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X-ray diffraction study of DL-1,4-dimethyl-2,5-dioxabicyclo[2.2.1]heptane-3,6-dione:

the sense of twist and folding
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The title dilactone exists in a crystalline state (110 K) as enantiomeric synchro-(+,+)-(R,R)- and synchro-(—,—)-(S,S)-twist forms
(ry =11.8°l) with the retention of C, symmetry, linked by infinite zig-zag heterochiral chains (space group C2/c) by mutual

H-bonds of the CH,—H:--O=C type.

Zelinsky’s dilactone 1 has a long history of interest in the
synthesis,!=5 optical resolution,® spectroscopy (CD, VCD)67
and theoretical (MP2/6-31G*)¢ studies. However, its structure
was not determined by X-ray diffraction (XRD), MW or GED
in contrast to its bridged homologue 3 (XRD).? At the same
time, the geometry of norbornane 5 and norborna-2,5-diene 6,
possessing the parent bicyclo[2.2.1]frame rigid system, was
investigated thoroughly by the XRD analysis of their plastic
crystals.%-10

Dilactone 1 also tends to form plastic crystals owing to its
globular shape.!! However, the polarity of 1 and intermolecular
H-bonds prevent such a formation. Nevertheless, in an effort to
increase the crystal structure ordering, the XRD analysis of 1f
was performed at a low temperature.

The aim of this study was to compare the structural charac-
teristics of 1 with available XRD and theoretical data for bicycles
3,312 610 and y-lactones.!3-14 [XRD data for the structure of 2
are unknown (see refs. 5, 7) and those for 5 are unaccurate®].
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t Crystallographic data for 1: at 110(2) K crystals of C;HgO, 1 are
monoclinic, space group C2/c, a =10.379(16) A, b=8943(15)A, c=
8.477(13) A, B = 114.22(6)°, V="717.6(19) A3, Z =4, M = 156.13, d,. =
=1.445 g cm=3, uy(MoKa) = 1.20 cm-!, F(000) = 328. Intensities of 1236
reflections were measured on a Smart 1000 CCD diffractometer at 110 K
[A(MoKa) =0.71072 A, w-scans with a 0.3° step in w and 10s per
frame exposure, 26 < 55°], and 618 independent reflections (R;,,, = 0.0157)
were used in the further refinement. The structure was solved by a direct
method and refined by the full-matrix least-squares technique against F2
in the anisotropic—isotropic approximation. Hydrogen atoms were located
from the Fourier synthesis and refined in the isotropic approximation.
The refinement converged to wR,=0.1302 and GOF =1.091 for all
independent reflections [R, = 0.0447 was calculated against F' for 546
observed reflections with /> 20()]. The number of the refined parameters
was 67 (the ratio of the refined parameters for observed reflections was
more than 7). All calculations were performed using SHELXTL PLUS
5.0 on IBM PC AT. Atomic coordinates, bond lengths, bond angles and
thermal parameters have been deposited at the Cambridge Crystallo-
graphic Data Centre (CCDC). For details, see ‘Notice to Authors’,
Mendeleev Commun., Issue 1, 2001. Any request to the CCDC for data
should quote the full literature citation and the reference number 1135/81.
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The main characteristic feature of the molecular structure of
dilactone 1 with C, symmetry in a crystal’ is the sense of its
skeleton twist as synchro-(+,+) (t,=1.8°) and synchro-(—,-)
(r,=-1.8°) for (R,R)- (Figure 1) and (S,S)-enantiomeric forms,
respectively, which is in accordance with the ab initio model
(MP2/6-31G*, 7, = 0.9°)6 of enantiomer (R,R)-1.

The analogous twist character for a bicyclo[2.2.2]skeleton
was observed for dilactone (+)-3 in a crystal without the reten-
tion of C, symmetry (z,=[4.4| and |4.6|°)8 and confirmed by
DFT (B3LYP/6-31G*) models of homochiral dilactones (R,R)-3
and (R,R)-4 [a single synchro-(+,+,+)-twist form, 7, = 2.9° (3),
3.1° (4)].12

As expected, the planarity of the lactone group [C-C(O)-O-C,
7] and the folding of the dilactone ring [the fold angle between
mean planes of lactone groups is ¢ = 109.0° (XRD)," 110.2°
(MP2)] in 1 increased as compared with 3 [¢ = 124.9° (XRD)8].

