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(2 eq., E/Z=1/1)
70%
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a) Previous work: [3,3]- and [5,5]-rearrangement via an "assembly/deprotonation” sequencel'l
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o H
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O/ R_ assembly deprotonation rearrangement
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b) Working model of Morita-Baylis-Hillman reaction proposed by Hill and Isaacs (1986)['4]
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B. Control experiments

Ph
= é*
A 2z N 2
S< Tf,0 I
Ph + | — OTf |
nHex 50 °C, 12 h I nHex
CD,Cl, nHex
1a 2b step 1 EAM2, 87% 2b (1.0 equiv)
ZIE=11 pure E isomer ZIE = 94/6
2.0 equiv NMR oberved NMR oberved
Ph
) st N
o N N Z
S. Tf,0 I
Ph + | e OTf |
-50 °C, 12 h | nHex
nHex CD-CI
2~12 nHex
1a 2b step 1 IM2, 60% Z-2b (0.86 equiv)
ZIE = 93/7 ZIE=T7/23 pure Z isomer
2.0 equiv NMR oberved NMR oberved
. Ph X
, JHE + ,Ph
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PBuj3; (20 mol%)

0O Ry

DMF, 80 °C

> 7 "Rs
]
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up to 94% yield
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