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1)

In the preceding communication™, structures of pachysandiol-B and pachysonol
were reported as the friedelin type triterpenes Ia and Ib except for the configu-
ration at C-16. Now the structures including stereochemistry were confirmed by
the X-ray analysis of 3-O-acetyl-16-O-p-bromobenzoylpachysandiocl-B (Ic¢).

Single crystals of Ic were obtained from CHZClz-MeOH solution, mp 264-266°,
CygHg40,Br, Dobs=1.210. The unit~-cell which contains four molecules of Ic, is

orthorhombic (space group P2 21) with parameters a=15.58, b=30.88, c=7.40 A.
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Intensities of 1765 reflections from equi-inclination ﬁeissenberg photo-~
graphs of this crystal taken along the c- and a-axes with CuKo radiation were
estimated visually. The structure was solved by the heavy atom method and refin-
ed by the block diagonal least squares methods to an R-factor of 15.2 %. The
absolute configuration was determined from the comparison of Bijvoet pairs.

The perspective view of the molecule so derived is shown in Fig. 1. It con-
firmed the molecular structure of 3-O-acetyl-16-O-p~bromobenzoylpachysandiol-B as
Ic in which the hydroxyl group at C-16 is in B-configquration and the other part
of the molecule is the one predicted from the chemical and spectroscopic studies.
It should be noted that five six-membered rings A, B, C, D, and E in this mole-
cule are in the chair-chair-chair-boat-boat conformation. This is different from
the manner in the structure of friedelin (Id) which was predicted by Corey and

2) as all-chair conformation based upon the 2-D X-ray analysis of

Ursprung
friedelan-3a~-ol chloroacetate.

By the consideration of the molecular models and the calculation of inter-
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atomic distances based upon the X-ray structure, it was found that the available
conformations for five rings of friedelin type triterpene are restricted to two
conformations, namea S and F, if rings A, B, and C are in chair form., The one is
a chair-chair-chair-boat~boat conformation appeared in the structure of Ic depict-
ed above and the other is an all-chair conformation where E-ring is intermediate
between chair and boat, probably corresponding to that appeared in friedelin.

The dihedral angles between H(C~16) and H(C-15), H(C~16)-~C(1l6)-C(15)-H(C-15
@)=29.8" and H(C-16)-C(16)-C(15)~H(C~15B)=146.2", are in good agreement with the
values 32° and 143° calculated from the J-value of H(C-16), 9.0 Hz, in the NMR

3,

spectrum of Ic in CDCl3 using the Abraham's eguation It means the molecule in

solution keeps the same conformation as in the crystal at least in D-ring.

The NMR spectral)

of the related derivatives of pachysandiol-B show that two
stable conformations, S and F, are actually existing: the S conformation is kept
in all the compounds having a l6B-substituent, while the F conformation is kept

in the l6-epimeric derivatives. Detail will be published elsewhere.
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