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FIFZE AR 5 O (3537) : We have achieved the total synthesis of marine alkaloid of batzellaside B in 13
steps. Furthermore, batzellaside C, and their epimers have also been synthesized.
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Figure 1. Structure of Batzallasides A, B, and C
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Scheme 1. Synthesis of 5

OBn OBn
“.OBI'I 1 ._.OBn b.c
| oB 0
n
o o o Bn
1 2
OBn OBn
~OBn d .0Bn
MeOQCHO OBn M902CN3 w,, ~OBN
3 4
OBn
e ~0Bn
0B
07 N7 N
H
5

Reagents and conditions: (a) PCC, CH,Cl,, reflux (55%); (b)
LiOH, MeOH/H,O (3:1), reflux; (c) CH,N,, EtOAc, 0 °C
(94%, 2 steps); (d) HNs, PhsP, DEAD, THF, 0 °C to rt (82%);
(e) H,, 10% Pd/C, EtOAC (98%)
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Scheme 2. Synthesis of 7
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Reagents and conditions: (a) LiHMDS, CbzCl, THF, -78 °C
to 0 °C (83%); (b) DIBAL, CH,Cl, -78 °C; (c)
allyltrimethylsilane, BF3*Et,0, CH,Cl,, -78 °C (50%, 2 steps)
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Figure 2. Stereochemistry of 7
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Figure 3. Stereoselectivity of allyaltion of iminium salt
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Scheme 3. Synthesis of 10

OBn
A OBn b
7 —_— —_—
OHC__ N _-0Bn
|
Cbz
8
OBn OBn
N OBn
SO
/\/I\ ..... N _OBn N _-OBn
1
Cbz /\,\\“ O’&O
2 10

Reagents and conditions: (a) OsO., NalO,, 2,6-lutidine,
1,4-dioxane/H,O (3:1); (b) (+)-(Ipc).B(allyl), Et,0, -78 °C
(70% 2steps); (c) NaH, THF/DMF (3:1) (90%)
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Figure 4. Stereochemistry of 10
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Scheme 4, Synthesis of (- -batzellaside A, B, and C
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Reagents and conditions: (a) Hoveyda-Grubbs catalyst 2" (10
mol%), 1-nonene or 1-octene or 1-decene, CH,Cl,, reflux (11:
85%, 12: 90%, 13: 91%); (b) H., 20% Pd(OH),, EtOH; (c)
KOH (aq), 2-propanol, reflux ((-)-batzellaside A: %,
(-)-batzellaside B: 54%, (-)-batzellaside C: 48%)

— J7 . (#)-(Ipc).BGlly) o & b v |
()-(lpc),B(allyl) ZMH\T7 L5k K (8) i
KT HRET VIALEAITNT VLR (14) %
FEH LA & RIBRORREEIC L0 = 'K (19, 29)
DERRESET LT,

Scheme 5. Synthesis of 19, 20, and 21
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Reagents and conditions: (a) (-)-(Ipc) .B(allyl), Et,0, - 78 °C
(71% 2steps); (b) NaH, THF/DMF (3:1) (90%); (c)
Hoveyda-Grubbs catalyst 2™ (10 mol%), 1-octene or
1-nonene or 1-decene, CH,Cl,, reflux (16: 90%, 17: 90%, 18:
88%); (b) Ha, 20% Pd(OH),, EtOH; (c) KOH (aq), 2-propanol,
reflux (19: 72%, 20: 67%, 21: %)
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