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. A NEW CYCLIZATION REACTION! microbiologically inactive, red pigment. The

Sir: separation was conducted on cellulose columns in

We wish to report that a-(2-biphenylyl)-aceto-
nitrile as well as certain a-alkyl- and a-aroyl deriva-
tives in the presence of concentrated sulfuric acid
will undergo isomerization to yield phenanthryl-
amines. After three hours at 0°, 2-biphenylyl-
acetonitrile afforded an 859, yield of 9-phenanthryl-
amine, m.p. 134-136° (lit.? 137.5-138°).

From «-(2-biphenylyl)-butyronitrile? and the
homologous valeronitrile,? 10-ethyl-9-phenanthryl-
amine (m.p. 117.5-119.5°; benzamide, m.p. 241-
243°) and 10-propyl-9-phenanthrylamine (m.p.
101-102.5°; benzamide, m.p. 220-221.5°) were ob-
tained in 80-85%, yield.

This new cyclization has been applied to a-(o-
methoxybenzoyl)-a-(2-biphenylyl)-acetonitrile (ob-
tained in a manner analogous to that used in pre-
paring the isomer?®) which in the presence of sulfuric
acid yielded an amine (m.p. 175-176°) having the
composition expected for 10-(o-methoxybenzoyl)-9-
phenanthrylamine. This, as well as the other
phenanthrylamines above, gave the characteristic
diazonium coupling test with sodium g-naphtholate.
On the basis of this same test, the compound
obtained by the sulfuric acid cyclization of a-
(p-methoxybenzoyl)-a- (2-biphenylyl) -acetonitrile,
and originally described by Bradsher and Kittila®
as  9-(p-methoxyphenyl)-10-phenanthramide is
actually  10-(p-methoxybenzoyl)-9-phenanthryla-
mine.
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2-METHYLADENINE, AN HYDROLYSIS PRODUCT OF
PSEUDOVITAMIN Bz

Sir:
Holdsworth, et al.,! using paper ionophoresis with
bioautographic techniques, demonstrated two

microbiologically active components in crystalline
pseudovitamin Bijp.? This material had satisfied
the accepted criteria of chemical homogeneity,
including paper chromatographic study in a
variety of solvent systems. Quantitative electro-
phoretic analysis of the same preparation examined
by Holdsworth, et al.,} y1e1ded 90%, pseudovitamin
Bz, 9% of a faster moving, microbiologically active,
red pigment, and 19 of a very rapidly moving,
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0.1 M acetic acid containing a trace of NaCN
with a potential of 200 v. and 0.002 amp. The
microbiologically active contaminant readily crys-
tallized from aqueous acetone and is referred to
as pseudovitamin Bpa.! Analt: C, 52.68; H,
6.64; N, 16.90; Co, 4.36; P, 2.29. The composi-
tion is approximately that of pseudovitamin Bie.
Anal. (before electrophoresis): C, 52.06; H, 6.60;
N, 16.37; Co, 4.40; P, 2.31. (After electropho-
resis): C, 52.35; H, 6.68; N, 17.15; Co, 4.41;
P, 2.32.

Pseudovitamins Bys and Bjq have identical ab-
sorption spectra® in water with maxima at 278,
308, 320, 361, 518 and 548-50 my with El%_ of
130, 62, 60, 204, 54.5, 57.5, respectively.

Pseudovitamin Bys is 0.7 and pseudovitamin Bis
0.3 as active as vitamin By, in growth assay with
L. leichmannii.b

Pseudovitamin Bje differs from vitamin By in
containing adenine’ in nucleotide linkage in place
of 5,6-dimethylbenzimidazole. The corresponding
base in pseudovitamin Bisq is 2-methyladenine.

Pseudovitamin Byg (4.47 mg.) in 4 ml. of 1 M/
HCI was heated in a sealed tube for 4 hours at 100°.
The hydrolysate was percolated through a column
(0.9 em. X 5.5 cm.) of Amberlite 1R-120. The
resin was washed with water (25 ml.), and then
eluted with 2 M NH, OH (30 ml.). The eluate
absorbed ultraviolet light (max. 270 mpu). It was
concentrated and examined for purines by paper
chromatography, using successively the three
systems: n-butanol-acetic acid-water (Ry 0.35),
isoamy! alcohol-5% disodium phosphate (R 0.38),
and 659% aqueous isopropyl alcohol-2 M HCl
(R 0.64).8 The ultraviolet absorption properties
of the resin eluate as well as the eluates from
the three paper chromatograms were identical with
those of 2-methyladenine® (maxima at 265 mu
in 0.1 M HCl and 270 mu at pH 11). Comparative
and mixed paper chromatograms with 2-methyl-
adenine yielded identical R; values in the three
solvent systems.

The eluate from the 659, aqueous isopropyl
alcohol-2 M HCI chromatogram, containing by
spectrographic analysis 275y of the purine base
was concentrated and a crystalline picrate prepared
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