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SYNTHESIS OF s-TRIAZOLO[1,5-blISOQUINOLINES. - - 
NEW STABLE 0-QUINONOID HETEROCYCLES - 

Yasumitsu T w , *  Midori -- Iwaisaki, Yasuyoshi M&, 

and Masazumi 1- -- - 
Faculty of Pharmaceutical Sciences, Osaka University, 

133-1, Yamada-kami, Suita, Osaka, Japan 

The synthesis and some properties of new stable 

o-quinonoid heterocycles, 2-triazolo[l,5-bliso- - 

quinolines, are described. 

During the last ten years, interest in the syntheses and 

chemistry of o-quinonoid heterocycles has been noticeable. 1 - 

This class of compounds, particularly ones lacking ring 

substituents, are usually unstable and sometimes isolated only 

as their stable N-phenylmaleimide adducts. We now wish to 

report the synthesis of new stable g-quinonoid heterocycles, 

s-triazolo [l, 5-&I isoquinolines (2) . 2 
- 

Treatment of 3-acetamidoisoquinoline (15) with an equimolar 

quantity of 0-mesitylenesulfonylhydroxylamine (MSH) in rnethylene 

chloride at room temperature for 10 min gave 74% yield of 2 2 ,  

m.p. 1340.~ Heating 2_a in polyphosphoric acid (PPA) at 80" for 



12. R=Me 

lb, R=H - 
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1 hr gave 33, m.p. 182-183', in 76% yield, which was stable even 

in refluxing xylene for 10 hr. The structure of 32 was 

determined from its spectral data [nmr 6 (CDC13) 2.70 (s, 3H. 

CHB), 7.3-8.0 (m, 4H, arom. H), 8.10 (bs, lH, H-lo), and 9.30 

(bs, lH, H-5): uv Amax. (EtOH) 238 (log E 4.61), 250 sh (4.38), 

346 sh (3.41), 361 (3.52), and 378 nrn (3.38)l and chemical 

evidence. Refluxing 32 with N-phenylmaleimide or N-methyl- 

maleimide in benzene gave the corresponding cycloadducts 4, 
m.p. 298' [ir Vmax. (KC11 1780, 1705 cm-l: nmr 6 (CDC13) 2.39 

(5, 3H, CHs), 3.58 (dd, 1H, JbC=9 HZ, JCd=3 Hz, Hc), 3.82 (dd, 

lH, Jbc=9 HZ, Jab=4 Hz, Hb), 5.15 (d, lH, Jcd=3 Hz, Hd), 6.17 

(d, lH, Jab=4 Hz, Ha), 6.4-6.6 (m, 2H, arom. HI, 7.2-7.5 (m, 

7H, arom. H)1 and 5, m.p. 261.5-263O [ir vma,. (KC1) 1780, 1700 

cm-'; nmr 6 (CDCl3) 2.30 (s, 3H, CH~), 2.57 ( s ,  3H, CH~), 3.39 

(dd, 1H, Jbc=9 HZ, Jcd=3 HZ, Hc), 3.62 (dd, lH, Jbc=9 HZ, Jab= 

4 HZ, Hb), 5.01 (d, 1H, Jcd=3 Hz, Hd), 6.03 (d, lH, Jab=4 Hz, 

Ha), 7.0-7.3 (m, 4H, arom. H)1, in quantitative ylelds. 

Similarly, reaction of 3-formamidoisoquinoline (lb), m.p. 

13E0, with MSH gave 2_b, m.p. 130-131°, in 82% yield, whlch was 

cyclized with PPA to 3_b, m.p. 160-161°, in 57% yield [nmr 6 

(CnCls) 7.3-8.0 (m, 4H, arom. H), 8.22 (bs, l ~ ,  H-lo), 8.58 . 

(s, lH, H-2), 9.38 (bs, lH, H-5); uv Amax. (EtOH) 235 (log E 

4.671, 249 sh (4.34), 345 sh (3.45), 360 (3.59), 378 nm (3.47) I. 

Thls compound was rather unstable and gradually decomposed in 

refluxlng benzene. 



The thermal stability of compounds 3 may be attributed, at 
least in part, to the contribution of the mesoionic structures, 

e.s., 2. - 
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