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TBn nLEX_CLvo, pilocereine,4*5 II, and piloceredine,6 are postulated6 to 

arise from the oxiaatlve condensation of lophocerine, I. 6 We have previously 

synthesized I.7 !Je aox wish to report that I has been converted to a col-zple:: 

mixture containing "isopi3.0cereine",8 III, pilocereine, II, and probably 

piloceredine9 by a-zi.;l&ion with potassium ferricyanide in an amoniu? acetate 

buffer (@-I 6.0). The reaction is based upon the elegant, but relative_ellF 

1 J. id. Bobbitt and D. it. Scala, J. C&. m. y, 560 (1960). 

2 Oh leave from tne d~icultural Institute, rienna, Austria. 

3 Deceased, July 1961. 

4 C. Djerassi, A K. Figdor, J. .;. Bobbitt anti F. X. iarkley, J. a. w. 
&. z, 2203 (1957). - 
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576 Synthesis of isoquinoline alkaloids - III No.9 

10 unappreciated, synthesis of libocedml by Zavarin and Anderson and is 

analogous to the present rrork of Franck. lL12 

Lophocerine bisulfate (1.5 g., 4.3 mmoles) and potassium ferricyanida 

(3 g., 9 m moles) were allowed to stand in 150 ml. of aqueous ammoniun acetate 

(S$) for 24 hrs. at 4-5". The mixture was made basic with ammonia and ex- 

tracted with chloroform to yield a mixture of bases which showed three discrete 

spots on a thin-layer chromatogram (I% acrnonium hydroxide in methanol as 

developer on Silica Gel GeU sprayed with Dragendorff's solution). Column 

chromatography over silica gel yielded 350 mg. of a substance corresponding 

to the fastest moving spot, 350 mg. of a mixLure of all three components and 

156 mg. of substance corresponding to the slowest rnovcng spot. A gradient 

elution system of increasing amounts of methanol in benzene-ether (2:l) W&J 

10 E. Zavarin and A. B. Anderson, J. w. && & 1122 (1957). 
ll 

B. FPanck, G. Blaschke and G. Schlingloff, Tetrahsdm w, 439 (19.962). 
I2 See preced&g paper. 

l3 E. Kerck, Daxmstsdt, Germany. 
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used. The fastest moving; component gave a crystalline picrate, m-p. 2,/b-236", 

which had an identical inlrared spectrum and X-ray powder pattern ~ti;.~ the 

authentic picrate of "isopilocereine", lit. m.p. 235-237". 4 The 350 PC. 

corresponded to a yield of 32%. 

The slowest moving material had an Rf corresponcling to authentic pilo- 

cereine and pilocerel.ike on both 0xaina G and Silica Gel G, 13 but could 

not be separated by thin-layer chromatography. However, the material and 

its amorphous oxalate did have .infrared spectra identical with mixtures 02 

the appropriate naturni :?roduots. The mixture (100 mg.) was acetylated. 

The mixed acetates wel‘e resolvable by thin-layer chromatogra,~hy (0.S alnonia 

in methanol as developer on Silica Gel G) into two spots which corres>ondeti 

to the acetates of aut:lentic pilocereine and piloceredine, with pilocercine 

acetate having the highor Rf. Preparative thin-layer chromatography yieltied, 

after crystallization anni recryctallization from hexane, 3.5 mg. of pilo- 

cereine acetate n.p:. 152.5-185.5, lit. 6 185-186". The mixture m.p. with 

authentic pilocereine s.cctdLe was not depressed ana t,le infrared spcctn 

and crystal forms vc1.e identical. 

Ye have not yet bee:: oble to cry&.a;lize a derivative of piloceredine 

nor do we know the structure of the mixture component having the inter:.:ctil&e 

Rf. ii detailed papor :.i_ll. be puhl_ished Ihen the reaction is more completely 

unuerstood. 
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