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Several mixtures of methyl alcohol and acetone have been studied in the region 2.54 to 8.5u.
The acetone was found to shift the OH vibrational band of alcohol to the shorter wave-lengths
and to increase appreciably its intensity; the effects of the alcohol on acetone were to increase the
intensity of the vibrational band of the CO group and to shift it to the longer wave-lengths.
No other bands were measurably affected. The results indicate association of the alcohol and
acetone through interaction of the OH and CO groups. The possibility of the formation of

proton bonds is suggested.

NFRARED absorption studies' of aqueous
and alcoholic solutions of inorganic acids,
hydroxides and salts have revealed bands which
indicate molecular association between the sol-
vent and the solute molecules. More recently
infrared studies? have been made of mixtures of
water and some organic liquids. The present
work on alcohol-acetone mixtures was under-
taken to ascertain the influence of each liquid on
the spectrum of the other in various mixtures of
alcohol and acetone.

A Hilger infrared spectrometer with a fluorite
prism was used as a resolving instrument
throughout the investigation. Cell windows were
of fluorite, and the absorbing layer was main-
tained at a constant thickness of 0.002 cm by
mica washers. The chemicals were Baker’s
analyzed. The methyl alcohol was dried for
several hours over CaO, and the acetone over
CaCl, as an additional precaution against the
presence of water in the samples.

A study was made of the 2.9u alcohol band and
of the acetone bands appearing at 5.73u and at
8.17u for several methyl alcohol-acetone mix-
tures. Fig. 1 shows the transmission curves for
methyl alcohol and acetone and for four methyl
alcohol-acetone mixtures in the region 2.5u to
3.15u. The broad band appearing in the region of
29u in the methyl alcohol curve is charac-
teristic of all alcohols, and arises from changes in
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the vibrational energy of the OH group. For
alcohol concentration of 12 percent and below,
this band appears at 2.75u, having been shifted
to the shorter wave-lengths by 0.154. In addition
to the shift to higher frequencies, the intensity of
the OH band is increased appreciably. That is,
the intensity of the band does not decrease in
proportion to the decrease in the number of
absorbers. As the alcohol concentration is in-
creased to 25 percent and to 50 percent, the band
approaches that for pure alcohol. It may be that
the bands for these concentrations are made up
of two components with maximum of absorption
at 2.75u and 2.9u. However, the bands are very
broad, and it was not found possible to resolve
them into two components. Fig. 2 shows the
effects of alcohol on the vibrational band of the
CO group of acetone. In contrast to the shift to
the shorter wave-lengths of the OH alcohol
band, the effect of the alcohol on the acetone is
to shift the CO band to the longer wave-lengths.
This shift is accompanied by an increase in
intensity, as was the case of the OH alcohol band.

To show that the above mentioned variations
of the OH and CO bands are not merely apparent
effects due to the superposition of alcohol and
acetone absorption, theoretical curves have been
computed for mechanical mixtures in which no
interaction occurs. In Figs. 3 and 4 these curves
are shown in comparison with the experimental
curves for the same mixtures. We have assumed
that the transmission of the mixture for a given
frequency is

T =g frmi—fame,

where f1 and f; are the fractional parts of alcohol
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F1c. 1. The percent transmission of alcohol and acetone
and alcohol-acetone mixtures in the region 2.5z to
3.15u.

and acetone, respectively, and where m; and m,
are defined by

T,= e~™, T2 =e ™2,

T'1 and T; being the transmission of pure alcohol
and pure acetone, respectively, for the given
wave-lengths. It should be remembered that the
cell thickness was the same in all cases.

From Fig. 5, which gives the absorption of
several alcohol-acetone mixtures in the region
7.85u to 8.45u, it will be seen that the strong
acetone band appearing at about 8.17u, bottom
curve, apparently is not shifted in position for
any of the mixtures, nor is its intensity appreci-
ably increased as was the case of the CO acetone
band and the OH alcohol band. A curve was
obtained for 6 percent acetone in alcohol which
is not included in the figure. The intensity of the
band was so low that the position of maximum
absorption could not be ascertained.

WALTER GORDY

An attempt was made to study other bands in
the region 2.5u to 9u, but because of the over-
lapping of alcohol and acetone bands no definite
results could be obtained. A study was made of
the effects of benzene on the CO acetone band
for concentrations of acetone in benzéne varying
from 50 percent to 6 percent. There appeared to
be no shift in the CO band for any of the concen-
trations. A similar study was made of the effects
of benzene on the OH band of alcohol. Likewise,
no measurable shift was observed in the OH
band, although there appeared for low alcohol
concentrations a slight depression on the short
wave-length side of the band, which may ‘indi-
cate the presence of vapor-like molecules of
alcohol. Evidence for vapor-like molecules of
alcohol in carbon tetrachloride solutions has
been reported by Kinsey and Ellis.3

The pronounced changes in the electric mo-
ments of the CO and OH groups of acetone and
alcohol indicate dipole interaction. It may be
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ABSORPTION OF ALCOHOL-ACETONE MIXTURES

that we have here the formation of proton bonds,
the hydrogen of the OH group being shared
between the oxygen of the two groups. This
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Fic. 3. Theoretical and experimental transmission of
alcohol-acetone mixtures in the region 2.5u to 3.15u.
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F1G6. 4. Theoretical and experimental transmission of
alcohol-acetone mixtures in the region 5.35u to 6.054.
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Fi6. 5. The percent transmission of alcohol-acetone
mixtures in the region 7.85u to 8.45u.

would account for the extreme changes in the
polarization of these groups. Similar results?
indicating dipole interaction in dioxane-water,
methyl cyanide water, acetone-water mixtures
and in mixtures of aniline with several other
organic liquids may be explained by the proton
bond theory. This theory has received other
emphasis recently.® Abnormal results obtained
in dielectric constant measurements of liquid
mixtures are likely due to similar changes in the
electric moments of certain groups which may be
observable by infrared absorption measurements.
The work is being continued.
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