, the reaction was complete. The solvent was removed
under reduced pressure, the oily residue was dissolved in 100
mL of ether, and the resulting solution was washed with
saturated aqueous sodium bicarbonate and saturated sodium
chloride and dried over MgSQ,. After removal of two-thirds
of the solvent under reduced pressure and storage overnight
at —18 °C, yellow crystals precipitated, which were separated
from the mother liquor, washed with pentane, and dried in
vacuo: 188 mg (45%) mixture of 5 and 6 (1:3) as yellow
crystals; mp 175—178 °C dec. Anal. Calcd for C13H10NOSIW:
C, 37.42; H, 4.59; N, 3.36. Found: C, 37.41; H, 4.10; N, 3.49.
Major isomer: *H NMR (400 MHz, C¢Dg) 4 5.06 (s, 5H, Cp),
4.99 (overlapping dddd, SJH27H3anti = 14.1, BJHszlanti = 108,
3~JH27Hlsyn = 6.8, 3JH27H3syn = 7.2, 1H, CZ—H), 4.18 (dd,
3J|-|27|-|35yn = 72, AJHlsyanSSyn =3.6 HZ, 1H, C3—H5yn), 3.02 (d,
3Jip-mzan = 14.1, 1H, C3—Han), 2.25 (overlapping ddd,
SJHszlsyn =6.8, 4JHlsyan35yn = 3.6, 2JHlsyanlanti =2.5Hz, 1H,
Cl_Hsyn). 1.13 (dd, 3~]H27Hlanti =10.8, 2\JHlsyanlanti =25, 1H,
C1—Hanti), 0.19 [s, 9H, Si(CHs3)z]; 13C NMR (100 MHz, CgDg) 6
132.4 (C=C), 123.9 (C=C), 109.5 (C2), 98.6 (Cp), 73.3 (C3), 36.8
(C1), 1.47 [Si(CHg3)s]; IR (KBr) # (cm™t) 2036 (C=C), 1595
(N=0); MS (70 eV) m/e 417 (M™, 184W), 402 (M* — CH3). Minor
isomer: 'H NMR (400 MHz, CsDg) 6 4.89 (s, 5H, Cp), 4.04 (m,
1H, C3—Hsyn), 3.92 (overlapping dddd, 3Juz-ngana = 14.8,
3JH27Hlanti = 12.8, 1H, CZ*H), 3.59 (d, 3JH2—H3&1nti = 14-81 1H1
C3_Hanti)| 2.36 (m, 1H, Cl—HSyn), 2.15 (d, SJHszlami = 128,
1H, C1—Hant), 0.38 [s, 9H, Si(CHs3)s]; **C NMR (100 MHz, CsDg)
0 133.5 (C=C), 123.0 (C=C), 97.4 (Cp), 97.0 (C2), 73.1 (C3),
41.7 (C1), 1.50 [Si(CHa)3].

