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A: MeOH = 155, CH,CHO = 16.7. B: Aldol reaction. C: Intramolecular hydride transfer
(Cannizzaro-type reaction).



Cannizzaro Reaction (P74)
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Crossed Cannizzaro Reaction
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Staudinger Reaction (P428)

Staudinger (1919):

O O
N3 N, N=PPh, °N
O + PhsP —m @ Ny + Phsp ——— N=PPh;
phenyl azide benzoyl azide
Staudinger reaction:
.. ® O solvent 1 = & -N RI=N=PX; H.O
RI-N=N=N: + PX3 ——— [R'=N=N=N—PX3| 2 , | .
.o .t Iminophosphorane - X3P=0
phosphazide (aza-ylide)

Synthetic use of iminophosphoranes: 0
f X;P=Z J\ N’R1
RI-N=PX; + JL El OH R2" Y J\
RZ™ TR3  aza-Wittig -0 - - ”
aza-ylide reaction - X3P= - X5P=0 R Y
Imidoyl halide

R = alkyl, aryl, heteroaryl, RC(O), RSO,, RP(0), RoP, R3Si, R3Sn, R3Ge; R?™ = H, alkyl, aryl, heteroaryl; X = alkyl, aryl, O-alkyl, O-
aryl, NH,, NR,, Cl, F, NCO, (also the combination of these ligands); Y = Cl, Br; Z = O, S; solvent: THF, Et,O



TsN

— 20 mol% [RhCI(CO)(PPh3),]

2 24 mol% AgSbFg

\—\\_<] CO (1 atm), DCE, 80 °C

TsN

TsN

37 %

TsN

15 %

J. Org. Chem. 2010, 75, 1281-1284
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PCy3; (20 mol%)
Kl (1.5 equiv)

DMSO, rt, 16 h
blue LEDs (456 nm)

75% yield

DOI : 10.1021/acs.orglett.0c031821.
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AGt(w/ PPh,) = 61.2 kcal/mol

Science, 2019, 363, 1429-1434,



1,6-H shift




