
Merouration of Coumarins (A Note). 

BY DUHKHAHARAN CHAKRAVARTI. 

Naik and Patel (J. Ohem. Soc., 1934, 1048) have mercurated 
coumB.rin derivatives 'with mercuric acetate in aqueous solution 
through the neutral Bodium Balt.' They have not made any reference 
to the work oi Sen and Chakravarti (J. Indian Ohem. Soc., 1929, 
6. 847; 1930, 7, 24.7) probably through oversight, though the method 
of preparation is exactly the same. We described the mercuration 
of coumarin, 7 -hydroxy-4-methylcoumarin, 4: 7-dimethylcoumarin, 
6-aminocoumarin, 7 :8-dihydroxy-4-methylcoumarin 4 :6-dimethyl
coumarin and also studied with interesting results the influence of 
substituents on the coumarins in mercuration by two different 
methods, (a) with yellow mercuric oxide and, (b) with mercuric acetate. 
Some of the compounds described by Naik and Patel are widely 
different from our compounds and as this work negatives in some 
cases the conclusions reached by us, it is necesssry to record the 
following facts. 

(1) 6: 8-Bisacetoxymercuricoumarin (decamp. 248°) has been 

obtained by Naik and Putel by the mercuraLion of coumarin, whereas 
it was found by Sen and Chakravarti (Zoe. cit.) that the mercury 
compound, thus obtained, is diacetoxymercuri-o-coumo.ric acid 
(decamp. 215°), as it givies o-coumaric o.cid (m. p. 207-9°) and as 
the same mercury compound of o-coumario acid (decamp. 215g) is 
obtained by rnercuration o£ o-coumaric acid. 

This is a convenient method Ior the prepara~ion of o-coumaric acid 
and this bas been adm1tted by Dey, Rao end Seshadri (J. Indian 
Chem. Sao., 1934. 11, 745). It is also significant to note that Naik 
and Patel's compound is 'soluble m dilute sodium hydro:ridtJ 
solution.' 

(2) According to Naik and Patel the efJect of subs~ituents on the 

mercura~ion of coumnrins by mercuric acetate is extraodinary since 
in 6 nitrocoumuin the nitro group is knocked off and 6 :8-diacetoxy
mercuricoumarin is obtamed. It he.s been found by us that 6-nitro
courne.rin gives •5-nitro-o-coumaric ucid, identical with the nitro-o
couma.ric acid, prepared by Dey and Row (J. Ohcm. Soc., 1924, 
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126t 561). This observation bas nlso been supported by Dey, Rao 
and Seshadri (Zoe. cit.), who record ''though the use of mercuric 
acetate resulted in a better yield (of 5·nitrocoumaric acid) the produc-t 
obtained '\"{as rather impure and required 8everal crystalli~nt ions., 

Incidentnlly it mny a1so be noted that whereas 6·arninocoumarjn 

produces 6-acetoxymercurjnminocoutnarin \Vith me~curic acetate \vbere 

the mercury atom replaces the hydrogen io the ami·co group (Sen and 

Chakravarti, Zoe. cit.) Naik and Ptttel have obtained 7-amino-6 :8-

bisncetoxy mercuri-4·metlly lcou marin from 7-am i no·4·methy lcou tnarin 

and have given no experimental evidence tbat the compound posses8es 

a free NH 2 group. 
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Geometrical Inversion in the Acids Derived 
from Coumarins (A Note). 

BY ElMAN BIHARI DEY, RUBUGUNDAY HARI RAMCIIANDRA RAO AND 

TIRUVENKATA RAJENDRA SESHADRI. 

In connection with the paper on t.be above subject (J. Indian C1zem. 

Soc., 1934, 11, 743) it was found necessary to give fuller details of 

certain experiments and to correct certain e1·rors that ha.d crept in 
during the course of publication. 

7-Mct.hoxycouma1·in was obtained in a rntjber poor yield (1"5 g.) 

from umbel1iferone(4 g.) by met.bylntion In the ordinary way \vith 

dimetbylsulpbate in the presence of caustic alkaLi. A better yield 
(2·8 g.) was produced when the methylation was effected in benzene 
so1ution (boiljng for 2 to 3 hours) in tbe presence of exc-ess of anhydrous 
potass~um carbonate. The decanted solut,ion was distilled to remove 
the solvent nnd the residue was cryst.alli8ed from methanoL m.p. 
117-18°. But the ensiest method for prepar1ng the methoxycoumarin 

was from monomcthylresorcinol which wns itself made as below; 


