
Total Synthesis of Putative Melognine
Yui Irie and Satoshi Yokoshima; J. Am. Chem. Soc. 2024, 146, 9526-9531.

Denksport Philipp Schoch 03.07.24

MeO OMe

O O 1.) K2CO3, 1

2.) DBU, 2

Br
OEt

O

3.) CuI, 3,
Pd(PPh3)4, Et3N

H2N

I

4.) NsCl, DMAP,
pyridine

5.) DiBAl-H
6.) PhCH(OMe)2, pTsOH

7.) MsCl, Et3N
8.) K2CO3, 100 °C

1 2 3

9.) HG-II, ethylene
10.) PhSH, K2CO3

11.) Na2WO4 H2O,
H2O2, DCM,
Aliquat 336 (PTC)

12.) Zn, AcOH
13.) Ac2O,
DMAP, Et3N

14.) Shvo's cat.,
PhMe, 90 °C

Ru
OC CO

H
Ru

OC CO

O OH
(Ph)4

(Ph)4

Shvo's catalyst

15.) Boc2O, DMAP
16.) aq. AcOH

17.) TIPSOTf,
2,6-lutidine
18.) DMP

19.) Ph3P=CH2
20.) TBAF
21.) DMP

22.) 4, DMF, 130 °C

HO2C NH

4

23.) HG-II
24.) K2CO3, MeOH
25.) CrO3, H2SO4, acetone, H2O

N
H

N

O

OMe

O26.) TMSCHN2
27.) TFA
28.) aq. H2O2

melognine

A

F

M

B C D E

GHIJKL

N O P

Hints:
Steps 11/12: E/F is tricyclic, G is pentacyclic, H is tetracyclic
Step 14: epimerization
Step 22: L is tricyclic, M is pentacyclic; CO2 is liberated


