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In connection with our studies on the tine substitution reaction of 2,3- 

dinitronaphthalene with piperidine, 
2 - 
which yields 3-nitro-l-piperidino- 

naphthalene, it seemed to us of interest to investigate the behaviour of 

1,4-dimethyl-2,3-dinitronaphthalene (A) toward amines. Our idea was that 

blocking the a positions of the substituted ring by substitution of two 

methyl groups for the two replaceable hydrogens of 2,3_dinitronaphthalene, 

the normal substitution of a nitro-group by the nucleophile would take plaoe. 

Reaction of 1 (100 mg, 0.4 mmol) in neat piperidine (5 ml, 50 mmol) at 

110° in sealed ampoule for 16 hours followed by column cromatography gave a 

light yellow product (g) [80% yield, m.p. 105-107O from light petroleum 

(b.p. 30-500)]. Th e elemental analysis indicated the formula C ,7H20N202' 
An analogous reaction with morpholine yielded a product (A), mop. 117-118O 

from methanol. Compound ,2 gave 'H n.m.r. signals at 'C (CDC13) 1.79 (m, 2H), 

2.29 (broad s, lH), 2.44 (m, 2H), 6.20 (broad s, 2H), 7.23 (broad s, 3H), 7.57 

(m, 4H), and 8.50 p.p.m. (m, 6H). Compound 4 gave 'H n.m.r. signals at < (CDC13) 

1.78 (m, 2H), 2.26 (broad s, lH), 2.39 (m, 2H), 6.13 (broad s, 2H), 6.32 (m, 

4H), 7.21 (broad s, 3H), and 7.49 p.p.m. (m, 4H). Ry leading the reaction of 

1 with b-$]piperidine (70% deuteriated) a compound analogous to g w3s obtained 

whose 
1 
H n.m.r. spectrum showed a strong decrease in intensity of the signals 

atf 2.29, 6.20, and 7.23 p.p.m. Moreover, compound 2 exchanged its hydrogens 

at< 7.23 for deuterium when dissolved in CH OD in the presence of a trace 
3 

amount of sodium methoxide. An analogous isotope exohange with the labelled 

solvent was observed for the hydrogens at i 7.21 of compound 1. 

On the basis of these results, 3,4,5 and in analog with the spectral data 

reported for 1,4-dimethyl-2-nitronaphthalene 
6 
the structures of l-piperidino- 

methyl- and 1-morpholinometbyl-4-methyl-3-nitronaphthalene were assigned to 
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compounds 2 and 2 respectively. The isomeric structures 

and l-morpholinomethyl-4_methyl-2-nitronaphthalene with 

of the methyl-group ortho to the nitro-group were ruled 

of the exchange data 4 of compound 2 in CH3OD. 

of l-piperidinomethyl- 

the methylene- instead 

out also on the basis 

The formation of compounds 2 and 2 instead of the expected 2-piperidino- and 

2_morpholino-1,4-dimethyl-3-nitronaphthalene represents, to our knowledge, an 

unprecedented example of nucleophilic substitution occurring on an aromatic 

carbocyclic? substrate, where the nucleophile attacks on a side-chain a-carbon 

atom and the leaving group departs from the ring. 
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