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PS-06.04.15 FORMATION OF HYDROGEN-BONDING 3) 0--0 distances are in the range 2.59<d(0--0}<2.62 A,
~ .l that is much shorter than the non-resonant hbs [alcohols
ADDUCT BETWEEN 1-PHENYL-2-AMINO PYRIMIDINE and carbohydrates: 2.77+0.07 A (Ceccarelli,C., Jeffrey,

AND VANILINE, C,, H ., Nj 0,. By 1.S. Ahmed g.A. &JTayltor}R-({;S;g})-JJ-”MclJl-Sitruct-,yzO, 25?;

- roon,J. et al. . J. Mol. ruct., 24, 109)]. Only
Farag and V.B. Rybakov , National Research in one chain the d{(0--0) is longer (2.72 A) because of
Centre, Physics department, Cairo, Egypt. hb bifurcation.

4) The delocalization of the 0=C-C=C-OH n-conjngated
) system 18 clearly related to the hb shortening. :

The title compound was prepared by 5) IR stretching frequencies, v(OH), are decreased from
3600 up to 2450 em1 confirming the v(OH) vs. d(0--0)

conderzation of equimolar guantlties of curve given by Novak [(1974).Struct. Bonding, 18, 177}.
analar vaniline and 1-phenyl-2-amino All data confirm that the intermolecular hb of

o ] p-diketone enols is assisted and made stronger by the
pyrimidine In absolute ethyl alcohol. n-delocalization of the 0=C-C=C-OH heterodienic system
Prismatic crystals was  obtalned with in agreement with our previous RAHB model
crystallographic data: a = 12.901(6), b =

19.297(9), ¢ = 6.828(3) &, = 102.76(2)0,
v =1657.9 A%, z =4, F.W. = 291.31. D =
1.17 g/cm3, space group P 2/n, R = 0.038 and

R,= 0.036. The intensity data were collected

o S, o
on an Enraf Nonlus CAD-4 computer controlled A 7 N\ ‘
diffractometer using Mo K, radiation. The D & o ) °
structure was solved by direct method and OS ° °
anisOtropic temperature factor of all atoms, Fig.2. 4-Hydroxy-3-phenyl-

refined by full matrix least squares using
Fig.1. 2-Phenyl- 2(5#)-furanone

1,3-indandione
isotropically. A full discussion was given to '

explain the occurance of the condensation -
process between OH group of vaniline and the
heterocyclic N-atom at S-positlon of

pyrimidine cycle and why this condensation

except for hydrogen atoms, which were treated

does not take place between the amino yroup ]
of the pyrimidine compound and the adehydic

group of vaniline to glve a schiff base. —

Fig.3. 2-Chloro-5,5-dimethyl- Fiq.4.
1,3-cyclohexanedione o

4-hydroxy-
coumarin

PS-06.04.16 CRYSTALS CONTAINING INTERMOLECULAR O-H--0O
HYDROGEN-BONDED CHAINS ASSISTED BY RESONANCE.

By Valerio Bertolasi®™, Paola Gilli, Valeria Ferretti and
Gastone Gi11i, Dipartimento di Chimica and Centro di
Sstrutturistica Diffrattometrica, Universitd di Ferrara,

via Borsarl 46, 1744100 Ferrara, Italy: PS-06.04.17 Ny PIIASE HRANSFURMATLON OF TUE PIRST

We have recently shown [Gilli et al. (1993). Acta ORDER AND NEW POLYMORPH‘IC MODIFID{\:T]QT\TS OF
Cryst., B49, in press] that molecules containing the NORMAL PARAFFINS.1 By 5.1(.1'11%21,0‘7.' .L,.TEI.KDf
g-diketone enol fragment HO-C=C-C=0 hindered to form telnicova, S.Yu.Chazhengina, Ot-—Pete_ ghurg
intramolecular hbs crystallize by forming h-bonded University, Russila.

infinite chaing of n-delocalized enolone fragments By the high temperature X-Tay diffraction
(intermolecular RAHB: Regonance-Aggisted hb). method there was discovered a jump of volume
To check whether this is a generally occurring and some other parametcrs ol norma paraffins
phenomenon we have determined the crystal strnctures of CnH2n+2 at temperatures close to the melting
ten compounds where a B-diketone group is included in a . . _ o ot B
5- or 6-membered ring. From an analysis of the atrnctures pOj‘né' For homolog bZBH/IB AV=4.3% at lrot.1—
the following general conclusions can be drawn: 35.5°C reflects transition of orthorhombic
1) Only one compound is found in the R-diketone form crystal modification Ol‘cryst to a previously
(Fig.1). In the other nine cases the dikeione 1o unknown orthorhombic rotational-crystal phase
enolized and forms hbs. This seems to indicate that the or , which &t T _ —439¢ performs a
enolization procegs is energetically favoured by the rot.1 rob.2

availability of the' hb energy. gecond-order trangition to a known hexagonal
2) The homonuclear resonant B-chain (Figs.2,}) is the rotational- %1‘ystal modification with melting
preferred packing structure in 8/9 cases, only in the point at 47°C. The following model of the
remainirig one the chain being interleaved by water - process 1s suggested.

molecules (Fig.4).
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