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Synthetic study of hyperuralone A, with a polycyclic carbon skeleton (' Degree Programs in
Pure and Applied Sciences, University of Tsukuba,) oHidetada Iizumi', Toru Takabayashi',
Takayuki Ohyoshi', Hideo Kigoshi'

Hyperuralone A, a PPAP (Polycyclic polyprenylated acylphloroglucinol), was isolated from the
Hypericum hookerianum. Because this compound has a unique strained tetracyclo
[5.3.1.1*°.0*"]dodecane framework, it is a challenging target in synthetic organic chemistry.
The synthetic route of construction of its skeleton is shown below. Tricyclic compound 3 was
synthesized from bicyclic compound 1 and ynone 2 by the tandem Michael addition-
intramolecular aldol reaction" established in our laboratory. Tricyclic compound 3 was
convertrd to cyclization precursor 4 by replacement of the protecting group and hydrolysis. Fe
(I1T) induced radical coupling of cyclization precursor 4 gave the undesired compound 5, which
was cyclized at C15 olefin. Therefore, we synthesized a cyclization precursor 6, in which all
terminal olefins were reduced, and succeeded in constructing 7 with the desired
tetracyclo[5.3.1.1*°.0*!"Jdodecane skeleton by the similar radical coupling conditions. Herein
we report the details of the construction of the skeleton and synthetic studies toward the total
synthesis.
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