[(7°-CsHs) (7>-CsHs)(NO)JWC=CC(CHa); (12a/13a). At
—78 °C, to a THF solution (20 mL) of tungsten vinylidene
complex 10a (389 mg, 1 mmol) was added 1 mmol of n-BuLi
(a solution of 1.5 mmol/mL in hexane). The color changed
immediately from orange to deep green. After the mixture was
stirred for 0.5 h, 0.12 mL (221 mg, 1.3 mmol) of allyl iodide
(4b) was added and the temperature was allowed to rise to 0
°C. The progress of the reaction was monitored by TLC. After
12 h of stirring at 0 °C the reaction was complete. The solvent
was removed under reduced pressure, the oily residue was
dissolved in 100 mL of ether, and the resulting solution was
washed with saturated aqueous sodium bicarbonate and
saturated sodium chloride and dried over MgSO,. After
removal of two-thirds of the solvent under reduced pressure
and storage overnight at —18 °C, yellow crystals precipitated,
which were separated from the mother liquor, washed with
pentane, and dried under vacuum: 249 mg (62%) mixture of
12a and 13a (2:5); mp 150 °C dec. Anal. Calcd for Ci4H1o-
NOW: C, 41.92; H, 4.77; N, 3.49. Found: C, 41.99; H, 4.44;
N, 3.65. Major isomer: *H NMR (400 MHz, CsD¢) 6 5.10 (s,
5H, Cp), 5.08 (overlapping dddd, 3Juz2—nzanti = 14.0, 3JH2—H1anti
= 103, 3JH2—HjLsyn = 65, 3JH2—H33yn = 7.2, lH, CZ—H), 4.05 (dd,
3:JHZ*H?;syn =72, 4~]Hlsyan3syn = 35, 1H, C3_Hsyn): 3.08 (d1
3Ju2-mzanti = 14.0, 1H, C3—Hani), 2.26 (overlapping ddd,
3JH27Hlsyn =6.5, 4~]Hlsyan3syn =3.5, 2JHlsyanlanti =2.0,1H, C1-
Hen), 1.41 [s, 9H, C(CHs)s], 1.04 (dd, 3Jnz-miani = 10.3,
2Jrasyn—H1anti = 2.0 Hz, 1H, Cl—Ham); ¥C NMR (100 MHz,
CsDs) 0 134.6 (C=C), 109.6 (C2), 98.9 (Cp), 83.0 (C=C), 74.6
(C3), 36.2 (C1), 32.7 [C(CH3)3], 29.9 [C(CH3)3]; IR (KBr) # (cm™1)
1592 (N=0); MS (70 eV) m/e 401 (M*, 18W). Minor isomer:
1H NMR (400 MHz, C¢Ds) 6 4.92 (s, 5H, Cp), 4.05 (m, 1H, C2—
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Table 6. Crystal Data and Conditions for Crystallographic Data Collection and Structure Refinement for

17b and 20

17b 20
formula C17H17NOW C14H19NOW
cryst size, mm 0.48 x 0.04 x 0.06 0.16 x 0.16 x 0.13
fw 435.178 401.161
color and habit yellow, transparent orange, transparent
cryst syst triclinic orthorhombic
space group P1 (No.2) Pbca (No.61)

a=9.372(4) A, a = 63.49(3)°
b =9.498(4) A, g = 83.40(4)°
c=9.619(5) A, y = 78.52(4)°

lattice constants

volume 750.50 A3
formula units per unit cell Z2=2

density (calc) 1.85 g/cm?
linear abs coeff 76.9 cm~t

diffractometer

four-circle diffractometer AEO2 (STOE)

a=15.75(1) A

b=13.87(1) A

c=12.82(1) A

2798.9 A3

Z=8

1.66 g/cm3

82.3cm!

Image Plate Diffractometer System (STOE)

radiation Mo Ko (4 = 0.710 69 A) Mo Ka (4 = 0.710 69 A)

monochromator graphite graphite

scan range 3° <260 <56° 9.5 < 260 < 56°
—12=<h=<12,-12<k=<12,-12=<1=<12 —20=<h=<20,-16<k=<16,-16=<1=<16

rflns measd 7268 23634

indep rflns 3634 3092

Rint 0.024 0.041

indep rflns with F, > 40(F,) 3015 2371

applied corrections

structure determination
and refinement

Lorentz and polarization coefficients,
numerical absorption correction,
description of the cryst shape
by 9 faces (program HABITUS?);
transmission factors 0.573—0.756

W positional parameters from
Patterson synthesis (program
SHELXS-86Y); further atoms from
AF synthesis (program SHELXL-93°),
structure refinement by the anisotropic
full-matrix least-squares procedure
for all non-hydrogen atoms; hydrogen
position refinement by “riding” model,
atomic scattering factors from ref d

Lorentz and polarization coefficients,
numerical absorption correction,
description of the cryst shape by
20 faces (program HABITUS?);
transmission factors 0.346—0.410

