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1. Me)\/\ocozlvle

(1.5eq.)
[Pd(prenyl)Cl], (5 mol%)

2. NaClO, (5.7 eq.)
NaH,PO, (1.7eq.)
2-methyl-2-butene (11 eq.)

Me”

3. MeNH, (2M in MeOH, 10 eq.) CONHMe

CaCl, (1 eq.) Cl i
o
Ph THF/H,0 70°C, 14 h \©\N
Co\ )—Ph 23°C, 1h H
* P-N
(0] \_/ 67% Name? 96% 74%
* (R)-BINOL (5 mol%) 84% ee
Cs,C0O;5 (1.5 €eq.)
PhMe
23°C,20h 4 ‘ ‘ 5 ‘ ‘
Synthesis of .
Ligand? then add DMS
-78 °Cto 23 °C Recrystallisation step:
20 h 92% ee
Name of the salt?
8. LDA(0.5M,2.2eq.) 6. Me3;OBF, (1.2 e
THF 7. MeNH, (2M in MeOH, 100 eq.) " DTBMP E‘1(.2'eq)q')
-78°C, then Ti(Oi-Pr)4 (2 eq.)
oTf 23°C,3d DCM
TIO” > 23°C,20h
(2eq)
-78 °Cto 23 °C
20 h 93% 65% 78%
10. LDA (0.5 M, 1.1 eq.)
THF 12. PBu;(2eq.)
-78 °C, 30 min, PhMe
then add HMPA MWI (170 °C), 24 h
1.
. 13.  Mn(dpm); (10 eq.)
MWL mictowave Ph(i-PrO)SiH, (10 eq.)
PhSH (10 eq.)
Name? B(Oi-Pr); (2 eq.)
(1.1eq.) i-PrOH
58% -78°Cto23°C,4h 54% 94% 20 h
single single
diastereomer diastereomer
N
Cl

49%

(-)-caulamidine A



