20220723

A
| 2) isopropenylMgBr
—
Bu” N Bu A THF, rt, 47% (desired)
> CaoH3g04Si >
Tf,0, DCE (CaoH3g04Si) 3) Pd(OAc),, Ag,CO;
80 °C, 73% DMSO/toluene = 1:19
dr =8:1 110 °C, 46%
OTBDPS
OMe OMe
MeO "
—_—_——>, MeO [
o
o v
TBDPS H HO H

Tetracyclic Core Structure
of Dysiherbols A-C
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Q1. Propose the reasonable synthetic route
Q2. Show the possible mechanism (1—2, 3—4)

______________

1) HCO,Et (5.0 eq) , NaH (3.0 eq), THF, 65 °C, 1 h
2) TsN5 (1.2 eq), Et3N (5.0 eq), CH,ClI, 0 °C, 20 min;
10% NaOH aq., 80% (2 steps)

Y

3) hv (300 W), Et3N (1.0 eq), MeOH, rt, 5 h, 85%
3) LDA (3.0 eq), Mel (4.1 eq), THF, =78 to 0 °C, 30 min, 90%

1) TsSNHNH,, EtOH, reflux, 15 h, 92%
2) NBS (1.5 eq), TBAB (1.0 eq), K,COj3 (4.0 eq)
1,4-dioxane, 90 °C, 15 h, 60%

Y

3) LIOH, THF/H,O, reflux, 12 h

4) (COClI),, DMF, CH,Cly, 40 °C, 2 h;
conc.;
TMSCHN,, MeCN, rt, 12 h, 89%

aplydactone

Y. Zhang et al. Angew. Chem. Int. Ed. 2017, 56, 8187-8190