W positional parameters from Patterson
synthesis (program SHELXS-86Y);
further atoms from AF synthesis
(program SHELXL-93°), structure
refinement by the anisotropic full-matrix
least-squares procedure for all non-hydrogen
atoms; hydrogen position refinement
by “riding” model, atomic scattering
factors from ref d

no. of parameters 181 154

R(F?) 0.0773 0.1145

R(|F|) 0.0443 for all 3634 rflns 0.0604 for all 3092 rflns

R(|F[) 0.0293 for 3015 rflns with F, > 40(F,) 0.0633 for 2371 rflns with F, > 40(F,)

a Herrendorf, W. HABITUS, Program for numerical absorption correction; Universitat Giessen, 1996. P Sheldrick, G. M. SHELXS-86,
Program for the Solution of Crystal Structures; Universitat Gottingen, 1986. ¢ Sheldrick, G. M. SHELXL-93, Program for Crystal Structure
Refinement; Universitat Gottingen, 1993. ¢ International Tables for Crystallography; Wilson, A. J. C., Ed.; Kluwer Academic Publishers:

Dordrecht, 1992; Vol. C.

H), 4.07 (m, 1H, C3—Hsyn), 3.76 (d, 3Jnz2-nsant = 13.5, 1H, C3—
Hanti), 2.30 (M, 1H, C1—Hsyn), 2.16 (d, 3Jnz-n1ans = 11 Hz, 1H,
C1—Hansi), 1.42 [s, 9H, C(CHgs)s]; 3C NMR (100 MHz, CgDeg) 0
134.6 (C=C), 97.8 (Cp), 97.5 (C2), 83.0 (C=C), 75.1 (C3), 40.7
(C1), 32.7 [C(CHs)s], 30.0 [C(CHa)s].

[(%-CsHs)(n3-C3Hs)(NO)JWC=CPh (12b/13b). The prepa-
ration was carried out as described for 12a/13a, but, instead
of 10a, tungsten vinylidene complex 10b was used. Crystal-
lization from ether yielded 210 mg (50%) of 12b/13b (3:10) as
yellow crystals, mp 145—147 °C dec. Anal. Calcd for CisHjs-
NOW : C, 45.63; H, 3.59; N, 3.32. Found: C, 44.30; H, 3.15;
N, 3.35. Major isomer: *H NMR (400 MHz, CsD¢) 6 7.64—
6.97 (m, 5H, C¢Hs), 5.07 (s, 5H, Cp), 5.07 (overlapping dddd,
8Jh2-nzant = 14.1, 3Inz-n1ant = 10.4, 3Inz—Hisyn = 6.7, 3Jh2—nasyn
= 71, 1H, CZ—H), 4.09 (dd, 3JH2—H35yn = 71, AJHlsyn—HSSyn =
3.6, 1H, C3_H5yn), 2.98 (d, SJHngganti = 14.1, 1H, C3_Hanti),
2.30 (overlapping ddd, 3Juz-Hisyn = 6.7, *Jnisyn—Hasyn = 3.6,
2JHlsyn—Hlanti =27, 1H, c:J-styn), 1.08 (dd, 3JH2—Hianti = 10.4,
2Jn1syn—H1anti = 2.7, 1H, C1—Hans); 3C NMR (100 MHz, CDCls)
6 130.8, 127.9, 125.8, 125.7 (arom C), 126.3 (C=C), 110.3 (C2),
100.5 (C=C), 99.2 (Cp), 74.4 (C3), 37.7 (C1); IR (KBr) # (cm™1)
2097 (C=C), 1609 (N=0); MS (70 eV) m/e 421 (M, 184W).
Minor isomer: *H NMR (400 MHz, C¢Dg) 6 7.64—6.97 (m, 5H,
CgHs), 4.89 (s, 5H, Cp), 4.00 (m, 1H, C2—H), 3.66 (d, 3Jnz-Hzanti
=14.6, 1H, C3—Han), 2.37 (M, 1H, C1—Hayn), 2.20 (d, 3Jhz2—rianti
=12.2 Hz, 1H, C1—Hant); **C NMR (100 MHz, CDCl3) 6 130.7,
128.0, 126.2, 125.7 (arom C), 127.1 (C=C), 99.8 (C=C), 98.0
(C2), 98.0 (Cp), 74.5 (C3), 42.1 (C1).

