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Although asymmetric hydrovinylation of 1,3-cyclooctadiene (eq Table 1. Hydrovinylation of 1,3-Dienes (eq 2)?
1), is one of the earliest reported metal-catalyzed asymmetric C

no. | diene conv. regiosel. | product(s)
bond-forming reaction’,no satisfactory solution to the problem (%) (%)
) i
ethylene /
LI, [(allyhNi-ClI], A 2. BU'O—/ 3 | >99 98 BU'O—§
—_—
Lewis acid 6° 7
/
L = P(Me) [(-)-menthyl], (low ee) 3. Q_/ 7 >99 68° Q_§
azaphospholene (RR)-1 8a /
of hydrovinylation of 1,3-dienes has emergegloth the Wilke con- BnOCH, N BrOGH
ditions? using an azaphospholene ligahdand the use of a catalyst 4. ><j/\ 99 72¢ nOCH, ]
from aminophosphinephosphinite/Ni(CODYE®LAICI,* reported BnOCH, ® BnOCH, ™ 0a
for 1,3-cyclohexadiene, are limited either by the esoteric nature of _
the azaphospholene ligand, which permits no structural simplifica- 5. 99 99 3
tions® and/or by the constraints imposed by the need for a strong O‘ " ‘ 12

Lewis acid such as BRAICI. The isomerization of the product 1,4-

diene at higher conversion is one of the serious limitations of a z Z

recently reported nonasymmetric Ru-catalyzed reaétion. O‘ 13 O‘
In previous work we developed highly practical asymmetric >99 %

hydrovinylation of vinylarenes by employing monodentate phos-

pholane or diarylphosphinite ligands carrying hemilabile gréaps. N | \
Since then Leitner has reportethe use of binaphthol-derived 15 ~97 >99
o]

X
phosphoramidite ligandgor the same reaction, and we reported o” 18
their use in asymmetric hydrovinylation of norbornéf? An
interaction between a hemilabile group on the ligand and the PR >99 95 Ph/\)ﬁ
cationic Ni center and a synergistic relation between such a group 8. 17 18 |
and a highly dissociated counteranion such as [1,3)¢CkH3)4B]
or SbR~ appear to be crucial for the success of these reactions. 9 MeO,C " 99 08
. . . . . 19 MeO,C™ X
We recently discovered that hydrovinylation of 1,3-dienes also 20 |

benefit from such effects, and with the right choice of ligands,
exquisite selectivity for this reaction can be realized. An asymmetric 2 See Supporting Information for detaisMixture of two diastereomers
version of this reaction would be especially attractive for 1-vinyl- (~2:1).¢Rest isomerized plus 1,4-adducts-20% 1,4-adduct.

cycloalkenes, Sinc_e the pr_oduct_ 1,4-dienes _WOUld E?‘HOW control of Our studies started with an examination of hydrovinylation of
absolute E.(nd relative cohnflguratlons of thef5|de ch.alns anq of Othercyclohexa-l,3-diene2§ and 4tert-butyl-1-vinylcyclohexene 3)
stereogenic centers on the ring, a common feature in manylmportantusing the procedufa® we had successfully employed for the

natural product$! including D-ring-functionalized steroids, serru- hydrovinylation of vinylarenes [RR/[(allyl)NiBr]/AgOTf, 0.07
latanes, and psuedopterosigScheme 1). equiv Ni, low temp, CHCl,, 1 atm ethylene]. It soon became
Scheme 1. Controlling Exocyclic and Ring Junction appa_rent that, under thes_e conditions, 1,3_—d|enes were much less
Configurations through Hydrovinylation reactive compared to the vinylarenes, and higher temperaty2s (
°C) were needed for the reaction. We decided to explore new
H protocols for this potentially useful reaction by systematically
Z = ~—Me examining the use of the hemilabile ligand efféetsusing3 as a
— —
" n % of a catalyst generated frofa, allyl-nickel bromide dimer, and
. ‘ o Na™{[1,3-(CF).CeH3]4B} ~ effects the reaction a with ethylene
{) Chiral gf,”gfg:rtgtgfeg‘sséfgﬁ?vg{;‘gggxg‘y'a"°” pseudopterosin A-F (1 atm) to give a quantitative yield of the produ;tas a mixture
aglycone of two diastereomers (eq 2 and Table 1, entry 2). This product is

substrate. These studies revealed that the best ligand for this reaction
was 2-benzyloxyphenyldiphenylphosphir&)*® Thus, 0.14 mol
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[Eq 2] (CH,),0Bn Table 2. Asymmetric Hydrovinylation of 1,3-dienes (eq 3)2
diene :
[(allyl)Ni-Br], + 4a + Na BARF @
. i N PPh, Ve
ethylene CH.Cl, Z 4an=0 O/BRE OO Phs,
Table 1 4bn=1 . . Me o . Me
[Table 1] R donco Ligand: » @(‘\lae L2: n :P-N>
ST
formed with exquisite regioselectivity (1,2-addtion at the less Me
hirldered olgfin). The racemic chiral olefthgave a negrlywz:l diene conv. % 5 Toee conv. % Toee
mixture of diastereomers. The results of hydrovinylation of other (sel. %) (config.) (sel. %) (config.)
typical dienes are shown in Tabledln general, excellent yields 11 >99 (>99) 85 (R) >99 (>99) 9% (5)
(>97%) and selectivities(95%) are observed for the hydroviny- 13 99 (97 93 (R 99 (599 99 (S
lation of both cyclic and acyclic dienes (entries 1, 2% under 1 >99 O7) ® | >90699 | >9()
atm of ethylene. Lack of selectivity is seen only for 1-vinylcyclo- 15 >99 (99) 3B®R) | >99(>99) 95(S)
hexene T, entry 3) and the 1-vinylcyclopenteBdentry 4, prepared 17 88 (>99) <5% -- --
by enyne metathesis), which gave a mixture of 1,2- and 1,4- addition 2See eq 3 for typical procedure and Supporting Information for

products. experimental details.

The most promising results with model compounds, suitable for  Acknowledgment. This paper is dedicated to Professor David
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by U.S. National Science Foundation (CHE-0308378) and the ACS-
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Os [(allyl)Ni-Br], + L1 or L2 + NaBARF *\ Supporting Information Available: Full experimental details of
A O various hydrovinylation reactions, spectroscopic and chromatographic
CHLCL,, low temp., 4-6 h 12 data for characterization of compounds. This material is available free
ethylene (1 atm) [Table 2]

of charge via the Internet at http:/pubs.acs.org.
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