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Abstract

Regio- and stereoselective 1,6-additions of lithium azaenolate
derived from cyclo-[l-tert-Leu-Gly] 2 to (1E)- and
(1Z)-cyclohex-2-enylidenemethyl phosphonates 3a,b and 4a,b allow a direct
access to optically pure 3-phosphonomethyl-substituted cyclohexyl-
and cyclohex-2-enylglycines 13A-C, 14A,B, 15A-C and 16A,B. Ten-membered ‘compact’ and ‘relaxed’ transition-state structures
account for the stereochemical outcome of the conjugate additions.


Key words
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NMR (81 MHz, D2O) δ: 30.47. HCl·16A: [α]D
            24 +10.4
(c = 0.8, H2O); 1H
NMR (200 MHz, D2O) δ: 0.60-1.20 (5
H, m); 1.30-1.91 (10 H, m); 3.69 (1 H, d, J = 14.0
Hz, H2); 31P NMR (81 MHz, D2O) δ:
30.35. HCl·16B: [α]D
            28 +31.2
(c = 0.7, H2O); 1H
NMR (200 MHz, D2O) δ: 0.79 (3 H, d, J = 7.1 Hz, CH3);
0.71-1.33 (3 H, m); 1.43-1.80 (9 H, m); 4.13 (1
H, d, J = 2.9 Hz, H2); 31P
NMR (81 MHz, D2O) δ: 30.45.
[bookmark: RD03403ST-21]21  We have utilised the ONIOM method
developed by Morokuma et al.
   [22]
  as
implemented in the Gaussian 98 program package, revision A.11. Density
functional theory treatment was reduced to an inner model constituted
by lithiated dihydropyrazinone and butadienylphosphonic acid in
the presence of two water molecules. Ethyl groups were replaced
by methyl ones in the complete models.
[bookmark: RD03403ST-23]23  Most stable disolvated TSs located
at the ONIOM[B3LYP/6-31G (d):PM3] level
of theory for the addition of 2 to (4R)-4b and (4S)-4b are shown
in Figure 
   [2]
 .












    
  

  
    
      
        


      

    

    
      
        
        


      

    

  


  

  
  
    
      
      
    
    
      
        
        
      

    
  




  
  
    
      
      
    
    
      
        
        
      

    
  



  







    
    


















  






      

      

  
    Top of Page
  

  
    
      ©  Georg Thieme Verlag KG | 
      
      
        Imprint |
        Privacy policy statement |
      
      Smartphone Version
      

      
        Your Current IP Address: 18.207.224.173
      

    

    

  




      


  
    
  
  
  
    
    
      
        
        
        
        
      
      
      
      
    
  
  




    

    






    

    
      
        
      
    

    
    


    
      
      
      
    

  