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We wish to communicate our work on the novel reduction of trans-2-endo-3-E-dimethyl- 

aminonorbornane dimer (I) with lithium aluminum hydride (LAR). Nitroso dimer I was prepared by 

one-step light-induced addition of N-nitrosodimethylamlne to norbornene (1). 

Although LAR hae been used successfully for reducing d-eubstituted nitroso compounds in 

refluxing tetrahydrofuran to primary amines (1,2), reduotion of I under various conditions gave 

a complex mixture, from which no II could be obtained. Rowever, by adding I to L&H suspension 

in ether with reflux (1 hr.), the reaction mixture gave. upon chromatography, a skeletally 

rearranged product N-hydroqyl-3-anabicyclo(3,2,1]ootane (III), m.p. 86-87' (4C$ yield). 

Elemental analysis and mass-speotrometric analyses clearly established the molecular 

formula of III as C7H13N0 (m/e 127). Compound III showed strong ir absorption bands at 3180 
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(O-H stretching), 145C (O-H bending), and 1212 cm-' (C-N bending). In the nmr spectrum (Fig. l), 

the D20 exchangeable hydroxyl proton appeared at T2.4. ‘I& pair of doublets at T6.82 (J=lO Hz, 

4 Rz, 2H) and the doublet atT7.45 (J=lO Hz, 2H) were assigned to exo-protons and endo-protons - 

adjacent to the nitrogen atom, respectively. 'Ihe two-proton multiplet at ~7.75 was assigned 

to the bridgehead protons. , -’ 

Barber and Lunt (3) have 
i - - - - 

demonstrated that tertiary nitroalkanes 
P%~\W%W&#WMW 

were reduced to hydroxylamines prior 

to the rearrangement and subsequent 

reduction to amines. A 

Reductive rearrangement of I 7) , ‘ 5 ( , 
Fig. 1. 

resembles in part that of j-nitroiso- 
NXR Spectrum (in CDCl,: 
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N-hydroxyl-3-azabicyclo[3,2,1]octane. 

camphane (4). The unique reductive 

deamination of I suggests that 

ooordinated oomplex IV is a possible intermediate in the hydride induced rearrangement of I. 

The coordination of dimethylamino-nitrogen should facilitate the intramolecular nucleophilic 

displacement reaction as shown to produce a new C-N bond, and subsequent LAR opening of 

strained fused aziridine intermediate V (5) 

The synthesis of hydroxylamine III and 

nitroeo compounds is in progress. 
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