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soluble inorganic material by gravity filtration, was added
0.4 g. (0.0038 mcle) of o-phenylenediamine in 20 ml. of
ethyl acetate. The pink solution was heated on the steam
bath for 30 min.,, cooled, and on evaporation to dryness
under an air stream left an amber residue which recrystal-
lized from benzene as red microcrystalline 1-aminophenazine,
0.41 g. (67.7%) m.p. 183-184°.4

This and other phenazines prepared in a similar manner
are described in Table I. Lead dioxide could be substituted
for silver oxide in each example.
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In connection with other work, p-aminophenyl
acetate (II) was needed. Since the literature prepa-
ration of II?® is difficult and attended with low

H* Pt, H:
p-HOCHNO; + Ac;O —> p-CH;COOCHNO, ——-—>’
’ C:H,OH
I

[p-CH;COOCH,NH,] —> p-HOCH,NHCOCH,
I 111

yields, its preparation was attempted by the
schematic representation shown above. The acety-
lation of p-nitrophenol went smoothly with acetic
anhydride and a catalytic amount of suifuric
acid; however, the reduction of p-nitrophenyl
acetate (I) at 850 p.s.i. and 120° in the presence
of a platinum catalyst, gave not the desired product
(IT) but rather an isomer, p-hydroxyacetanilide
(ITI) in high yield. To our knowledge, this is the
first reported example of a para acetyl transfer
during the reduction of I to yield probably 1I,
then immediately III.

Many investigators,® though, have reported
ortho acetyl and benzoyl transfers. Others® have
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shown that these transfers were, in some instances,
intramolecular migrations that occurred because
the ortho esters of aminophenyl acetate (isomer of
II) and aminophenyl benzoate were very unstable.
Thus, when formed, they rearranged quickly to
the corresponding N-acetyl or -benzoyl derivatives;
i.¢., the acetyl or benzoyl group migrated from the
oxygen to the nitrogen atom,

KJ:ORJ ©:0H
NH, NR
H
v \Y%

R =acetyl or benzoyl

A satisfactory explanation for the isolation of p-
hydroxyacetanilide (III) from p-nitrophenyl ace-
tate (I) in high yield is still premature; however,
our results indicate that the reaction is a reduction
of a nitro group followed by an intermolecular
aminolysis of an ester.

EXPERIMENTAL

p-Nitrophenyl acelate (I) was prepared from p-nitrophenol
(30 g.), acetic anhydride (61 ml.), and 4 drops of concd. sul-
furic acid in the usual way; m.p. 79-80°; yield 95%.

p-Hydroxyacetanilide (11I) was prepared as follows: p-
nitrophenyl acetate (290 g.), absolute ethanol (500 ml.), and
platinum oxide catalyst (2.5 g.) were kept at 850 p.s.i. of
hydrogen and at approximately 120° for 6 hr. The mixture
cooled on standing overnight and was filtered. The solvent
was removed and crude III crystallized; crude yield was
quantitative and the yield after recrystallization from hot
water was 77%; m.p. 163-166°; ethyl acetate was later
found to be a better solvent than water for the recrystalliza-
tion of 111, so IIT was then recrystallized from ethyl acetate;
m.p. 168-169° (mixed m.p. with known III 168-169°).
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There has been a continuing interest in this
compound since 1944! as an intermediate in syn-
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