[(175-CsHs)(n3-crotyl)(NO)]WC=CC(CHa)s (15a—17a). The
preparation was carried out as described for 12a/13a, but, as
electrophile, instead of allyl iodide (4b) 1.3 mmol of crotyl
iodide (14) was used. Crystallization from ether yielded a 212
mg (51%) mixture of 15a—17a (20:10:70 15a:16a:17a, respec-
tively) as yellow crystals, mp 135—136 °C. Anal. Calcd for
CisH2:NOW: C, 43.39; H, 5.10; N, 3.37. Found: C, 43.45; H,
4.73; N, 3.54. Major isomer: *H NMR (400 MHz, CgDs) 0 5.12
(s, 5H, Cp), 4.75 (overlapping ddd, 3Jn2-nsant = 13.7, 3Jh2-Hisyn
= 7.0, 3Jp2-H1anti = 9.2, 1H, C2—H), 3.23 (overlapping dq,
8Jhz-Hzanti = 13.7, 3Jmethyl-Hzani = 6.0, 1H, C3—Han), 2.36
(overlapping dd, 3J3u2-Hisyn = 6.9, 2Jn1syn—H1and = 3.0, 1H, C1—
Hsyn), 1.95 (d, 3Jnzanti-methyr = 6.0 Hz, 3H, CH3), 1.40 [s, 9H,
C(CH3)3], 0.96 (dd, 3Jh2-H1anti = 9.2, 2JHlsyn—Hlanti = 3.0, 1H,
C1l—Hoanti); *C NMR (50 MHz, C¢Ds) 6 134.8 (C=C), 109.6 (C2),
98.9 (Cp), 83.0 (C=C), 74.6 (C3), 36.2 (C1), 32.7 [C(CHa)3], 29.9
[C(CH3)s]; IR (KBr) # (cm™?) 2188 (C=C), 1598, 1580 (N=0);
MS (70 eV) m/e 415 (M*, 84W), 400 (Mt — CHy).

[(#5-CsHs)(i3-crotyl)(NO)]JWC=CPh (15b—17b). The
preparation was carried out as described for 12a/13a, but,
instead of 10a, 1 mmol of tungsten vinylidene complex 10b
was and, used as electrophile, instead of allyl iodide (4b) 1.3
mmol of crotyl iodide (14) was used. Crystallization from ether
yielded a 196 mg (45%) mixture of 15b—17b (21:13:66 15b:
16b:17b, respectively) as yellow crystals, mp 118—120 °C.
Anal. Calcd for Ci7H17NOW: C, 46.92; H, 3.94; N, 3.22.
Found: C, 47.00; H, 3.92; N, 3.35. Major isomer: 'H NMR
(400 MHz, CgDg) 6 7.64—6.99 (m, 5H, CsHs), 5.11 (s, 5H, Cp),
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4.78 (overlapping ddd, 3Ju2-niant = 9.1, 3Jno—pzana = 13.8,
3JH27Hlsyn = 69, 1H, CZ_H), 3.28 (dq, 3JH27H3anti = 138,
3Jmethyl—HSsyn =509, 1H, C3_Hanti), 2.40 (dd, 3JHZ—HBanti = 13.8,
2\]Hlsyanlanti =29, 1H, Cl_Hsyn), 1.96 (d| 3\]methylfHSSyn =5.9,
3H, CH3) 1.12 (dd, 3JH2—Hlanti = 91, ZJHlsyn—Hlanti = 29, 1H,
C1—Hani); IR (KBr) # (cm™1) 2099 (C=C), 1600 (N=0); MS (70
eV) m/e 435 (M™, 184W),

