Guillaume George — Problem Session — January 2011

REARRANGEMENTS

Mechanisms, missing reagents, synthesis ideaxy@aa) advantages, drawbacks,
stereochemistry... The number of steps is not givepwpose.

[. Anionic

Benzilic acid rearrangement

A cyclic a-diketone treated with hydroxide anion yields graontracted -hydroxy
acid.

Hofmann rearrangement

Primary amides treated with alkali hypohalite affan intermediate isocyanate. For
base sensitive substrate, the reaction can beedayit with Koser’s reagent
(PhI(OH)OTs) under slightly acidic conditions.

I1. Cationic
Tiffeneau-Demjanov rearrangement
Nitrosonium reacted with the followirfiyamino alcohol affords the ring-expanded
cyclic ketone.
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Schmidt rearrangement
Carboxylic acids, aldehydes and ketones can btettedth hydrazoic acid under
fairly acidic conditions to afford amine, nitril@@é amide respectively.

[11. Concerted
Baeyer-Villiger
Cyclic ketones are turned into ring-expanded lagsdoy treatment with peroxyacids.

V. (AN)RORC
Cornforth rearrangement
Account for this.
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V. Neutral

Curtius rearrangement
Carboxylic acids react with diphenylphosphoryl &zid afford the intermediate
isocyanate.



VI. Megallanesine

<ﬁ= <j©? —»<j©(; —»<j©[;

CO,Me CO,Me
1) H,O,
2) Pd/C, H,
e}
<O O N OMe <0 NH
oA S Dome ©
(e} HO

VIl. Hinesol

O hv
\
OH NayCOj3 (aq)
MeOzC

VI11l. Dendrobatid alkaloid 251F
/ - / - i - — i
{;i% \\ OBn \\

OH OH OH
y P TioH )




