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Although it is known that intense color develops upon addition of aldehydes
to polynitrobenzenes in the presence of base (1,2,3), presumably resulting from
Meisenheimer complex formation, there has been speculation about the exact
structure of the species responsible (1,4). Gitis, Kaminskii, and VarTanova (3)
report that with m-dinitrobenzene, potassium hydroxide, and propionaldehyde a
preliminary aldol condensation occurs, followed by attack of aldolate anion on
dinitrobenzene to give the Meisenheimer complex 1. They were unable to isolate
thls product however.

We wish to report here the isolation and structural characterization of the

adduct 2 formed from propionaldehyde, sym~trinitrobenzene, and triethylamine.
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Addition of excess triethylamine to a saturated solutlion of sym-trinitrobenzene

in propionaldehyde resulted in a dark purple solution, which after standing for
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three minutes precipitated purple crystals. These were washed with anhydrous
ether and dried at reduced pressure. Elemental analysis is indicative of a
1:11s1l adduct, Anal. Calcd. for C15H24NU0 t+ C, 48.38; H, 6.50; N, 15.05. Found:
C, 48.42; H, 6.66; N, 14.93. The visible spectrum of the adduct in anhydrous
methanol shows two absorptions at 470 and 566 mu characteristic of the cyclo-~
hexadienide system in Meisenheimer salts (4). The infrared spectrum shows a

strong absorption at 1720 cm'1 (C=0). The nmr spectrum of the adduct in DMSO

concluslvely establishes the structure as 2.

NMR spectrum of
2 in DMSO—d6
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The aldehydic proton (not shown above) appears as a singlet at 9.7 (1H). The
cyclohexadienide protons appear as a singlet at 68.4 (2H). A broad absorp-
tion centered at 66.2 (1H) resuylts from the proton on triethylammonium cation.
The sp3-hybr1dized ring carbon appears as a doublet, 65.2, J=2.5 cps, (1H).
The quartet and triplet of triethylammonium cation appear centered at 62.9
(6H) and 61.2 (9H) respectively. The proton o to the carbonyl appears as an
octet centered at 62.3 (1H), coupled to the tetrahedral ring carbon (J=2.5
cps) and the a methyl group (J=7 cps). The absorption for this methyl appears

as a doublet centered at 6§0.8, J=7 cps (3H).
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