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The structure of carbomycin has been elucidated by
WOODWARD et al.8.

From these findings, the structure of maridomycin II
was determined to be II. Its absolute configuration, ex-
cept for the Cy-hydroxyl group, was also clarified. Further
treatment of XX VT with KI in AcOH yielded dehydrode-
epoxymaridomycin II which was identical with carbomy-
cin B7 in all respects.

8 R. B. WoopwarD, Angew. Chem. 69, 50 (1957). ~ M. E. KUEENE
and B. W. Bexson, J. Am. chem. Soc. 87,4660 (1965).— R. B. Woob-
wARD, L. S. WerLEr and P.C.DuTtTa, J. Am. chem. Soc. 87, 4662
(1965).
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Zusammenfassung. Das aus Streptomyces hygroscopicus
isolierte neue Makrolid Maridomycin II lisst sich mit
Sdure Mycarcose und Mycaminose spalten. Auf Grund der
Oxidation ins Carbomycin sowie der spektroskopischen
Daten wurde die Struktur als II erklért.
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E. Hicasuipe and T. KisHl

Research and Development Division,
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23 Jume 1971.

The Dissociation Constant of the 1-Aminoadamantane Cation

The pK value of l-aminoadamantane (I) has not
previously been reported. This omission is surprising in
view of the unusual, diamond-like structure of this base
and of the widespread interest in 1-aminoadamantane and
its derivatives as antiviral and antitumour agents. From
measurements of the enthalpy of sublimation, BRaTTON
and SziLarD? concluded that the structure of adamantane
leads to a low strain energy, and this appears to be
supported by the similarity of pK, values for adamantane-
1-carboxylic acid (6.812) and cyclohexanecarboxylic
acid (6.403), measured in aqueous 509, ethanol at 25°.

(I

On this basis, 1-amincadamantane should be similar in
strength to the corresponding alkyl analogues4, 2-amino-
2-methylpropane (pK, = 10.68% at 25°) and 3-amino-3-
ethylpentane (pKa = 10.59%).

Solutions 0.005M in 1-aminoadamantane hydro-
chloride (Fluka purum, recrystallized from ethanol/ethyl

pKa’' values

I = 0.005 0.010 0.015 0.030 0.055 0.105
20° 10.74 10.77 10.79 10.80 10.84 10.92
37° 10.12 10.21 10.23 10.26 10.30 10.34
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ether) were titrated potentiometrically with 1M carbonate-
free potassium hydroxide under nitrogen, using the
procedure of ALBERT and SERJEANTS®. The ionic strengths
of the solutions were varied from 0.005 to 0.105 by
adding potassium nitrate. Free hydroxyl ion concentra-
tions were calculated from the measured pH values, using
the ionic product of water and Davies’ equation? to
approximate the required activity coefficients at the

-specified ionic strengths. At each temperature and ionic

strength, 9 points were taken covering the range from 1/,
to 9/, neutralization, and the pK’, values calculated for
these points were averaged. (The maximum range in any
set was within 40.05 pH unit.) The resulting ‘practical’
pK, values for 20° and 37° are given in the Table.

Extrapolation to zero ionic strength afforded thermo-
dynamic pK, valuesof 10.7140.01 at 20° and 10.14 4-0.02
at 37°, For intermediate temperatures, values were 10.58
at 25° 10.39 at 30° and 10.25 at 35°. A linear plot gave
~d (pK,)/dT = 0.034, in good agreement with a predicted
value of 0.032.

The near-identity of pK, values of 1-adamantane and
3-amino-3-ethylpentane supports the conclusion that
there is little strain in this alicyclic molecule. Similar
agreement is found for quinuclidine (10.58% or 10.9510 at
25°) and its analogue, triethylamine (10.671 or 10.75% at
25°).

Zusammenfassung. Der pK,-Wert des 1-Aminoadaman-
tan zwischen 20° und 37° wurde durch potentiometrische
Messungen bestimmt.
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