HO Me

6.) Boc,0,
DMAP, DCM
then EtzN, DCM

ﬁ

15.) SOCI,, pyr, DCM
16.) DiBAI-H (1 eq.),
DCM, TMSOT, EtzN

—

25.) Sml,,

1.1,
PIFA, THF

—>

7.) 3, CuCN, THF,

then K2003’

F p-thiocresol
—

8.) CICOCCl3,
EtsN, DCM

17.) Pd(PPhg),, CO,

EtsN, MeOH/THF

then LiBH, THF/H,O

L —

26.) LiOH, THF/H,0O
then m-CPBA,

Total Synthesis of (+)- and (-)-Daphnillonin B
Yun-Peng Zou, Zheng-Lin Lai, Meng-Wei Zhang, Jianzhao Peng, Shuai Ning and Chuang-Chuang Li; J. Am. Chem. Soc. 2023, 145, 10998-11004.

2.) Hy, PhMe,
Rh(PPhs)sCl

—» B

G

27.) [ICOE),Cl],, Et,SiH, PhH,

OAc

9.)
p-TsOH, 105 °C

H

18.) NaH, CS, Mel, THF
19.) LIHMDS, Mel, THF

—>

then TBAF, THF,
then K,CO3 MeOH

28.) DMP, DCM

3.) (R)-Me-CBS
BH3eSMe, THF

4.)2, PPhy
DIAD, THF,
then TBAF

Denksport Philipp Schoch 14.06.23

5.)NBS, NaHCO3,
NaOAc, THF/H,0,
then 2N HCI

—> C —> D —> E

10.) Grubbs I,
PhMe, 155 °C,
then TTMSS,
AIBN, 120 °C

H ——

(-)-daphnillonin B

20.) 0-DCB,

11.) Smly, THF, H,0

12.) p-TsOH 14.) Coy(CO)g,
13.) EsN, Oy CO, MeCN, 82°C,
P(OEt); DCM then ICI
— J —> K
21.)NaH, CS;,
Mel, THF
22.) 0-DCB, 23.) Pd/C,
180 °C H, MeOH
—> 0 — P — Q
24.) m-CPBA,
DCM
N
Hints:

9.) Only one ketone reacts
10.) Pentacycle obtained
13.) Tert. alcohol is obtained
16.) Acetal formation

17.) Two reduction events
20.) Cationic rearr., acetal
cleavage, central
cycloheptenone obtained

J