Considering the framework of dilactones 1, 2 as a fusion of
two 7y-lactone rings in the envelope form, it is of interest to
compare the sense of their lactone groups twist with that in
v-lactones, which mainly exist in the envelope conformation
(XRD).!4 However, neither statistical XRD datal4 of y-lactones
nor an experimental study of y-butyrolactone 7 by MW spectro-
scopy!> cannot evaluate the character of twist related to the
enantiomeric conformation!® of the y-lactone ring. For this reason,
we performed DFT calculations* of 1, 2 and 7, according to
which the lactone group of the enantiomeric envelope confor-
mation of a molecule of 7 is reversely twisted (7, =-2.1°) as
compared with that of the y-lactone envelope conformation in
(R,R)-1(r)=1.2°), 2 (r, = 1.4°) of the same enantiomeric form.

This interesting effect is displayed in chiroptical properties,
namely in the opposite sign of the n—m* Cotton effect (CE) of
(R,R)-1¢ and y-lactones!’? with the same enantiomeric confor-
mation ring (see 7). Previous correlations!”-18 between the sign
of the n—t* CE and the y-lactone ring enantiomeric conforma-
tion did not take into account the sense of twisting of the lactone
group. On the other hand, a correlation between the twist sign
of the C-NH-CO-C system in lactams and the sign of the n—m*
CE was a subject of special interest,!8 and had an opposite
relationship [(+)-7,, (+)-CE (n—m*) and vice versa]'® as com-
pared with that for lactones.

As can be seen in Figure 1, a strong compression of endo-
cyclic bond angles at bridgehead C(1)/C(4) [Xw 4o = 303.5°
(XRD), 305.3° (MP2)6 and 304.7° (DFT)#] and carbonyl C(3)/

¥ The geometries of dilactones (R,R)-1, 2, bicycle 6 and y-butyrolactone
7 were completely optimised at the density functional theoretical level
(DFT) with the conventional 6-31G* basis set using procedures imple-
mented in the Gaussian 94 program system.2! For the DFT calculations,
a hybrid approach based on Becke’s three parameter functional?? was
employed (Becke3LYP). Convergence criteria for the density matrix
were set to 1x10-8. All calculations were performed on an SGI Power
Challenge computer. The calculated energies (in hartrees) and dipole
moments (in debyes) are —572.46501 and 4.78 (1), —493.81629 and 4.63
(2), -271.47728 (6), -306.49261 and 4.48 (7), respectively.
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Figure 1 Molecular structure of dilactone 1. Atoms C(4), O(5), C(6),
0(9), and C(11) are symmetrically equivalent to atoms C(1), O(2), C(3),
0O(8), and C(10), respectively. Selected bond lengths (A) C(1)-0(2)
1.491(3), C(1)-C(6) 1.536(3), C(1)-C(7) 1.530(3), C(1)-C(10) 1.490(3),
0(2)-C(3) 1.366(3), C(3)-0O(8) 1.193(2); selected bond and dihedral
angles (°): C(1)-0(2)-C(3) 106.3(1), C(1)-C(6)-0O(5) 106.3(2), C(1)-
C(7)-C(4) 92.8(2), O(2)-C(1)-C(6) 102.6(2), O(2)-C(1)-C(7) 101.7(2),
0O(2)-C(1)-C(10) 110.0(2), C(6)-C(1)-C(7) 99.3(2), C(6)-C(1)-C(10)
117.5(2), C(7)-C(1)-C(10) 123.0(2), O(2)-C(3)-0O(8) 123.2(2), C(4)-
C(3)- 0(8) 130.4(2), C(1)-0(2)-C(3)-C(4) (zy) 1.8, C(1)-O(2)-C(3)-O(8)
-179.8

