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AMINOMETHYLATION OF DERIVATIVES OF 2-AMINO-3-ETHOXYCARBONY L~

4-ARYLTHIOPHENE

V. L. Shvedov, V. K. Ryzhkova, and A. N. Grinev

Khimiya Geterotsiklicheskikh Soedinenii, Vol. 3, No. 3, pp. 450—451, 1967

UDC 547.732:542.958.3:543.422

2~ Amino-3-ethoxycarbonyl-4 -arylthiophene derivatives are aminome-
thylated with bisdimethylaminomethane and bisdiethylaminomethane
to give a number of Mannich bases,

Aminomethylation of thiophene usually involves the
« hydrogen atom, and gives a mixture of primary,
secondary, and tertiary amines [1,2].

We have [3] offered a method of preparing dialkyl-
aminomethyl derivatives of 2-amino-3-ethoxycar-
bonyl-4~-arylthiophene. Reaction is effected by heating,
in sclvents inert to bisdialkylaminomethanes, amino-
thiophenes and bisdimethylaminomethane (I) or bisdi-
ethylaminomethane (II). The resultant Mannich bases
are isolated, in the usual way, as hydrochlorides
(table).

The dialkylaminomethyl group enters the thiophene
ring at the 5 position free from a substituent. There
is no substitution of the hydrogen of the amino group
of the 2-aminothiophene derivatives. This is con-
firmed by the IR spectra of the products exhibiting an
intense absorption band at 3400-3300 cm™, charac-
teristic of the free NH, group. Furthermore our ob-
servation that 2-amino-3 -ethoxycarbonylthiophene
derivatives substituted at positions 4 and 5 do not
undergo the reaction is indirect proof that aminome-
thylation takes place at a substituent-free o position
in aminothiophenes.

EXPERIMENTAL

Aminomethylation of 2-amino-3 -ethoxycarbonyl-
thiophene derivatives. A mixture of 0.01 mole 2-

amino-3 -ethoxycarbonylthiophene, 0.0175 mole bis-
dialkylaminomethane, and 5 ml dioxane (as solvent)
was refluxed for 2 hr 30 min. Then excess bisdialkyl-
aminomethane and solvent were vacuum-~distilled off.
The residue was dissolved in a minimum quantity of
dry ether and neutralized with an ether solution of
HCI1 (Congo Red). The solid hydrochloride was fil~
tered off, and left overnight in a vacuum-desiccator
over alkali, then recrystallized. The table gives data
for the hydrochlorides of the Mannich bases.
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