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N-B-Bromoethylaniline Hydrobromide
By WiLLIAM M, PEARLMAN

Although a product designated!-? as N-S-bro-
inoethylaniline hydrobromide has been reported
to be formed by converting N-phenylethanolamine
into its hydrobromide at 100° with gaseous hydro-
bromic acid and then heating to 150-160°, no
identification was made and no yields were given.
In addition, the indicated procedures are cumber-
some. It was found that the desired product
could be obtained in 85%;, yield from B-hydroxy-
ethylaniline and hydrobromic acid by a slight
modification of the procedure of Cortese.?

Expetimental

B-Hydroxyethylaniline (100 g.) was precooled to 0°
and 310 ml. of precooled (0°) 489, hydrobromic acid was
added dropwise with stirring and cooling. When all of
the hydrobromic acid had been added the mixture was
distilled with an efficient fractionating column until a
constant boiling distillate was reached. The residue was
cooled slightly, placed in a large, open dish in a vacuum
desiccator and evacuated with a water jet overnight. The
resulting slurry was filtered and the solid recrystallized
from absolute ethanol. The yield of nearly colorless
needles was 180 g. (85.59%), m. p. 136-139°. A sample
recrystallized from benzene was colorless, m. p. 137-138°.

Anal. Caled. for CsHyjBraN: C, 34.19; H, 3.95; N,
4.99. Found: C, 33.87; H,4.16; N, 4.97.
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Oxidation—-Reduction Potentials and Ionization

Constants of the Reversible Series: Hexa-

hydroxybenzene — Tetrahydroxyquinone — Rho-
dizonic Acid

By Paur. W. PREISLER, Louls BERGER AND EDGAR S. HiLL

Professor G. Schwarzenbach of the Universitit
at Ziirich has recently called our attention to omis-
sion of reference in our publication’ to the prior
work and publication by Schwarzenbach and Su-
ter® with the same substances. The oxidation—
reduction potentials and ionization constants of
this series of related compounds has been reported
on several occasions.”” It is regretted that there
was no discussion of the work of Schwarzenbach
and Suter*® in our publications,®’ which oversight
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NoOTES 871"
resulted from their being no abstract of the thesis
of Suter* in Chemical Abstracts and no indication
in the abstract®® of their joint publication® that
they had worked with any compound of the rho-
dizonic acid series oxidation—reduction systems.

The two reports®’ differ mainly in the estima-
tion of the ionization constants of rhodizonic
acid. OQur constants of pK; = 4.1 and pK; = 4.5
should be rejected in favor of those of Schwarzen-
bach and Suter, who found pK; = 3.15 and pK; =
4.9, since our values were estimated from the E{—
pH curve of the rhodizonic acid-tetrahydroxy-
quinone system in a range where the curve is
quite flat, while their values were determined by
colorimetric and photometric methods.

Accepting their constants, 3.15 and 4.9, curves
of E{ — pH may be drawn which fit our experi-
mentally determined points reasonably well.
These changes do not affect the tetrahydroxy-
quinone-hexahydroxybenzene curve; the esti-
mated jonization constant of tetrahydroxyquin-
one being unchanged at pK; = 4.8. Our E{ val-
ues at pH = O become altered: for rhodizonic
acid—tetrahydroxyquinone to E§ = +0.426 volt
(increase of -+0.016) and for tetrahydroxyquin-
one-hexahydroxybenzene to E{ = -0.388 volt
(increase of 4-0.008)..

These extrapolated values for pH = 0 and our
measured potentials agree as well as may be ex-
pected for systems of this type with the poten-
tials of Schwarzenbach and Suter. However, we
experienced no difficulties in obtaining rapidly
adjusting stable potentials in the entire pH range
studied from 3.5 to 9.9. Therefore, where the
slopes of our E¢—pH curves are sufficiently well es-
tablished, as for the tetrahydroxyquinone-hexa-
hydroxybenzene system, we consider the ioniza-
tion constants reported,” for tetrahydroxyquin-
one pK,; = 6.8 and for hexahydroxybenzene pK,
= 9.0, to be reliably estimated.
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Freezing Point Depression of Sulfuric Acid by
Siloxanes

By FRASER P, PRICE

Since sulfuric acid is used as an equilibrating
agent in the preparation of silicones,! it is of inter-
est to investigate the kinds of particles produced
when siloxanes are dissolved in this acid. It was
hoped that such an investigation would shed
some light on the mechanism of siloxane rearrange-
ment.

The molal freezing point depressions and the
van’'t Hoff ‘4’ factors in approximately 1009,
sulfuric acid were determined by the method of
Hammett and Deyrup.? The only departure
from their method was that the weight of solvent

(1) Patnode and Wilcock, ibid., 68, 358 (1946).
(2) Hawnmett and Deyrup. ibid., 58, 1900 (1933).



