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Toward synthesis of Fusicoccin A using ring-expansion strategy
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We tried to synthesize tricyclic carbon skeleton aiming at the total
synthesis of natural product, fusicoccin A Introduction of a side chain of 4 carbon units into
benzene and conversion of 4-6-4 carbon skeleton into 5-8-5 condensed ring structure was an extremely

novel synthesis plan. That is, it performs continuous ring extension reaction from substituted
benzene and converts the 6-membered ring to 8-membered ring. A Buchner reaction was attempted by
reacting a substituted benzene obtained in 7 steps from a commercially available compound with a Rh
(1) catalyst. As a result, stereoselective cyclopropanation conditions were found and the
subsequent 7-membered ring was quantitatively obtained with nearly a single product by
divinylcyclopropane rearrangement of the intermediate.
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MeO
N2
Me0,C TIPSO

1 mol% Rhy(esp),

-
solvent (0.05 M) MeO,C

TIPSO T°C N
9
TIPSO
1
entry solvent T/°C 21:22
1 CH,Cl, 0 42:58
2 CH,Cl, 40 31:69
3 DCE 40 33:67
4 CHCI; 40 48 : 52
5 THF 40 10:90
6 benzene 40 34 :66
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