C(6) carbon atoms [105.5° (MP2)¢ and 105.6° (DFT)#] beyond
their normal values (109.5° and 120°) leads to an increase in the
p- and s-character of these carbon hybrid orbitals in ‘internal’
and ‘external’ bonds and hence to lengthening and shortening
of these bonds, respectively. A comparison of the crystal struc-
ture of 1 with statistical XRD data for y-lactones [C(1)-O(1)
1.350(9) A, C(1)=0(2) 1.198(7) A, C(1)-C(2) 1.515(7) A, C(4)-
O(1) 1.462(8) A; see numbering for 7]'4 and bonds of the types
(C)3—C-Me (1.534 A) and (C);—C-CH,—C (1.538 A)13 confirms
this tendency, except for shortened C(7) C(1)/C(4) bridged bonds
of 1 (Figure 1), whose length corresponds to the average XRD
value for C sp3-C sp3 type bonds (1.530 A).!3 The shortening
of C(7)-C(1)/C(4) bridged bonds (C sp3-C sp3 type) as com-
pared with C(l) C(6)/C(4) —C(3) bonds (C sp3—C sp? type) of the
dilactone ring of 1 in a crystal, is in agreement with the MP2
(1.527 A and 1.531 A)6 and DFT models (1.537 A and 1.543 A).#
Interestingly, for norbornadiene 6, the sequence of bond lengths
of the Csp3—C sp3 [bridged C(7)-C(1)/C(4) bonds: 1.555(1)
(XRD),!0 1.552 (MP2)!0 and 1.560 A (DFT)#] and C sp3—C sp?
types [C(1)-C(2)/C(6) bonds: 1.536(1) (XRD),!0 1.533 (MP2)!0
and 1.545 A (DFT)#] is reverse, as compared with dilactone 1.

On the other hand, an increase in the folding of the dilactone
ring boat of 1 {decreased C(1)--C(4) distance [2.216 (XRD),
2.220 (MP2)6 and 2.213 A (DFT)?] and the angle of folding
[¢ = 110.7° (DFT)*]} and almost equal characterictic top angles
C(1)-C(7)-C(4) [92.8(2)° (XRD), 92.2° (MP2)¢ and 92.1°
(DFT)#] are observed, as compared with the boat of a six-
membered ring [C(1)- C(4) 2.247 A, ¢ =115.1° (DFT)] and
the bridged angle value in norbornadiene 6 [C(1)-C(7)-C(4)
92.5(1)° (XRD), 92.4° (MP2)10 and 92.0° (DFT)?], respectively.

An increased folding of the boat ring in 1 should also result
in an increased strain in the skeleton of 1, as compared to 6.
However, the strained folded frame structure of dilactone 1 is
probably stabilised by the dominated through-bond intramolecu-
lar interaction of ester groups,!® in spite of preferred through-
space intramolecular interactions between two ethylenic moie-
ties10:20 in 6.

Figure 2 Hydrogen-bonded heterochiral chain in the crystal structure
of 1. Geometry parameters of short C(10)-H(10B)--O(8) contacts: H---O
240 A, C-03.393(3) A, C-H---0 155°, H--0=C 122.7°.
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Thus, the experimental sense of twist of dimethyl-dilactones
(1%, 38) in crystals is confirmed by ab initio models for 1-4 in a
free state. In addition to data on the torsional energy surface of
(R,R)-216 and (R,R)-4!2 obtained by the MM2(91) method, these
results show that the above twist sense for lactone groups in
bridged dilactones 1-4 is a common tendency to form a ground-
state conformation. The preference of the found enantiomeric
forms over the possible diastereomeric synchro-(+,+)-(R,R)- and
synchro-(——)-(S,S)-twist forms can be explained by more favour-
able intramolecular dipole—dipole interaction of C=0O groups.!2.16

This work was supported by the Russian Foundation for
Basic Research (grant nos. 00-03-32738 and 00-03-81187BEL)
and INTAS (grant no. 99-0157).

References

N. D. Zelinsky, Ber. Dtsch. Chem. Ges., 1891, 24, 4006.

K. Auwers and H. Kauffmann, Ber. Dtsch. Chem. Ges., 1892, 25,3221.

R. Fittig, Liebigs Ann. Chem., 1907, 353, 3221.

A. R. Mattoks, J. Chem. Soc., 1964, 4845.

R. G. Kostyanovsky, V. P. Leshchinskaya, Yu. I. E’'natanov, A. E. Aliev

and L. I. Chervin, Izv. Akad. Nauk SSSR, Ser. Khim., 1989, 408 (Bull.

Acad. Sci. USSR, Div. Chem. Sci., 1989, 38, 355).