[(5-CsHs)(np3-methallyl)(NO)]JWC=CC(CHy3); (18a). The
preparation was carried out as described for 12a/13a, but, as
electrophile, instead of allyl iodide (4b) 1.3 mmol of methallyl
iodide was used. Crystallization from ether yielded 208 mg
(50%) of 18a as yellow crystals, mp 138—141 °C. Anal. Calcd
for CisH21NOW: C, 43.39; H, 5.10; N, 3.37. Found: C, 43.33;
H, 4.68; N, 3.66. 'H NMR (400 MHz, C¢Dg): ¢ 5.13 (s, 5H,
Cp), 3.90 (d, *Jnasyn—r1syn = 4.4, 1H, C3—Hgyn), 3.00 (s, 1H, C3—
Hanti), 2.23 (dd, 2JHlantilesyn =1.8, 4JHlsyan3syn =4.4,1H,Cl1-
Hsyn), 2.21 [s, 9H, C(CHs)s], 1.40 (s, 3H, CHg), 1.26 (d,
ZJHlsyanlanti = 1.8, lH, Cl_Hanti). 13C NMR (100 MHZ, CGDG):
0 133.9 (C=C), 126.4 (C2), 99.0 (Cp), 83.2 (C=C), 72.8 (C3),
39.0 (C1), 32.8 [C(CH3)3], 29.9 [C(CHg)s] 22.0 (CH3). IR
(KBr): #(cm~1) 1590 (N=0). MS (70 eV): m/e 415 (M, 184W),
400 (M — CHy).

[(55-CsHs)(;3-methallyl)(NO)]WC=CPh (18b). The prepa-
ration was carried out as described for 18a but, instead of 10a,
1 mmol of tungsten vinylidene complex 10b was used. Crys-
tallization from ether yielded 239 mg (55%) of 18b as yellow
crystals, mp 135—137 °C. Anal. Calcd for C;;H;7,NOW: C,
46.92; H, 3,94; N, 3.22. Found: C, 46.85 H, 3.62; N, 3.19. H
NMR (400 MHz, CgDg): 6 7.02—7.66 (m, 5H, Cg¢Hs), 5.17 (s,
5H, Cp), 4.04 (d, *Jnzsyn—Hisyn = 4.4, 1H, C3—Hsyn), 2.97 (s, 1H,
C3_Hanti)y 2.32 (dd, 2JHlanti—Hlsyn = 2.4, AJHlsyn—HSSyn =4.4,1H,
Cl—Hsyn), 2.25 (S, CH3, 3H), 1.36 (d, ZJHlsyanlanti = 1.8, 1H,
C1l—Hanti). **C NMR (100 MHz, CDCls): 6 130.8, 127.9, 125.7,
125.4 (arom C), 127.4 (C=C), 101.1 (C=C), 99.3 (Cp), 72.1 (C3),
40.4 (C1), 21.9 (CH3). IR (KBr): # (cm™1) 2101 (C=C), 1606
(N=0). MS (70 eV): m/e 435 (M, 184W),

[(#%-CsHs)(3-cyclohexenyl)(NO)]WC=CC(CHjs); (19a).
The preparation was carried out as described for 12a/13a, but,
as electrophile, instead of allyl iodide, 1.3 mmol of cyclohexenyl
iodide was used. Crystallization from ether yielded 273 mg
(62%) of 19a as yellow crystals, mp 120—125 °C dec. Anal.
Calcd for C17H23NOW: C, 46.28; H, 5.25; N, 3.17. Found: C,
45.77; H, 4.99; N, 3.45. 'H NMR (400 MHz, CsDs): 6 5.98
(overlapping dd, 3Jyz-n3 = 7.1, 3J2-n1 = 6.7, 1H, C2—H), 4.99
(s, 5H, Cp), 4.34 (overlapping dd, 33y = 7.1,33 = 7.1, 1H,
C1—H), 3.33 (overlapping dd, 3Jn3-n2 = 7.1,%3 = 6.6, 1H, C3—
H), 3.06—3.14 (m, 1H), 2.75-2.83 (m, 1H), 2.61—-2.68 (m, 1H),
2.54—2.59 (m, 1H), 1.43 [s, 9H, C(CH3)3], 1.08—1.21 (m, 2H).
13C NMR (100 MHz, C¢Dg): 6 135.2 (C=C), 109.0 (C2), 98.3
(Cp), 91.4 (C3), 87.0 (C=C), 51.7 (C1), 32.7 [C(CH3)s], 31.1
[C(CH3)3], 27.3 (CHz), 25.7 (CHz), 22.4 (CHz) IR (KBI’): v
(cm™?) 1575 (N=0). MS (70 eV): m/e 441 (M™, 184W).

