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The alkaloid aongorine (1) I in epite of its close 

relationehlp to veatohine (2) from whioh ite skeleton differs 

only bx one oarbon-carbon bond, requires the developent of 

new synthetic methods entirely unlike those peed for the 

ayntheeie of the latter alkaloid (3). It was considered that 

the keto ester II would be an ideal starting material for 

aongorlne since it would allow a ready elaboration of ring 

A and the nitrogen ring after which the C-D ring system oould 

be conetructed from the subetituted benzene ring by methode 

not unlike thoee wed in the veatchine eynthesis (3). We 

rriah to describe now a four step atereospeaifio tqntheeie of 

II (a, = ii, B, = -SO,-C,H,). Cyclopentadirne carboxyllo 

ester III (4) (ca. 18 g.) freshly prepared bJr distillation 

of the direr wae dissolved in dry tbtrshfdrofuran and a eolu- 

tion of the oryetalline benzyne-precursor (5) IV (prepared 

from 26 g. of nitrobentene sulfinio acid) in the same solvent 
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was addrd to it at -20’0. % mixture wa8 then allowed to 

approaoh elorly room temperatwo and was allowed to atad for 

15 hours. The 014 eeter V mm isolated i= a fie1Q of 3003 

(baaed on the titrobenrene aulflnio aoid) br ohrcmatograpkw 

on ellioa gel. (Found: C, 78.171 H, 6.3lj OOH,, 15.1333 

M.W. Mass epeotmmz 2OOj I.B. (CHCl,): 1735 cm-'1 R.M.B.: 

multiplot (6H') 2.7-3.2 r , einglet (4R') 6.17 r , ahoet 

unreeolmd doublet (2H') 7.47, 7.50 Y.) Alkaline eaponifica- 

tiom of V gave the aorreaponting said (r.p. 12S'C.j found: 

0, 77.2'7~ B, 5.625). The eater V (1 g.) was diesolved In 

1.6 g. of bencone eulphonyl azlde (6) and after 17 houra 

standing the mixture maa chromatographed. The oily ariridine 

VI was obtained in a yield Pi 833. (Y.W. ma88 epeatrumr 

355j I.& (CHCl,)r 1740 cm-'i R&B.: multiplot (9 aromatic 

hydrogene) 2.1-2.85 r, several peaks oontaining Singlet for 

methoql (6H') 6.16-6.65 r, quadruplet (2H*) 7.61, 7.79, 

8.18, 8.36 r 1. !l!he aoiridine VI (338 rg.) was heated dth 

15 ml. of water for 24 hours. The lydrov ester VII (m.p. 

181°C.i found: C, 61.063 H, 5.12) A, 4.023) wae obtained in 

a yield of 975. Oxidatioqof VII with the Jones reagent 

finally gave II (B, = H, R, = Ph-30s-) in a yield of 875, 

(a.~. 14O'C.i found: C, 61.42i H, 4.571 R, 3.8131 I.R. 

(CHCi,)r 1760, 1740 cm-' broad{ R.Y.R. (after exohange 

with D,O)a multiplet (8 aromatic hydrogene) 2-2.76 T i 

methoql (3H) 6.17 ?i (2H') 6.04 Yi (2H*) quadruplet 6.9, 

7.21, 7.68, 7.99 y). !Cho 4&o- eater VII may be al.80 

obtained almost quantitstive3j by aaetolyeie of VI followed 
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by 4lrel~mi~ of the eootel;l group dth rethanolla 4droohlorio 
.’ : 

e&g. The 6equease v *TI -tnII is analogou to the form!+ 

Oior and roarrangame~t of tka 'Lensme eulpholyl a5iridiw oi 

nerbermene (6). It ie also amalogo~r, to the formation an& 

remrangaeBt of bensenorbornen, l pexkge (7). The we of 

oapemn4 II and its analogee for tke syBtheeia of aongerire 

is uder aetim investigation. 
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