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Abstract

Deprotonation at the methyl group of 6-methyl-4H-imidazo[1,2-a]pyridines yields dimeric triazadibenzo[cd,g]azulenes
in just one step. This reaction is interpreted as a cascade reaction
involving an anionic electrocyclization reaction, a redox sequence and
a subsequent dimerization process. The X-ray structural analysis
revealed an anti arrangement of both
tetracyclic subunits. By quantum chemical calculations the unexpected
ring-closure reaction is interpreted in terms of electronic destabilization
of the anionic intermediates 8 by configurational
strain enabling the otherwise thermodynamically unfavorable cyclization
process.
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Preparation of
10 Starting from 1 and 2-Amino-6-methylpyridine (6; R = Me); Typical Procedure: A solution of 2-amino-6-methylpyridine
(6; 0.216 g, 2.00 mmol) in MeCN (20 mL)
was added to a solution of oxalic acid bisimidoylchloride 1 (0.610 g, 2.00 mmol) in MeCN (20 mL).
After addition of Et3N (1.4 mL, 10 mmol) the reaction
mixture was heated under reflux for about 4-5 h. The purple
solution was cooled to r.t., evaporated to dryness and the product
was isolated by column chromatography (SiO2, toluene-acetone,
100:1). The bis(2,11,11b-triazadibenzo[cd,g]dihydroazulene) 10 was obtained as dark blue crystalline
solid. Selected data for 10: yield: 0.20g, 30%;
mp >250 ˚C (dec.). MS (DEI): m/z (%) = 675 (5) [M+], 674
(8) [M+ - 1], 541
(12), 486 (26), 441 (11), 338 (16), 337 (18), 234 (31), 205 (21),
149 (35), 133 (47), 106 (100), 78 (27). ¹H NMR
(CDCl3): δ = 2.17 (s, 6 H), 2.25 (s,
6 H), 3.99 (s, 2 H), 6.48 (s, 2 H), 6.65 (d, ³
            J = 9.0 Hz, 2 H), 6.83 (d, ³
            J = 7.0 Hz,
2 H), 6.87 (d, ³
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Hz, 2 H), 7.05 (m, 2 H), 7.20 (d, ³
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            J = 8.3 Hz, 2 H). ¹³C
NMR (CDCl3): δ = 20.8, 21.2, 41.6, 116.0,
119.9, 120.2, 125.3, 128.5, 129.3, 130.2, 130.4, 132.3, 133.1, 135.6,
139.8, 141.3, 141.7, 142.6, 146.1, 162.3. UV-Vis (CHCl3): λmax (log ε) = 272
(4.4), 457 (3.9), 537 (4.0), 571 (3.9) nm.
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