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In a very recent communication to this .journa12, some drastic 

revisions in the structural assignments for a number of 1,2,9,10- 

tetraoxygenated aporphine alkaloids were proposed, including those 

for glaucentrine, 'laurelliptine, rogersine, and the quaternary 

base from Fagara tinguassoiba. 3 

It would be otiose at this point to go through the detailed 

reasoning2 for suggesting such changes, but we wish to indicate that: 

(a) The newly proposed2 structure I (in the N-methyl quaternary form) 

for the base from F. tinguassoiba is indeed correct, and that 

(b) Gla"centrine4 is not a 1,2,9,10+etrasubstituted aporphine as was 

believed so far. This fact is one of the causes of the confusion 

that has arisen regarding the structures of the 1,2,9,10-tetra- 

substituted aporphines, since glaucentrine has been used in a pro- 

cess of elimination to prove the structures of several 1,2,9,10- 

tetrasubstituted aporphines, including that from F. tinguassoiba. 5 

We have synthesized authentic (*)-1-hydroxy-2,9,10-trimethoxy- 

aporphine (I) by the classical route outlinedbelow. When this base 

was quaternized with methyl iodide, and the iodide ion then exchanged 

15og 



1510 

for picrate, the resulting quaternary salt was identical in its 

uv spectrum in ethanol, its ir spectrum in acetonitrile solution, 

and Its silica gel thin-layer Rf values in ten different solvent 

systems, with the quaternary alkaloid of E, tinguassoiba also in 

the picrate form. It follows that the old structure II for the 

E. tingLlassoiba alkaloid5 should be replaced by expression I 

(in the N-methyl quaternary form). 

Natural glaucentrine has also been assigned structure I. 
4 

Comparison of our synthetic sample with natural glaucentrine showed 

the two compounds were not Identical. We were subsequently able to 

prove that the natural glaucentrine we had received corresponds to 

corydins? (III), via nmr, ir, "Y, and Rf comparisons with an authen- 

tic sample of corydine. A sample of natural glaucentrine El, 

turning brown at 23%and blackening between 237-238*, as reported 

in the literature for this salt, 
4 
was also shown by us to be 

identical with corydine HCl, 
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The revised structure IV recently suggested for glaucentrine 

cannot therefore be correct. 
2 Additionally, all 1,2,9,10-tetraoxy- 

genated aporphines whose structures were elucidated by comparison 

with samples of natural glaucentrine should now have their 

structures reconsidered. 

Synthesis of Compound I 

NaBH4 

WlS 1. Base 
2. CHgI 

VI VII 

1. Zn, He 
CA) 2. HONO 

3: Hc! 
.I 

VIII 

The amide V, m.p. 124' , prepared in 65% yield by condensing 

2-(4-benzyloxy-3-methoxyphenyl)ethyl amine with homoveratric acid in 

the presence of N,N'-dicyclohexyl carbodiimide in tetrahydrofuran, 

was cyclized to the salt VI in 6'7% yield. Both V and VI gave melting 

points comparable with those reported by Billek who earlier had used 

different procedures to prepare these two compounds. 
6 Treatment of 

the salt VI with base and then with methyl iodide gave the immonium 

salt VII, m.p. 191-192°, which was reduced with sodium borohydride 

to oily, racemic 0-benzylcodamine (VIII). 
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Subsequent nitration of the base VIII with nitric acid in acetic 

acid gave 6'-nitro-0-benzylcodamine IX, m.p. 114-116°, in 54$ yield. 

Zinc and sulfuric acid reduction of IX afforded 6'-amino-O-benzyl- 

codamine which when diazotized with sodium nitrite in sulfuric acid, 

and then treated with boiling 25% H2S04 gave racemic aporphine I in 

2% yield, free base m.p. 190-192O. The uv spectrum of I exhibited 

x EtoH 305, 280, max 
and 220 mu (log e 4.12, 4.12, and 4.52) characteristic 

of a 1,2,9,10-tetrasubstituted aporphine. 3,7 
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