
XMe

O

S
Me

X = CH, Available at 
ENAMINE 10g for 37$

1. Mg, DMF, 0 °C
2. TMSCl, DMF, 30 min
3. r.t., o.n.O

R

X

S
Me

OH
HO MeMe

HCOOH (90%), reflux, 
15 min

X

R
O

Me

Me

S
Me

RBr2, Et2O, 
r.t., o.n.

X

R
O

Me

S
Me

Br

X

R
O

Me

S
Me

NH2

1. hexamethylentetramin, 
CHCl3, r.t., 12 h
2. HBr, 50 °C, 12 h
3. relux, 1.5 h

X
O

S
Me

N
H

R Me

1. NCS, Ru(bpy)3Cl2, 
CH3CN, r.t., 30 min
2. HClO4, r.t., 1 h
Blue LEDs (470 nm)

X
O

S
Me

N

R Me

O

Br

NEt3, THF, 
r.t., o.n.

O

DAST, benzene, 
50 °C, 17 h

X

S
Me

N

R Me

O

F
F

MeS SMe

O

nBu4NBr, KOH (30%), 
reflux, 30 min

NMe

O

Cl

Prof. Dr. C. Bolm
Stefan Wiezorek
Maximilian Bremerich
Felix Krauskopf
RWTH Aachen University
March 28, 2020



X

SN

R Me

O

F
F

O

Me
1. Ti(OiPr)4, 
(S,S)-DET, DCM, 
r.t. 
2. H2O, r.t.
3. TBHP, -20 °C

1. [Rh(OAc)2]2, PIDA, 
MgO, DCM, r.t.
2. K2CO3, MeOH, r.t.H2N

O

CF3

X

SN

R Me

O

F
F

O
Me

NH

R = H, X = N, DAV-AUT-fa2-1
R = H, X = CH, DAV-AUT-fa2-4

R = Me, X = CH, DAV-AUT-fa2-3

If R = H is synthesized, asymmetric 
oxidation is not needed since there will 
be already a racemic mixture resulting 
from step 3, so the oxidation can be 
done using mCPBA! Diastereomers have 
to be separated in the end by preperative 
HPLC!

If the last step (imination) won't work, 
swap the order, so first do the imination 
and second, the oxidation using mCPBA! 
Then, diastereomers have to be 
separated in the end by preperative 
HPLC!

N

SN

O

F
F

O
Me

NH

rac-DAV-AUT-fa2-2

F

AgF2, CH3CN, 
r.t., 2h

Me

for 
DAV-AUT-fa2-1

X

S
Me

N

R Me

O

F
F

step 1: Synthesis 1983, 8, 630-632; step 2 + 3: Tetrahedron Lett., 2004, 45, 3869-3872; step 4: Adv. Synth. Catal. 
2020, 362, 618-626; step 5: Bioorg. Med. Chem. Lett., 2010, 20, 5883-5886, step 6: Nature, 2019, 11, 426-433; 
step 7: Bioorg. Med. Chem. Lett., 2010, 20, 2916-2919; step 8: J. Org. Chem., 1981, 46, 206-209; step 9: Am. 
Chem. Soc., 1984, 106, 8188-8193; step 10: Org. Lett., 2004, 6, 1305-1307; step 11: J. Am. Chem. Soc., 2014, 
136, 10139-10147; alternative oxidation (mCPBA): (a) J. Chem. Soc., Perk. Trans. 1 1994, 3109-3114; (b) Patent 
US6215021 (B1), 2001.
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