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1) Ni(acac)2, L1
Zn(CN)2, Mn(0)

MeCN/H2O, 50 °C

2) TESOTf, 2,6-lutidine
DCM, 0 °C

59% (2 steps)

Mechanism of 1)? A

1) DIBAL-H, 
tol, –78 °C, 61%

2) 2-bromopropene
t-BuLi, Et2O, –78°C

3) TBAF, THF, 0 °C
4) IBX, DCM/DMSO, r.t.

66% (3 steps)

Structure of IBX?
Mechanism of 4)?

B

B(C6F5)3, tol, r.t.
then TESOTf
2,6-lutidine
0 °C to r.t.

Name?

N N
Me Me

L1

C

1) LDA, THF, –30 °C
81% (2 steps)

2) MeMgCl
MTBE, –12 °C, 76%

SiMe

OTfMe
Cl

1

E

1) KHMDS, THF
then O2, P(OEt)3
28% (2 steps)

2) 1, 2,6-lutidine
DCM, 0°C

D



 Asymmetric Total Synthesis of Illisimonin A   
C. Etling, G. Tedesco, A. Di Marco, M. Kalesse J. Am. Chem. Soc. 2023, 145, 70201−7029 

A. S. Burns, S. D. Rychnovsky, J. Am. Chem. Soc. 2019, 141, 13295−13300 
 

Exercise, 19.07.23 
Gademann Group 

Nicola Jelmini 

 
 

 
 

1) HClO4, THF/H2O, 
0 °C to r.t., 76%

2) DIBAL-H
DCM, –78 °C, 84%

F G

1) Ph2SiCl2, 4-DMAP, Et3N
DCM, 0 °C to r.t., 90%

2) 2, 15-crown-5,
trifluorotoluene, 80°C

50% (4 cycles)

Cr
O

O

OO

O

O

Et
Me

O

Et
Me

Na

2

H

1) mCPBA, NaHCO3, 
DCM, r.t., 87%

2) Cp2TiCl2, Zn,
THF, r.t., 88%

3) TBSCl, Im-H
DCM, r.t.

1) mCPBA, NaHCO3
DCM, r.t., 84% (2 steps)

2) SnCl4, DCM, 
–78 °C, 36%
3) HF, MeCN, 
0 °C, >95%

IJ

1) IBX, DMSO, r.t.

2) NaClO2, NaH2PO4
2-methyl-2-butene, 

acetone, r.t.

Name of 2)?
Role of 2-methyl-2-butene?

L

1) AcCl, MeOH, r.t.
40% (3 steps)

2) (±)-Fe(PDP), H2O2
HFIP, MeCN, r.t.

33%
White-Chen oxidation(–) illisimonin A

E

Rychnovsky and Burns’ 
intermediate