6 1. V. Vystorop, A. N. Utienyshev, V. M. Anisimov and R. G. Kostyanovsky,
Mendeleev Commun., 1999, 229.

7 A.Rauk, J.L.McCann, H.Wieser, P. Bour, I.V. Vystorop, Yu.l.
El’natanov and R. G. Kostyanovsky, Can. J. Chem., 1998, 76, 717
(correction: Can. J. Chem., 1998, 76, 1931).

8 A.B.Zolotoi, S.V.Konovalikhin, L.O. Atovmyan, I. V. Vystorop,
Yu. I. EI’'natanov and R. G. Kostyanovsky, Izv. Akad. Nauk, Ser. Khim.,
1994, 1965 (Russ. Chem. Bull., 1994, 43, 1854).

9 A. N. Fitch and H. Jobic, J. Chem. Soc., Chem. Commun., 1993, 1516.

10 J. Benet-Buchholz, T. Haumann and R. Boese, Chem. Commun., 1998,
2003.

11 J. Timmermans, J. Phys. Chem. Solids, 1961, 18, 1.

12 A.Rauk, C.Jaime, I. V. Vystorop, V. M. Anisimov and R. G. Kostyanovsky,
J. Mol. Struct. (Theochem.), 1995, 342, 93.

13 (a) F. H. Allen, O. Kennard, D. G. Watson, L. Brammer, A. G. Orpen
and R. Taylor, J. Chem. Soc., Perkin Trans. 2, 1987, 12, S.1; (b)
International Tables for Crystallography, ed. A.J. C. Wilson, Kluwer
Academic Publishers, Dordrecht, 1992, vol. C, pp. 685-706.

14 W. Scheizer and J. Dunitz, Helv. Chim. Acta, 1982, 65, 1547.

15 J. C. Lopez, J. L. Alonso, R. Cervellati, A. D. Esposti, D. G. Lister and
P. Palmieri, J. Chem. Soc., Faraday Trans., 1990, 86, 453.

16 1. V. Vystorop, A. Rauk, C. Jaime, I. Dinares and R. G. Kostyanovsky,
Khim. Geterotsikl. Soedin., 1995, 1479 [Chem. Heterocycl. Compd.
(Engl. Transl.), 1995, 31, 1280].

17 A.F. Beecham, Tetrahedron Lett., 1968, 3591.

18 D. N. Kirk, Tetrahedron, 1986, 42, 777.

19 D. C. Frost, N. P. C. Westwood and N. H. Werstiuk, Can. J. Chem.,
1980, 58, 1659.

20 R. Gleiter and W. Schafer, Acc. Chem. Res., 1992, 23, 369.

21 M.]J. Frisch, G.W. Trucks, H.B. Schlegel, P.M.W.Gill, B.G.
Johnson, M. A. Robb, J. R. Cheeseman, T. Keith, G. A. Petersson, J. A.
Montgomery, K. Raghavachari, M. A. Al-Laham, V. G. Zakrzewski, J. V.
Ortiz, J. B. Foresman, J. Cioslowski, B. B. Stefanov, A. Manayakkara,
M. Challacombe, C. Y. Peng, P. Y. Ayala, W. Chen, M. W. Wong, J. L.
Andres, E. S. Replogle, R. Gomperts, R. L. Martin, D. J. Fox, J. S. Binkley,
D. J. Defrees, J. Baker, J. P. Stewart, M. Head-Gordon, C. Gonzalez
and J. A. Pople, Gaussian 94, Revision D.1, Gaussian, Inc., Pittsburgh
PA, 1995.

22 (a) A.D.Becke, J. Chem. Phys., 1993, 98, 5648; (b) A.D. Becke,

Phys. Rev. A, 1988, 38, 3098.

[ N SOV I S

Received: 15th January 2001; Com. 01/1747


http://www.turpion.org/info/lnkpdf?tur_a=mc&tur_y=1999&tur_v=9&tur_n=6&tur_c=1192
http://dx.doi.org/10.1139/cjc-76-6-717
http://dx.doi.org/10.1139/cjc-76-12-1931
http://dx.doi.org/10.1039/A804842H
http://dx.doi.org/10.1016/0166-1280(95)04217-T
http://dx.doi.org/10.1016/S0040-4020(01)87486-X
http://dx.doi.org/10.1063/1.464913

