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Convergent Total Synthesis of C-CTX1

Scheme 2. Synthesis of the C3-Corrected ABCDE-Ring Fragment”

o}
a. LiAH, N NOE ARG PhO-Ro. O O o
H o b. ONCeHCOH HOY K d. NaH, NAPBr L Ho PhG [y
: 0. KaC0q : ODEIPS - lo. PPhg 07 ODEIPS 10
O 7 ODEIPS 74% (3 steps) Ok 3 imidazole, 95% H 9
0. tBUOK, 96% h. 9-BBN-H, aq Cs,CO4
84% (2 steps) Pd(PPhs),
i. ThexylBH,; aqg NaOH, HoOo
m. GSA, MeOH j. DMP, 85%
HC(OMe), NAPO, k. LiN(TMs), NAPO, o
n. CSA, MeOH TMSCI P
73% (2 steps) ) =07 B — | 07N\
o. TMSOTHF, Et;SiH : I. Pd(OAc), o~
73% H O 95% (2 steps) H O
DEIPS 12 DEIPS 11

p.TBSCI, 86% NAPQ,

=OH 4 DMP, 92%

. {
Ao OH r. LIN(TMS), N : oTBs t. (R)-Me-CBS, BHzTHF
OGTHYh TMSCI Oq |y Yy quant, dr >20:1
13 s. Pd(OAc),, 82% (2 steps) 14 u. BuyNF, 96%
x. DIBALH v. TSCI, pyr NAPQ, ~OH
y. PhgP*CHgBr~ 90% -
NaN(TMS), w. BuyNCN A A /2 ON—0H
66% (2 steps) i) OO = H A

H .
15 Sdopo1 = 9.2 HzZ

Et;N, DMAP

toluene, rt NAPO,
90%

o O

\ 2
TIPS 0

0. Me c. DIBALH
toluene, —94 ‘'C N O><’VIS
4 _ 0 Me pyridine, DMAP
5: R = CH,OH (CICH,CO),0, -94t00°C —0 Me
a. AZADOL, Phl(OAc), 19: R = CO,H
CH,Cl,/pH 6.8 buffer Me moditied Rychnovsky reductive
1, 99% =
o0 Me
d. -Bu,AlSePh ’: 21: R = OCOCH,CI >(
THF/hexane, ~40 °C 22 A = SePh 0 Me

a. BusSnH, AIBN Me
toluene, 85 “C A
58%

b. TMSCHN,
benzene/MeOH
rt, 89%

NAPO,

c. DIBALH, CH,Cl, | d. PhaP*CHgBr~, +BuOK
0 Me —90°C THF, 0 °C, 84% (2 steps)

f. DDQ, CH,Clo/H,0. 1t
g. TFA/CH,ClH,0, rt
71% (2 steps)

12 steps N 00 Me
11% overall yield

OH

¢
OH higher apparent neurotoxicity


大平 進

大平 進
Convergent Total Synthesis of Caribbean Ciguatoxin C‑CTX1 and Its C3-Epimer
Makoto Sasaki,* Atsushi Umehara, Kohtaro Sugahara, Masayuki Satake, and Takeshi Tsumuraya
J. Am. Chem. Soc. 2026, 148, 11473−11478.

大平 進

大平 進

大平 進

大平 進

大平 進
higher apparent neurotoxicity

大平 進

大平 進
modified Rychnovsky reductive acylation