[(#5-CsHs)(3-cyclohexenyl)(NO)]WC=CPh (19b). The
preparation was carried out as described above, but, instead
of 10a, 1 mmol of tungsten vinylidene complex 10b was used.
Crystallization from ether yielded 263 mg (57%) of 19b as
yellow crystals, mp 148 °C dec. Anal. Calcd for C1gH1sNOW:
C, 49.48; H, 4.15; N, 3.04. Found: C, 49.05; H, 3.66; N, 2.94.
IH NMR (400 MHz, CgDg): 6 7,60—7.65 (m, 2H, CgHs), 6.97—
7.18 (m, CeHs), 5.99 (overlapping dd, 3Juz-n3 = 7.1, 3Jpo—1 =
7.1, 1H, C2—H), 4.99 (s, 5H, Cp), 4.30 (overlapping dd, 3Ju1-n2
=7.1,33 = 7.1, 1H, C1-H), 3.46 (overlapping dd, 3Jpn3-p2 =
7.1,3%3 = 6.5, 1H, C3—H), 3.07-3.16 (m, 1H), 2.73—283 (m,
1H), 2.61—2.71 (m, 1H), 2.50—2.60 (m, 1H), 1.41—1.50 (m, 1H),
1.04-1.17 (m, 1H). 3C NMR (100 MHz, CDCls): § 130.8,
128.0, 125.7 (arom C), 127.3 (C=C or arom C), 126.7 (C=C or
arom C), 109.2 (C2), 104.9 (C=C), 98.6 (Cp), 91.8 (C3), 53.9
(C1), 27.2 (CHy), 25.1 (CHy), 19.3 (CHy). IR (KBr): % (cm™)
2093 (C=C), 1577 (N=0). MS (70 eV): m/e 461 (M*, 184W),

(75-CsHs)(NO)W[5*-CH,=CHCH=C=CHC(CHzs)3] (20).
12a/13a (401 mg, 1 mmol) and 2 g of silica gel were stirred in
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20 mL of ether for 12 h. The solution was filtered and
evaporated in vacuum, yielding 188 mg (47%) of 20 as orange
crystals, mp 130 °C (pentane). Anal. Calcd for C14H1sNOW:
C,41.92; H, 4.77; N, 3.49. Found: C, 42.26; H, 4.54; N, 3.46.
IH NMR (400 MHZ, CeDe): 07.30 (d/dd, 4JH5—H3 = 26, 3JW—H5
=13, 1H, H5), 4.98 (S, 5H, Cp), 3.02 (dd, 4JH57H3 = 2.6, 3\:||-|37|-|2
= 108, 1H, H3), 2.68 (dd/ddd, ZJHlaleb = 27, SJHlfHZ = 57,
ZwaHl = 5.4, lH, H1la or Hlb), 2.53 (dd/ddd, ZJHlaleb = 2.7,
8Jn1-r2 = 13.7, Jw-p1 = 6.1, 1H, Hla or Hlb), 2.42 (ddd,
3JH3—H2 = 108, 3JH1—H2 = 13.7, 3JH1—H2 = 5.7, 1H, HZ), 0.99 [S,
9H, C(CHas)s]. 3C NMR (100 MHz, C¢De): 6 169.12 (C4),
139.74 ({Jcn = 153, C5), 94.96 (*Jcn = 180, Cp), 77.99 (NIcn =
163, C2), 67.74 (*Jcn = 166, C3), 46.87 (*Icn = 160, C1), 33.92
[C(CHa)s], 30.89 [*Jcn = 127, C(CHg)s]. IR (KBr): # (cm™)
1590 (N=0). MS (70 eV): m/e 401 (M™, 184W).

