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DISCLAIMER

This document was prepared as an account of work sponsored by the United States
Government. While this document is believed to contain correct information, neither the
United States Government nor any agency thereof, nor the Regents of the University of
California, nor any of their employees, makes any warranty, express or implied, or
assumes any legal responsibility for the accuracy, completeness, or usefulness of any
information, apparatus, product, or process disclosed, or represents that its use would not
infringe privately owned rights. Reference herein to any specific commercial product,
process, or service by its trade name, trademark, manufacturer, or otherwise, does not
necessarily constitute or imply its endorsement, recommendation, or favoring by the
United States Government or any agency thereof, or the Regents of the University of
California. The views and opinions of authors expressed herein do not necessarily state or
reflect those of the United Statés Government or any agency thereof or the Regents of the
University of California. '
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Ben?enoid hydrocarbons fused to strained rings have been
the target of recent $ynthetic efforts aimed at the preparation of
aromatic rings in which rbond.fixation_ or other perturbétions of
aromaticity might be obseryéd. So far evidence for the former has
been tenUous[ll. The decreaéed aromaticity of pyridinef[estimated

21 kcal/mol][Z] when compared with benzene suggeéts that it might

be more easily subjected to bond localization. Some support for this is

found in the physical and chemical properties of cyclobgpa[h]- and
cycldbuta[g]pyridine?f]; We report the synthesis of (g), presently
the most strained annelated pyridine. | 7 V'

- Flash vacuum pyrolysis (800°C, 10_4 torr) of dichloride (1)[4]
proceeds through double HCl-elimination[SJ, pfoviding on basic wérk-
| up the pyridine (2) in ca. 30% yield. Fractional sublimation (40°C,

10'3 torr) to separaté‘(g)'frbm (1) furnished éolorless crystals -

C1CH
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(m.p. 117.5-118.5°C). The structural assignment rests on the ph&sical
and chemical properties [MS: m/e 131.0732 (calc. 131.0735, M* 84%.
130 (100%), 91 (25%), 65 (42%), 51 (21%), 39 (25%); 1H-NMR (CDC1,)

§ 7.01 (b.s., 1H), 3.28 (m, 4H), 2.78 (m, 4H); '3C-NMR (CDC1,) 6 26.8

i ]



Ve

(]

(t, Jopg = 139.9 Hz), 34.2 (t, 138.6 Hz), 124.4 (d, 163.5 Hg), 138.6,
161.7; UV (95% ethanol): A__. = 286 sh (1g e = 3.97), 289 (4.00),

292 sh (3.98), 299 sh (3.78); IR (CHC1g): v . 2980, 2937, 1599,
| g _ v

1369, 1230, 905 cm "].

Reactlon w1th neat bls(trlmethylsllyl)acetylene (200°C, 12 hr)
followed by ox;dat;on with DDQ (C6H6,80 C, 2 hr) and protode511ylation
(C6ﬁ5CH2ﬁ(CH3)3F', DMS0; RT, 2 hr) gave acridine.

: The isolatién of (g) under condifions conducive to equilibrétidn

with the rihg§openedfg—qUinodimethane»("o-lutidylehe") (é)'suggests

‘appreciable residual aromaticity in (2). This is élsoﬁindicated by

the nuclear magnetic resonance data and the electornic spectrum. As

might be expected, the latter shows bathochromic_shifts and larger

extinction coefficients in comparison with suitable bisannelated

models.IG] The significant ring strain experienced by (2) is -

likewise reflected in the 13C—NMR chemicai shifts'and 13C'H coupling

constants A detailed 1nvest1gat10n of the chemlstry of (Z)and other

phy51ca1 properties of interest w111 be descrlbed in a full account.
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