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The formations of variously subtsituted tricarbonyl (n6-cyclohexadienyl) iron cations for synthetic 

use, require the availability of a range of different methods. Here we report the formation of the title salts from 
tricarbonyl (n -̂i-methoxycarbonylcyclohexa-i, 3-diene) iron complexes by the sequence: metal-alkyl re­
action and acid-catalysed dehydroxylation. The mechanism of the rearrangement involved in the latter process 
leading to «5—cations has been investigated, using deuterium—labelled alcohols derived from the metal-alkyl 
reaction on i-methoxycarbonyl complexes. 
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Regio-and stereo-selective formations of variously substituted tricarbonyl-cyclohexadiene-iron com­
plexes need to be known if they are to be employed as synthetic intermediates in organic synthesis. The present 
study is an examination of the influence of the phenyl and carboxyl substituents on the steric course in the com- * 
plexation of cyclohexadienes with pentacarboxyl-iron. With crystallographic evidence for steric structures of 
the products, we propose an initial direction of the reactive iron species by the substituent, in the order metho-
xycarbonyl > > phenyl > methyl. 
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Cocoa seed pulp whose main constituents are sugars and mucilaginous albuminoids ferments naturally 
during cocoa processing and is an essential part of the cocoa flavour development process. The pulp ferment 
is a waste and these studies are directed towards its utilization. Mature cocoa pulp (pH,4.o) was found to contain 
Starch ( 1 - 2 % ) , Glucose ( 9 - 1 1 % ) and Sucrose ( 1 - 2 % ) . Amino acid analysis (JOEL JLC /6AH amino acid 
analyser) showed the presence of 1 6 free amino acids (total 106.6 mg%) the major ones (in mg%) being serine, 
( !4*5)» glutamic acid ( 1 7 . 7 ) , arginine ( 19 .0 ) , alanine (8.4), proline (7.9) and lysine (7.8). Quantitative paper 
chromatography showed that the major organic acid was citric acid ( 1 % ) . On fermentation (DCL yeast), 
8 - 1 0 % (vtfv) ethanol and 0 .5 to 1 . 0 % acetic acid was produced together with traces of methanoln-propanol, 
acetaldehyde and ethyl acetate (GLC analysis). The total amino acids declined to about 1 % the level original 
in which only 1 1 amino acids were detected; arginine being present in the largest quantity (0.8 mg%). Citric 
acid content of the ferment declined to 0.3 % and malic acid (0.2 %) was detected. Alcohol and acetic ferm­
entation was nearly completely inhibited by the addition of NaaSs^s to the drip tank but the major feature 
of interest was that tartaric acid (0.6%) was present in addition to citric acid (0.35%) and malic acid ( 0 . 1 % ) . 
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