Problem Session Rémi 27/10/22

1 - Find the mechanism for these transformations:

Ph
o] TsHN =
AN N Rh,(OAc), (2 mol%)
\ Ph N DCE, 90 °C, 3 h N\
Me s then NaBH5CN (2 equiv) N
90°C,2h .
Me
2% yield
o)
A\ N Rh,(OAC), (2 mol%)
\ Ph N DCE, 90 °C, 10 h
Me s then NaBH,CN (2 equiv)
90°C,2h

73% yield

Org. Lett. 2021, 23, 4294-4299

2 - Find the structure of intermediate A and explain the formation of B and C:

o K,CO3 (20 mol%) HCl (o 15 eq)
° /\)j\ N
N Ph Ph DMSO, air, rt (Ar-NHy) DMSO/HZO (4:1)

air, 90 °C, 25 min

B: 44% yield C: 42% yield
J. Org. Chem. 2016, 81, 43-50
3 - Find the mechanism for this transformation:
Me OH Ny Rhy(S-DOSP)4 (1 mol%) .+CO,Me
+
Me” oTBS Ph/\)kcone heptane, 0-80 °C
then Sc(Otf);
(1 equiv)

46% yield

>20:1dr

80% ee

Chem. Sci., 2011, 2, 2378-2382



4 - Find the structure of missing intermediates + all interesting mechanisms:

a) CeCls, TMSCH,MgCI

Meo:/[o b) H,SO,
A

TESO” “Me 1%

f) TBAF, TMS-EBX (;)TBDPS

c) "BuLithen Br

e) 'BuLi, (2-Th)Cu(CN)Li

d) TBSCI, Im Br C then TMSCI [
0 |
47% Me
o:@-'-OTBDPS
g) EtsN.HF

h) BuOK, ‘BuOH

then silica gel i) LIHMDS then MeOC(O)CN j) toluene, reflux ’ . ]
E
65% TBSO 2%
0
m) PtOZ, H2
k) TBSOTH, 2,6-lutidine n) LIHMDS
then NaOH 1) hv (365 nm), toluene then TIPSOTf
MeOD/D,0 then HF.py then Mel G
—_—
64% 46% 59%

o) LDA then MeCHO
p) Martin sulfurane

q) TBAF, THF, reflux r) Na, EtOH

14% yield

J. Am. Chem. Soc. 2022, 144, 15462-15467
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