
Asymmetric Total Synthesis of Euphordraculoate A and Pedrolide
Canhui Tu, Yunlong Zang, Yuzhi Jian, Yan Hao, Zhen Wang, Shaomin Fu, Song Qin and Bo Liu; Angew. Chem. Int. Ed. 2024, e202409997.

Denksport Philipp Schoch 23.10.24

H

O OTES

1.) ethynylMgBr,
then TESCl
2.) DiBAl-H, Cp2ZrCl2,
then NIS

I I

3.) TBAF
4.) DMP, NaHCO3
5.) TsOH, (CH2OH)2 OO

O

methacrolein (+)-carvone

O6.) HBr, AcOH
7.) NaOH, H2O2

O

OTES

O

8.) LDA, HBpin,
then NaOH, H2O2
9.) TESCl, Et3N OTES

OTES
OTES

O

10.) LiTMP, Et2AlCl
11.) RhCl(PPh3)3, H2,
then DMP

12.) DBU
13.) LiHMDS,
TMSCl, then
Yb(OTf)3, HCHO

OTES
OTES

O

OH

OTES
OTES

OH

14.) B, iPrMgCl,
LiCl, then F

HO

OO

OTES
OTES

OH

OO
15.) DMP
16.) DBU, 1, NaI

H
EtO2C

EtO2C

Me

P(O)(OPh)2
1

17.) HF, Et3N
18.) iPrCOCl, DIPEA
19.) BzCl, Et3N

tertiary OH
reacts first

(Z):(E) = 5.7:1

OBz
OCOiPr

OH

OO

H
EtO2C

OBz
OCOiPr

OH H
EtO2C

O

+

OBz
OCOiPr

OH H
EtO2C

O

TMSO
OBz

OCOiPr

10

OH H
EtO2C

O H

20a.) I, TMSOTf. 4A MS, CHCl3

20b.) J, TMSOTf, (CH2OTMS)2, DCM

Nazarov

OBz
OCOiPr

10

OH H
EtO2C

HO H

OBz
O

H

21.) NaBH4, CeCl3

C10 epimers
inseparable

C10 epimers
separable

22.) NaH
23.) TPAP, NMO

O

O

H

O

O

euphordraculoate A

O

Me

H
Me

H

Me OBz

Me
Me

O

O

O
O

pedrolide

Me
H

Me OBz

Me
Me

O

O

OO 24.) Eu(fod)3, 150 °C

Me

HO

IMDA



Denksport Philipp Schoch 23.10.24

O

O

O

O

Reductive dihydroxylation mechanism:
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