
Denksport Lukas Holz 13.09.2023
"Genome-based discovery and total synthesisof janustatins, potent cytotoxins from a

plant-associated bacterium"
R. Ueoka et al., Nat. Chem., 2022, vol. 14, pp. 1143

named reactions highlighted in blue

1) cat. [Ir(cod)Cl]2,
Et2MeSiH, 96% e.e.
2) TBSOTf, 2,6-lutidine

3) DIBAL-H
4) DMP

B
75% e.e.

E
5 : 1 syn:anti

Morken's reductive syn-aldol reaction
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5) LDA
then DMF

6) (Z)-but-2-en-1,4-diol
TsOH
7) 5 mol-% ,
10 mol-% LiBHEt3
75% e.e.
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I OTBS 8) LDA, LiCl,

9) LDA, H3BNH3
10) TPAP, NMO

OTBSO 11) CBr4, Zn, PPh3

12) nBuLi, then MeI

OTBS

C DMeyer's alkylation
Ley-Griffith oxidation

Corey-Fuchs reaction

13) i) 1.2 eq Cy2BH,
1.2 eq Et2Zn,
then
1.5 eq EtZnONf
-78 °C
ii) warm to -15 °C,
add A
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Additional literature:
- synthesis of A is literature known:

C.-X. Zhao et al., Org. Lett., 2001,

3(12), pp. 1829

- Asymmetric isomerization of dihydro-

1,3-dioxepins (step 7):

H. Frauenrath et al., ACIE, 2001, 40(1),

pp. 177

- Cram-chelation-controlled addition

to -silyloxy aldehydes (step 13):

G. R. Stanton et al., Org. Lett., 2012,

14(13), pp. 3368

14) Me3OBF4,

ProtonSponge

15) AcCl, MeOH-THF

16) DMP

17) LaCl3*LiCl,
tBuLiF

1 : 1.2 d.r.

OHOMeTBSO

OBn
18) DMP
19) H2, Pd/C
20) DMP

OOMeTBSO

O

21) nBuLi, B

then G

22) HgCl2, HgO

1.2 : 1 d.r.

23) 2-TMS-ethanol, NaH
G H

1.2 : 1. d.r.
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24) TPAP, NMO
25) HCO2H-H2O (1:1)



Preparations of complexes and ligands
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S1) PhCHO, Ac2O, rflx
S2) O3, (NCC2H4)3P

S5) exc. AD-mix ,
tBuOH, H2O

methansulfonamide

S6) HN3, DIPAD, PPh3

S7) H2, Pd/C

S8) triphosgene

S9) 1N NaOH, Et2O

S13) 5 mol-% Zn(OTf)2,
PhMe, 110 °C

N

2,6-Lutidine I J

S3) H2NNMe2, MeOH
S4) Me2SO4, K2CO3

N

O O

OEt
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Ethyl cinnamate

O
HN

CO2H

O
S10) SOCl2
then AlCl3

S11) Et3SiH,
BF3*OEt2
S12) 2N NaOH

K L

Additional literature:
- synthesis of J:

E. Roblou et al., Synth. Comm., 2004,

34(20), pp. 3743

- Synthesis of L:

E. J. Kim et al., Bull. Korean Chem.

Soc., 2006, 27(12), pp. 2019

- Synthesis of :

A. Cornejo et al., Synlett, 2005, 15,

pp. 2321

- Methansulfonamide as cosolvent and

acid catalyst in Sharpless asymmetric

dihydroxylations:

M. H. Junttila & O. O. E. Hormi, JOC,

2009, 74(8), pp. 3038

- Synthesis of N:

E. P. Kyba et al., Organomet., 1983,

2, pp. 1877

- Synthesis of (R,R)-Me-DuPHOS:

M. J. Burk et al., JACS, 1993, 115,

pp. 10125

- Synthesis of :

M. Shevlin et al., JACS, 2016, 138(10),

pp. 3562
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S13) SOCl2
S14) RuCl3, NaIO4
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S15) h (254 nm),

60 °C >11 d

(on 1.4 kg scale)

S16) 6 eq. Me3SiCl,

6 eq. LiAlH4

M

N

S18) NiI2
MeOH, 60 °C

(R,R)-Me-DuPHOS

S17) i) N,

2 eq. nBuLi

then 2 eq. M

ii) 2 eq. nBuLi


