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We reported the systhesis of N-metboxycarbonyl-asiridino-pyrrolo(1,2-a) indoles, having 

the ssme ring system of dehydroxy mitomycin A 1) . However, during further investigation, these 

tetracyolios thus obtained proved not to have asiridine ring but to be oxaxoline, 

He now wish to report the revised synthesis of asiridino-pyrrolo (1,2-a) indole (v). 

gH-pyrxolo (1,2-a) indole (I) ') was oonverted with dimethlcarbonate snd potaariun tert-butoxide 

to 3H-pyrrolo(l,2-a) indole (II) (m.p. 151-155°C,l/mlrx(nujol) 1680, 1130 om-1,~m~(W8) 23C, 257, 

334 my,T (CDC13) 7.20 (3H.s. C-6 CH3) 6.14 (6H.s. CH30, W2CH3) 5.60 (2H, apparent triplet C-3) 

3.42(1H.d-t. J-6.0, 2.0 cps. C-1) 3.05 (1U.s. C5) 3.00 (lH.d-t. J&O, 2.0 ops. C-2) 2.50 

(1H.s. G8))vhich was functionalized by iodine-aside addition% iodo-aaide (III) (m.p. 124- 

134OC.Y maxu(nujol) 2130, 1685, 1547, 1284 cm"). Catalytic hydrogenation of iodo-aside with 

palladium-charcoal in l thylaoetate and methanol containing hydrogen chloride gave iodo-smine 

hydrochloride (Iv) (free amine ; n.p. 124-134°C,~max(nujol) 3375, 3325, 1687, 1550 cm-l). 

Cyclization of iodo-amine or its hydrochloride with sodium mathoxide in boiling methanol 

afforded crystalline mixture which was treated with neDhylohloroformate and triethylamine to 

N-methoxycarbonyl-asiridino-pyrrPlo(l,2-a) indole (V) (m.p. 146146oC and rmelted at 19+&C 

&,(CHC13) 1728, 1702, 851 om-',fi max@tCH) 242, 295 mp?(CDC13) 7.70 (3H.s. C-6) 6.45 (38.6.) 

6.13 (3H.s.) 6.05 (3H.s.) ; 0a3 ad tm a2CH3, 5.4~6,00(4~.m. Cl,G2, C-3) 3.07 (1K.s. C-5) 

2.50 (1H.s. G8) 1. And preparative thin layer chromatography of this mother liquor afforded the 

other tro mmpouuds ; (VI)(m,p, 176.0-178.2'C, Vm,(nujol) 3400, 1710, 1693, 1525 aml.hmy 

(~t0H)245, 295 ~p,l (CD~XXD~ and DY~J~_~ ) 7.75 (3H.s. C-6 CH3) 6.63 (3H.e&4~ (3H.s.) 6.20 

(6H. 6.1 : tno 0CH3 and trro 13J2CH3, 5.05-6.10 (4U.m. Cl, C-2, G3) 2.75 (1H.s. G5) 2.5) (m.8. C-8) 

2.45 (lH.-NE-), which is presumably formed by ring opening of aairidine by m~cleophilic attack of 

4107 



4108 NO.47 

1 it ifi 

IV V VI 



No.47 4109 

aethoxide anion aud pmteotion of resulted emiuo group by aethylchlomfonuate, end @II)( a.p. 

184.5-186c5'c, v,,(nujol) 3200, 1722, 1662 au-l,Amax@tOH) 246, 270, 320, 334(eh) 'p. t 

(cDc~~) 7.65 (3&e. G6 CH3) 6.16 (3H.s.) 6.0~ (3&s.) 6.00 W.s.)i 0W3, tn a2m3. 5.44 

(2H.d. 512.5 cpe 03) 3.33 (1H.t. J=2.5 ops G2) 2.94 (1H.a. G5) 2.60 (1H.e. 08)). 

Aziridino-pyrmlo (1,2-a) indole 0) ie not 80 stable end changed by heating over 150°C 
-1 to the compound having no carbonyl absorption over 1700 cm , (a.~. 206-209°C, umax(nujol) 1690, 

1670 m-l,~m~(stoH) 243, 295 mr 1, p resumed rearrmged oxaaoline (X), 

Treatment of iodo-carbamate (VIII) with eodium aethoxide in dimetboxyethane g&Fe no 

aziridine compound but oxazoline2) (IX) (1Xa.a.p. 206.5-20S.5°C, um=(nujol) 1690, 1665 cm-' 

7'mU(EaH) 243, 295 m@(=d_6) 7.77t3H.e. c-6 a3), 6.21 (~&EL) 6.23 W.e.) I OCH~, 

two 0J2CH3 5.67 (1H.q. J-3.0, 13.0 ape) 5.53 (lH.q. J-6.0, 13.0 cpe.) these are nonequivalent 

geminel protons of G3, 4.35 (lH.d. J~7.5 ape. Cl) 4.17tlH.a. GP) 2.79 (1H.s. G6) 2.59 

(1H.s. GS), piorate 8 u,,(nujol) 1751, 1670 a"$ IXb m.p. 142.F150°C,~aax(nujol) 16S5, 

1665 cm-l,~ m=;L(EtlDH) 242, 295 a~ 1. In boiling methanol with sodium aethoxide, (VIII) afforded 

(VII) end (X) aa main products. 

Oxazoline structure of (IX) wan confirmed by catalytic hytigenation of (IXb) to oxazolidone 

(XI). (m.p. 279~3oo°C,Y ,,(nujol) 3275, 3125, 1755, 1690 cm-', hmU(Etl)H) 242, 294 mr) which 

wae ala, prepared from (VIII) by pyrolyaie in boiling acetic acid 3) . 

Satiefaotory enalyaee were obtained for all na compounde, 

111 m.p. 'B are uncorreoted, 
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