Total synthesis of Highly Strained 4B-Acetoxyprobotryane-9,15a-diol
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4B-Acetoxyprobotryane-98,15a-diol (6)
was isolated from a culture of Botrytis cinerea.

* Here is the first and asymmetric total synthesis.

* This work represents the first example of a benzilic acid
type rearrangement to construct the highly strained
trans-fused bicyclo[3.3.0] octane ring system.
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Retrosynthetic analysis
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Reduction of ethyl ester with BH; R

HOH Rj\

B. ® H,0O .
S D o e e

H
EtOJJ\R H — )\R F R H\R

H@ R




OH

. Py, ACQO \Me
BH5"THF DMAP, DCM ~ Me ' ([?MOSC('D)ZNEtS
”agH KQCO3, MeOH “iMe
22 H
20 OAc Me

triacetylation followed by selective deacetylation in a one-
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