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SYNTHESIS OF s-TRIAZOLO([1,5-b]ISOQUINOLINES.

NEW STABLE o-QUINONOID HETEROCYCLES

*
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The synthesis and some properties of new stable
o-guinonoid heterocycles, s~triazolo[l,5-bjisco-

quinolines, are described.

During the last ten years, interest in the syntheses and
chemistry of o-guinonoid heterocycles has been noticeable.l
This class of compounds, particularly ones lacking ring
substituents, are usually unstable and sometimes isclated only
as their stable N-phenylmaleimide adducts. We now wish to
report the synthesis of new stable o-guinonoid heterocycles,
s-triazolo[l,5-blisoguinolines (g).2

Treatment of 3-acetamidoisogquinoline (la) with an equimoclar
quantity of O-mesitylenesulfonylhydroxylamine (MSH)3 in methylene
chloride at room temperature for 10 min gave 74% yield of 2a,

m.p. .134°.4 Heating 2z in polyphosphoric acid (PPA) at 80° for
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1 hr gave 3a, m.p. 182-183°, in 76% yield, which was stable even
in refluxing xylene for 10 hr. The structure of 3a was-
determined from its spectral data {nmr § (CDCl;} 2,70 (g, 3H,
CH3), 7.3-8.0 {(m, 4H, arom. H), 8.10 (bs, 1H, H-10), and 9.30

(bs, 1H, H~5}); uv a (EtOH) 238 (log € 4.61), 250 sh (4.38),

nax.
346 sh {(3.41), 361 (3.52), and 378 nm {3.38)] and chemical

evidence. Refluxing 3a with N-phenylmaleimide or N-methyl-
maleimide in benzene gave the corresponding cycleoadducts 4,

m.p. 298° [ir vpay, (KC1} 1780, 1705 cm

; nmr & (CDCls) 2.39
(s, 3H, CHi), 3.58 (dd, 1H, Jpo=9 Hz, Jog=3 Hz, He), 3.82 (dd,
1H, Jpe=9 Hz, Jgy,=4 Hz, Hb), 5.15 (4, 1H, Jcg=3 Hz, HA), '6.17
(d, 1H, Jy,=4 Hz, Ha), 6.4-6.6 (m, 2H, arom. H), 7.2-7.5 (m,
7H, arom. H)] and 5, m.p. 261.5-263° [ir gy, (KCl) 1780, 1700
em™Y; nmr 6 (CDCls) 2.30 (s, 3H, CHs), 2.57 (s, 3H, CHs), 3.39
(dd, 1H, Jpe=9 Hz, Jog=3 Hz, He), 3.62 (dd, 1H, Jp.=9 Hz, Jab=
4 Hz, Hp), 5.01 kd, 1H, Jeg=3 Hz, Hg), 6.03 (d, 1H, Jg =4 Hez,
Ha), 7.0~-7.3 {(m, 4H, arom. H)]J, in gquantitative yields.
Similarly, reaction of 3-formamidoisoquinoline (1b), m.p.
138°, with MSH gave 2b, m.p. 130-131°, in 82% yield, which was
cyclized with PPA to 3b, m.p. 160-161°, in 57% vield [nmr ¢
(cDCls) 7.3-8.0 (m, 4H, aroﬁ. H)}, 8.22 (bs, 1H, H-10), 8.58
(s, 1H, H-2), 9.38 (bs, 1H, H-5); uv Apax. (EtOH) 235 (log ¢
4.67), 249 sh (4.34), 345 sh (3.45), 360 (3.59), 378 nm (3.47)].
This compound was rather unstable and gradually decomposed in

refluxing benzene,
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The thermal stability of compounds 3 may be attributed, at

least in part, to the contribution of the mesoionic structures,

e.g., 6.
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