
Demjanov rearrangement 
Carbocation rearrangement of primary amines via diazotization to give alcohols 
through C−C bond migration. 
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Example 13 

 

N
Ph

NH2 N
OH

Ph N
Ph

NaNO2, HOAc

100 oC, 2 h
30%                         16%  

 
Example 26 

H
NH2 NaNO2, AcOH/H2O

100−110 oC, 2 h, 61%

H OH
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Example 37 

 

O

NH2

NaNO2, 0−4 oC

0.25 M H2SO4/H2O

O

HO

O

OH
 

 
Example 48 

 

MeO

O
O

H

H

H2N

5 equiv NaNO2
5 equiv AcOH

H2O/THF (1:1)
0 oC, 2 h, 61%

O

O

H

HO

MeO
H
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Tiffeneau–Demjanov rearrangement 
Carbocation rearrangement of β-aminoalcohols via diazotization to afford car-
bonyl compounds through C−C bond migration. 
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Step 1, Generation of N2O3 
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Step 2, Transformation of amine to diazonium salt 
 

O
N

O
N

O
OH

NH2

OH

N:

H
N OHONO

 
 

H
OH

N N OH2:

− H2O OH

N
N

OH

N N OH
 

 
Step 3, Ring-expansion via rearrangement 
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O
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Example 15 

 

HO

H2N
O

O
NaNO2, H2O

AcOH, 0 oC,
then rt−60 oC 76% yield 90  :   6
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Example 26 

 

NO
Me

OH

AcOH•H2N CONEt2

NaNO2, AcOH

H2O, 0−5 oC
60%

O N2

O
NEt2H

 

NO
Me

O
CONEt2

 
 

Example 37 

 

NH2

OH
NaNO2, AcOH/H2O, 0 oC, 1 h

then reflux 1 h, 98%
O  

 
Example 49 

 

SiMe3

HO NH2 NaNO2

AcOH

O O

SiMe3

SiMe3

72% 28%  
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