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1) BnBr, K2CO3, acetone,
reflux, 4h, 96%
2) 1,3-cyclohexanedione,
L-proline, CuI, K2CO3,
DMSO, 90°C, 48h, 93%

A

3) Ph3P, I2, DIPEA,
MeCN, reflux, 6.5h, 89%
4) A, CrCl2, NiCl2, DMF,
rt, 24h, 78%

5) IBX, DMSO,
rt, 3h, 90%
6) NaBH4, MeOH,
0°C, 1h, 78%
7) MeMgBr, Et2O,
-78°C to rt, 7h, 98%

8) Li, naphthalene,
THF, -30°C, 1.5h, 85%
9) (COCl)2, DMSO,
DCM, -78°C, 20min,
then Et3N, -78°C to rt, 89%

dr=3:1

10) PIDA,
HFIP/DCM (1:50)
-78°C to -40°C, 1.6h
62% major, 14% minor

11) Mercury lamp,
MeOH, -78°C,
20min, 74%

12) NaBH4, CeCl3,
MeOH, -78°C, 1.5h, 84%
13) PivCl, DMAP, pyridine,
80°C, 3h, quant.
14) Bredereck’s reagent,
toluene, 100°C, 2h, 89%

Me2N

OtBu

NMe2
Bredereck’s reagent

15) Tf2O, 2,6-lutidine,
DCM, -78°C, 30min, 90%

16) Pd(PPh3)4, Et3SiH,
Et3N, DMF, rt, 1h, 93%
17) K2CO3, MeOH, 0°C,
2h, 94%Cochlearol B
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1) NaH, MEMCl,
THF, 0°C to rt,
16h, 77%

2) BCl3, pentane,
0°C to rt, 16h, 42%
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1’) AlCl3, NaCl,
180°C, 2h, 27%

3) Na2CO3,
rt, DMF, 71%

4) hv (λmax = 350 nm),
rt, MeOH, 62%,
d.r. = 2:1

△Thvhv

5) B, BH3独SMe2, rt,
THF, 44%
6) H2, PtO2, EtOAc, rt

7) DMP, NaHCO3, DCM,
0°C to rt, 84% 2 steps

B

8) NaI, TMSCl,
DCM, rt, 80%
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Silica,
EtOAc

rt

9) Bu3SnH, AIBN,
50°C,PhMe, Quant
10) LiAlH4, THF,
0°C to rt, 92%

11) BuLi, CS2, MeI,
THF, 0°C to rt, quant.

12) H3PO2, Et3N,
AIBN, dioxane,
120°C, 96%

13) TFAA/HOAc, rt
14) NaOH, MeOH/H2O,
rt, 92% over 2 steps(+)-agarozizanol B
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