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ABSTRACT. a-Arylhydrazonoacylazide(7) was synthesized starting from o-phenylenediamine(3) in
four steps. The tautomeric behavior of a-arylhydrazonoacylazide(7) between the hydrazone imine and
diazenyl enamine forms in the dimethyl sulfoxide solution was investigated on the basis of the tautomer
ratio determined by the "H-NMR spectral data. The 1-aryl-3-quinoxalinyl-1,2,4-triazol(8) was synthesized
from a-arylhydrazonoacylazide(7) by refluxing in benzene.
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X A1) 1-(p-methoxyphenyl)-3-(3-0xo0-3,4-dihydro-
quinoxalin-2-yl)-4,5-dihydro-1H-1,2,4-triazol-5-one
®% #AskAch =3 33E 7S¢ DMADS} whg-
AlA 13-454 328 Hrpkgel 9sle 123
triazole FZA(9)7} AAHE=AE HHE2AE g
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DMAD2] Alg o%te)] FAGle] t]S4lto|n} wiAl
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28] 3-[(o-arylhydrazono)azidocarbonylme-
thyl]-2-oxo-1,2-dihydroquinoxaline(7)2} hydrazone
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dl AR g a2 AH-sisic) o] F o-9)
daltjelnl 2 Fluka Chem. Co., 2|3l dimethyl
acethylenedicarboxylate(DMAD)+ Aldrich Chem.
Co.8] AFS AHEsllon, gvie EPFS F=2
AHg-8Hi o), %532 Haake Buchler Co.9] tjxg
SEq 3424 dgon vge o wsteh
IR ~¥ 272 Mattson Polaris FT-IR £33 <A &
AHg-ste] dglew, 'H-NMR ~#E32 Bruker
AM-300 &33A5 18] MS #334]+= JMS Model
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3-[a-(p-Methoxyphenylhydrazono)methoxycarbo-
nylmethyl]-2-0xo-1,2-dihydroquinoxaline(5)2| £}A.
BFYAANE $AA 1 Befazo] HE 4 8¢
(35 mmol)} oA EAL 70m/, B 40miE YUk
Hr 2 F48]g 250 m/ B]o]# & p-anisidine 9.04 g
(70 mmol)oll o} EAF 50ml, 10% F4+ 20 /S
YW, o] §9& 5C o3I FAFHA ofalih}
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EF 5.06g(70 mmoD)-$ & 40 miol] %4l F44&
AHoma FAAw7|Z 434 H3AA t]orz3)
HEEA e o3 @RV A 11 Ew=)
236 7}ste] 1027 A-EF2NA AE o5
EFGoNA] 4087 FRAHT HSEE Lo
WA F Aqrednsln, B3 olvbe(1:8) 90
m/2 13], -84 10m/E 23] A¥sigich. 4R
IAE NN-Auid 2 gopr|=/o&b-& 2 A A3l
EA4 AAEA4 3-[a-(p-methoxyphenylhydra-
zono)methoxycarbonylmethyl]-2-oxo0-1,2-dihydro-
quinoxaline(5) 7.3 g(+5-5 58%)2 4o, mp.&
222~223C ¢tk

IR(KBr, cm~!'):2983, 2838, 1730, 1672, 1611,
1435 ; 'H-NMR(DMSO-d, 8) : 12.54(br, 1H, -NHCO),
11.33(s, 1H, =N-NH), 7.91~6.91(m, 8H, aromatic),
3.73(s, 6H, CH3) ; MS(m/z) : M* 352 ; Anal. Calcd.
for Cis HigN4O,: C, 61.36; H, 4.55: N, 1591. Found :
C, 60.98; H, 459; N, 16.02.

3-[a-(p-Methoxyphenylhydrazono)hydrazinocar-
bonylmethyl]-2-o0xo-1,2-dihydroquinoxaline(6)2| &}
o, FFIA7IE F3A7) 500 ml EehaFe 3
& 5 5g(14 mmol)3} hydrazine hydrate 17.52g
(350 mmol) 28] og-E 300 miE H1 EFgel
A 4417y BFAIZY HEE Ao Yragl
F st Fgsieich AR ZAE oHE 200miE
A3 n-H4 20mE 33 sl FPA 1
Al el 3-Lo-(p-methoxyphenylhydrazono)hydrazino-
carbonylmethyl]-2-o0xo0-1,2-dihydroquinoxaline(6)
425 g(~5-8 86%)& d%om, mpe= 278~279C
Aok

IR(KBr, cm™!):3314, 3008, 2895, 2832, 1661,
1635, 1618, 1475, 1430 ; 'H-NMR(DMSO-ds, §) :
12.35(s, 1H, -CONH), 10.51(s, 1H, -NHCO), 9.22(s,
1H, =N-NH), 7.85~6.64(m, 8H, aromatic), 4.28(br,
2H, -NH,), 3.72(s, 3H, CHj); MS(m/z): M* 378;
Anal. Caled. for C;;HygNsO;: C, 57.95; H, 4.55; N,
23.86. Found : C, 58.18; H, 4.68; N, 23.72.

