
      
    

      Javascript is not enabled. This application needs javascript to work properly. Please enable javascript.

    
[image: ]Help | Safety Statement | About Science of Synthesis | About Thieme Chemistry
[image: ][image: Logo Thieme]Science of Synthesis

[image: ]	Query
	Results
	Full Text
	Explore Contents
	Teaching Resources
	Training & Support



You are using Science Of Synthesis as a Guest.Please login or request a trial to access the full content.	Login
		      X
		      Personal Login

		      Username or e-mail address
                                                                   

		      Password
                                                                   

		      
		      
		      [image: ]
                                                                   Login
                                                               Forgot password?

		      [image: ]
                                                                   Institutional Login
                                                               

		      

		      [image: ]
                                                               Request a trial
                                                           
		    






	    
	Amino Comp
	                                      		...
	                                       	
	»
	Alkyl- and
	                                      		...
	                                       	
	»
	Synthesis 
	                                      		...
	                                       	
	»
	Rearrangem
	                                      		...
	                                       	
	»
	Hofmann, C
	                                      		...
	                                       	
	»
	Hofmann Re
	                                      		...
	                                       	


Download PDF







[image: ]	Query	|	Results	|	Text	|	Explore

[image: ]
[image: ]Navigation
0 Hits
	Previous / Next

[image: ]

		    [image: ]
		  




You are using Science Of Synthesis as a Guest.
Please login to access the full content or check if you have access viaThieme Chemistry E-Books
40.1.1.4.2.4.1  Variation 1: Hofmann Rearrangement

			DOI: 
          10.1055/sos-SD-040-00241	Next
	Previous


Purchase, R.; Sainsbury, M., Science of Synthesis, (2009) 40, 396.
The Hofmann rearrangement[189–192] is a venerable reaction that is traditionally used for the conversion of a primary amide [bookmark: xlsu]156 into an amine [bookmark: xlsu]159 (Scheme 47). The classical reagents are bromine and aqueous sodium hydroxide (essentially sodium hypobromite), which initially give rise to an intermediate N-bromoamide [bookmark: xlsu]157; this species then undergoes deprotonation and loses bromide ion with concomitant migration of the substituent R1 to generate an isocyanate [bookmark: xlsu]158. After some debate, a concerted process is now generally favored[188] over a suggestion that a nitrene is formed at the point where bromide ion is lost and it is this species that undergoes rearrangement to the isocyanate.[193–196] At the end of the rearrangement step the isocyanate is often hydrolyzed to afford the corresponding amine or captured by an alcohol such as methanol to form a carbamate,[197] which is then hydrolyzed to give the amine.
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