(1°-CsHs)(NO)W(54-CH,=CHCH=C=CHPh) (21). The
preparation was carried out as described above: yield 42.5%,
orange crystals, mp 111-112 °C (pentane). Anal. Calcd for
Ci6H1sNOW: C, 45.63; H, 3.59; N, 3.32. Found: C, 45.25; H,
3.09; N, 3.58. 'H NMR (400 MHz, CsDg): 6 8.00 (d/dd, *Ins—n3
= 2.53Jy-ns = 11.8, 1H, H5), 7.59—7.65 (m, 2H, arom), 7.22—
7.09 (m, arom), 4.81 (s, 5H, Cp), 3.17 (dd, *Jns—13 = 2.5, 3Jpz-n2
= 108, lH, H3), 2.80 (dd/ddd, ZJHlaleb = 30, 3~JH17H2 = 59,
2Jw-n1 = 5.0, 1H, Hla or H1b), 2.68 (dd/ddd, 2Jy1a-H1p = 3.0,
SJHlng = 13.7, szle = 6.7, lH, Hla or Hlb), 2.47 (ddd,
3JH3—|-|2 = 108, 3JH1—H2 = 137, 3JH1—H2 = 56, 1H, H2) 13C
NMR (50 MHz, CgDg): 6 178.42 (s/d *Jw-ca = 73, C4), 140.03
(C5), 128.38, 128.27, 127.72, 127.20 (arom C), 94.93 (Cp), 78.21
(C2), 66.35 (s/d *Iw-c3 = 7.2, C3), 47.16 (s/d *Jw-c1 = 14, C1).
IR (KBr): # (cm™?1) 1572 (N=0). MS (70 eV): m/e 421 (M*,
184\,

(175-CsHs)(NO)W[5*-CH;=C(CH3)CH=C=CHC(CHa)3] (22).
The preparation was carried out as described above: yield
57%, orange crystals, mp 98 °C (pentane). Anal. Calcd for
CisH21NOW: C, 43.39; H, 5.10; N, 3.37. Found: C, 43.23; H,
4.71; N, 3.33. 'H NMR (400 MHz, C¢Dg): 6 7.22 (d/dd, *Ins-n3
= 3.2, 3Jw-ws = 13, 1H, H5), 5.02 (s, 5H, Cp), 3.31 (d/dd,
AJHla—Hlb = 3.6, ZJW—H]_ = 4.8, 1H, Hla or Hlb), 1.98 (S, 3H,
CHg), 1.80 (dd, 4JH37|—|5 = 32, 4\:||-|37|-|1 = 1.3, lH, HS), 1.48 (dd/
ddd, ZJHlaleb = 36, 3~]H17H3 = 13, ZwaHl = 34, 1H, H1la or
H1b), 1.26 [s, 9H, C(CHs)3]. 3C NMR (100 MHz, C¢Dg): o
164.54 (s/d, *Jw-cs = 74.4, C4), 137.97 (C5), 111.68 (C2), 95.30
(Cp), 51.09 (s/d, *Jw-c1= 29.4 Hz, Cl), 46.43 (C3), 34.40
[C(CH3)3], 31.25 [C(CH3)3], 19.26 (CHg). IR (KBr): ¥ (cm™)
1593, 1568 (N=0). MS (70 eV): m/e 415 (M*, 18W), 401 (M*
— CHs).

(7°%-CsHs)(NO)W—Cyclohexenyl Derivative 23. The
preparation was carried out as described above: yield 31%,
yellow crystals, mp 119 °C (pentane); *H NMR (400 MHz, C¢Dg)
0 7.27 (sld, 3Jw-ns = 13, 1H, H5), 4.99 (s, 5H, Cp), 4.31 (m,
1H, H1), 3.02 (m, 1H), 2.92 (d, 3J42-11 = 5.5, 1H, H2), 2.42—
2.63 (m, 3H), 1.56—1.66 (m, 2H), 1.21 [s, 9H, C(CHa)s]; *3C
NMR (100 MHz, C¢De) 0 166.57 (C4), 139.61 (C5), 95.48 (Cp),
87.77 (C2), 78.01 (C3), 65.67 (s/d *Jw-c1 = 30, C1), 34.03
[C(CH3)3], 31.18 [C(CHs3)s], 30.13 (CHy), 26.66 (CHy), 23.33
(CH.CH.CHy); IR (KBr) # (cm~1) 1577 (N=0); MS (70 eV) m/e
441 (M, 184\,
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