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sUMbftUtY.- We report the first synthesis sf dl&nw[cd~conwmnmonea that could be mdlly tmq-onned into their nitrogen 

onolog~s, the arlstoloctoms. 

Aristolactams,l-3 a minor group of natural compounds of pharmacological interest, are biogenetically 

related to aporpKmesl~2 and probably to dibenzoc oumaranones, a class of phenanthrene lactones whose only 

known natural nxmbex is aristololide (6a)P 

Previous described methods of preparing aristolactams m usually laborious and low-yielding.5-7 due 

pertraps to the presence or the generation of a five-uxmbeted ting in the key cyckation step. As a continuation of 

our investigations in this field we approached the synthesis of aristolactams by a route involving the formation of 

dibenzochromanones 3 and subsequent contmction of their six-membered ring B followed by lacton&actam 

transformation. 

1 E X=R=H, RI=RpOMe 2 .: RI=RpOMe 
b: X=X& Rdde, Rp=RpGMe L: R,=Rp=H 
c: X=Br. R=Me, R,=RpH 
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After unsuccessful1 attempts to form the strategic bi-aryl bond of dibenxochromanone 3a by 

electrocycJixation8 of hydmxystilbenic lactone derived from ketoacid la, we found that it was readily achieved by 

tributyltin hydride-induced radical cyclixation. 9 Refluxing the readily prepared btomoketoester lb10 with 

Bu3SnI-I and AIBN in benzene for 18 hours under argon afforded an 80% yield of dibenxochtomanone 3a 

(mp 180-181 oc, methanol),ll most p&ably by lactonixation of the initiaUy fonmd phenanduenic hydmxy ester 

2a. Subsequent benxylic oxidation of a dioxane solution off with oxygen in the presence of sodium hydroxide 

at room temperature for 72 hours afforded a 70% yield of dibenxocouma.ranone 6b (mp 196-197 “C, 

methanol).l1 probably via the phenanthmnic ketolactone 4a; it is hypothesized that in the basic conditions used, 

benxilic-type rearrangement12 of 4a is followed by oxidative decarboxylation of the intem&iam Sa, as in the 

transformation of the 4&lioxoaporjrhine alkaloid pontevedtine (!!b) into its conesponding aristolactam (6e).13 

Treatment of the dibenxoco umamnone 6b with aqueous ammonia gave a quantitative yield of aristohrctam 

6d, which was easily transformed (by treatment with NaH and Me1 in THF) into N-methylaristolactam 6e, 

identical with a sample of this compound obtained from pontevedrine (4b).13 

Analogous results were achieved from bromoketoacid derivative lc,lo which was subjected to the 

described radical cyclixation procedure to give dibenxochmmanone 3b (mp 16G 162 “C, methan01)~ 1 in a better 

yield (90%) than that of 3a. As expected, oxidation of 3b as above gave dibenxocoumaranone 6c 

(mp 176178 “C!. methanol)ll. Reaction of 6c with aqueous ammonia afforded cefaranone B (6f). identical with 

an authentical sample of this natural atistolactam.~ 
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