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Synthetic Studies of Callophycoic Acid A (Faculty of Science and Technology, Keio University)
(ORaia Sagasaki, Seiya Endo, Ryugo Nakamura, Akihiro Ogura, Ken-ichi Takao

Callophycoic acid A (1) was isolated from extracts of Fijian red alga Callophycus serratus
by Kubanek and co-workers in 2007." The structure features a brominated tricyclic skeleton
that has three consecutive stereocenters including a quaternary carbon.

We planned to use cation-rt cyclization for constructing the cyclohexene skeleton with a
bromo group at the adjacent position of the all-carbon quaternary stereocenter. To this end, the
substrate 2 was prepared via stereoselective introduction of a bromo group. The cation-n
cyclization of 2 successfully afforded 3 as a major product. Also, the cyclization of 4, derivative
of 2, was found to give cyclohexene 5 having an extended sidechain.

Keywords : All-Carbon Quaternary Stereocenter, Cation-m Cyclization

a7 4 afg A1) X, 2007 412 Kubanek HIZ Xk > T, 7 4 P —FEDR
Callophycus serratus DR & 0 BB S 7= RIRFILEMTH D V. HiE EORHK
LT, BB ENT ZBEFETICENR AT IRE G0 —#g AT LE2ET 5
ZENRBTOND.

LT, BIRAF REBOBENIC T e T A2 AT 5L 7 andt B e g
HHEEELT, hFA4v-nBbRSERHWAZ ERFE LT, 2072012, 7tk
AANREIRAICEA L CTHE 2 2R L2, 2k L ThF A - n BALRS % i
FTLIZEY, LA AT X —RKE L TAKRTDZ EICHI L. £, 20K
A VT 4 RIER LTz 4 ZREICHW TS, BRILRKIGHETL, 7 rafdtr 5

DELNDLZ EE R L.
. OTEFA cation-x
W\/‘\/j@/cone cyclization BZO
- N
B
' BzO
2
PO ion-
>, OTFA cci;;:a’;ign
G \ co,Me _¥ezaton BzO
B
' BzO
4 (=)-Callophycoic acid A (1)

5 L J

1) Kubanek, J. et al. J. Org. Chem. 2007, 72, 7343.
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