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Hawaii ®H&tize] Moore group 2] SR A
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gerus Palythoa ¢ marine soft coral oA %3
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A it P Palytoxin®l 33 724 5434 &
FEY 2= ASAA A /718 EES v
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Harvard &9 Kishi group2 Palytoxin
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T35 dst 449 fragment & TAIUL,
Palytoxin ¢| €43 stereochemical assignment
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R= (t—Bu) (Me)zsi, » N Mo

R=TBS

Z=MPM

0

ns 0 "o'"'\/i‘l,.

ZO-CO-HH

“on

R= (t—Bu) (Me),Si,
Z=(Me),SiCH.CH,
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LO-CO-Hl

R= (t-Bu) (Me),Si,
Z= (Me),SiCH,CH,

5 —78Col4 n-BuLioz uhgdlol A4AH
adduct CZ ¥} step & AAHA 9% 4 Yok
o] segment 2] &4 seminar A|7Fl 2FAF] dis-
cussion &tA} gl
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1) For the gross structure of palyton, see
(a) Uemura, D., Ueda, K., Hirata, Y., Naoki. and
Iwashita, T. . Tetrahedron Lett., 22,2781 (1981)
and references cited therein.

(b) Moore. R.E. and Bartolini, G.: J. Am. Chem.
Soc., 103, 2491(1981) and references cited
therein. For the structures of minor constitu-
ents, see Uemara, D., Hirata, Y., Iwashita. and
Naoki, H. : Tetrahedron, 41, 1007 (1985).

n
Y -’
0 \e im e on - ~on Ot
MeO™? s\/)\(k..-' "0'3&0"' ‘\ on
| 8
no L\

R!=24-(MeO) (Ph)CH,,
R’ =4-MeO(Ph)CH.,

X =Bz,

R= (t-Bu) (Me),Si,
Z=(Me);SiCH,CH,

2) For the stereochemistry assignment primarily

3

=

based on organic synthesis, see Cha, J.K., Christ,
W.J., Finan, J.M.; Fujoka, H., Kishi, Y., Klein, L.
L., Ko, S.S., Leder, J.,, McWhorter, WW.,, Jr.,
Pfaff, K.-P., Yonaga, M., Uemura, D., and Hirata,
Y.: J. Am. Chem, Soc., 104, 7369(1982) and pre-
ceding papers. For the stereochemistry assign-
ment primarily based on spectroscopic methods,
see Moore, R.E., Bartolini, G., Barchi, J., Bothner-
By, A.A,, Dadok, J., and Ford, J.: J. Am, Chem.,
Soc., 104, 3776(1982).

For the synthetic studies on palytoxin, see : (a)
Kishi, Y., Christ, W.]J., and M. Taniguchi, in “Nat-
ural Products and Biological Activities”(ed. H.
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Imura, T. Goto, T. Murachi, and T. Nakjima), p. developed by Matteson and Moody [ Organometal-
87, University of Tokyo Press, Tokyo (1986) and " lics, 1, 20(1982)],
references cited therein. (b) still, W.C. and Galyn- 6) It is interesting to note that a palytoxin bearing a
ker, L, J. Am. Chem. Soc., 104, 1774(1982). free carboxylic acid at the C.1 position has recent-
4) Miyaura, N, Yamada, K. Sugiome, H. and Suzuki, ly been isolated from Palythoa and shown to have
A.: J. Am. Chem. Soc., 107, 972(1985) and refer- the toxicity comparable with that of palytoxin
ences cited therein. itself:Uemura, D., Iwashita, T., Nabki, H. and
5) The vinyboronic acid was prepared from the Hirata, Y.: Annual Meeting of the Chemical
corresponding aldehyde by using the procedure Society of Japan, April, 1986.
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