3-[a-(p-Methoxyphenylhydrazono)azidocarbonyl-
methyl]-2-oxo-1,2-dihydroquinoxaline(7)2| #H4.
AAANE P& 1! vle]A BH3HE 6 3gB85
mmol)¥ oM EA 170ml, & 20m/ Y A4k
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35mE Y Hx2 Fug 100ml wlo|Ae)| of
HAAEER 295g(425 mmol)& E 35miol ge]
5 FEYE 9 £Y0] 3T oJ3E RKAHRE
a4 A3 o 3T o) 3fel| A 34]7F wH-g-A1Fch
AAR A E et Al B 20 ml2 53], n-H4t
20m/2 23] AAHF g Z282AQA 3-[o-(p-me-
thoxyphenylhydrazono)azidocarbonylmethyl]-2-
o0xo-1,2-dihydroquinoxaline(7) 263 g(5=% 85%)
< d%1o7, mp. 298~299C At

IR(KBr, cm™!):2897, 2836, 2133, 1680, 1658,
1610, 1437 ; 'TH-NMR(DMSO-ds, 8):12.75(br, 1H,
-NHCO), 12.20(s, 1H, -NH), 8.14~7.05(m, 8H, aro-
matic), 3.84(s, 6/5H, CHa), 3.81(s, 9/5H, CH;) ; MS
(m/z) : M* 363; Anal. Caled. for Ci;HuaN3O;:C,
56.20 ; H, 3.85; N, 27.00. Found : C, 5612 ; H, 3.49
i N, 26.94.

1-(p-Methoxyphenyl)-3-(3-0x0-3,4-dihydroquino-
xalin-2-yl)-4,5-dihydro-1H-1,2,4-triazol-5-one(8)2]
. #R9d7Ir 339 250 m/ ek st
FE 7 1g2.75 mmol)3} A 60miE $I EF
goll A 2417t #FAIA AL A E Aol
&2 n-HAF 10 m/ 2 33 A3 ohs F54 AR
1-(p-methoxyphenyl)-3-(3-ox0-3,4-dihydroquinoxa-
lin-2-y1)-4,5-dihydro-1H-1,2 4-triazol-5-one(8) 0.36 g
(755 40%)¢ den, mpE 320~321T ok

IR(KBr, cm™'):3063, 2983, 2906, 1709, 1673,
1598, 1439 ; "TH-NMR(DMSO-ds, &) : 12.74(s, 1H,
N.-H), 12.17(s, 1H, -NHCO), 7.67~7.05(m, 8H,
aromatic), 3.63(s, 3H, CHj); MS(m/z): M* 335;
Anal. Caled. for Ci7H3Ns05: C, 60.90; H, 3.88; N,
20.90. Found : C, 60.78; H, 3.94; N, 20.78.
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xaline(5)9] 342 methylenic C-diazotization %,
31318 49] methylenic Bael] XA QA p-me-
thoxybenzenediazonium ione] 47 ¥k-g-3sle] 313}
£ 571 AAE Aoz 473

33E 55 olghg &ui3te) A hydrazine hyd-
rate®} ¥F-&A)7]Y 3-[a-(p-methoxyphenylhydra-
zono)hydrazinocarbonylmethyl]-2-oxo-1,2-dihydro-
quinoxaline(6)°e] Pl F=d], IR 28 =3 3314
cmlol A Yepd opw|7]|e] AlEAF Foule)
1661 cm™}, 1635cm o4 F AY slznd A%
AE F4u] g8l 'H-NMR, MS ~8E8 9
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2-dihydroquinoxaline(7)& 335 6% T84 oA
A} Suj3lell A Tjopzshibg-& AlAA e,
IR 2864 2133 cm Lol 4] v}eld ofx]=7]¢)
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Table 1. The 'H-NMR spectral data for 7

Chemical Shift 8 (ppm)

Tautomer Ratio” OMe
D 2 3.84(s, 6/5H, CHzY
E 3 3.81(s, 9/5H, CHyy¥

°Calculated from the integral curves of OMe proton
signals. *Signals due to the tautomer D. ‘Signals due
to the tautomer E.

imine3)(7D)7} diazenyl enamine¥(7E)S} £ &
v]7} 2:320 AL & F 9lem, hydrazone imine3)
(7D)K.t}+= diazenyl enamine3)(TE)e] =F o] %
A ARk 2E ¢ 5 Ao
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