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An Asymmetric Intramolecular Heck-Type Reaction of
in situ Generated Hydrazones
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— Selected examples:

0 R .
_ R=4-H:  70% yield, 95% ee <
R— | R=3-Me: 60% yield, 96% ee 0 AN
X X R=4Me: 73%yield, 95% ee N
R = 3-OMe: 61% yield, 96% ee N

n=1: 46% yield, 96% ee R =Ph: 66% yield, 92% ee
n=2: 63% yield, 94% ee R = 0Bn: 54% yield, 86% ee
— Proposed mechanism:

R = i-Pr: 72% yield, 96% ee !
R =Bn: 78% yield, 92% ee ,

N R = 4-OMe: 69% vyield, 95% ee Ts R = Et: 67% vyield, 96% ee
Ts R=4-F.  62% yield, 95% ee 74% vyield, 96% ee R = Cy: 63% yield, 95% ee
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Significance: Tong and co-workers have dis- Comment: Using chiral substrates derived from
closed a domino sequence of a hydrazone-type amino alcohols, high diastereoselectivities were ob-
Heck reaction followed by a stereospecific denitro-  tained using DPPB [1,4-bis(diphenylphosphino)-bu-
genative [1,5]-sigmatropic rearrangement to ac- tane] as the ligand (see dashed box). Mechanistic
cess 3-substituted tetrahydropyridines in good studies such as deuterium-labeling experiments
yields and excellent enantioselectivities. support the shown mechanism.
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