CZECHOSLOVAK ACADEMY OF SCIENCES

5th CONFERENCE ON ISOPRENOIDS

LIBLICE, SEPTEMBER 1873

The Conference is organized by the Institute of Organic
Chemistry and Biochemistry, Czechoslovak Acaden.y of Sciences,
Prague



CONTENTS

Organising Committod co.vvvovcvovorvenssnas i1
Plenary 1ecturesd ....vecvcevonaccasasesasoens 118
Abstracte of pspera

8) on aterolds .........vccrererncctiiasens 1 = 40
b) OD TOTPENRS cccvvevrevsrvsvesnosnssonses 41 = 59

List of AuthOrs ..svovvrcesersvsovensnscresn 60, 61



Ing, 2. Prechisks, Cie
Manbers :
Ing. J. Fajiked, DrSe Ing. ¥v. Loked
Or. N Holwb, InGe Ing. ¥. Sanda, CSe
Dr. A. knsal, CSe Xir. J. Hlwve

Dr. L. Koboat, CSc Ing. J. Zd{melovs



PLENARY LECTUBRES

D, Arigomi

¥.A. Sait, ¥Y.F. Incherov, E.¥V. Semencovaky

ilie 8 Bio ti
like eds of

7.¥. Goodwin

4.R. Dandewaki

[ ts of Totsl of Steroidg.

K.D. Berrew

K. Sebreiber

[} al tion of 8l Solacemm
Alkaloids to Pregnane Derivetives.



-} -

AVOCETIN: STRUCTURE AND BIOSYNTHES IS
D. Arigoni
Bidgendesische Technische Hochschule, Zarich

Avocetin, a new metabolite from the fungus Anthostows avo-
cetta, ham besn shown by extensive chemicsl degradation to

poasess structure I

The suapected sesquiterpencid neture of the gompound has
been subatantiated by subsequent biosynthetic studies.
Specifically, the compound is formed from farnesyl-PP via

8 bicyclic intermediate, formation of which involves an un-
sxpected and stereospecific 1,)~hydride=-shift. The stereo-
chemiatry of the foreation of the isopropyl group will be
discusaed in detail mnd extension of these findinge to the
biosynthesia of longifolene in higher plants will be pre-~

sented.



COMPUTER CONSTRUCTION OF GTANDARD STERQID MODE LS

P, Sedmera®, A. Vitek® and Z. Semek®

2 Institute of Microbiology of Czechoslovak Academy of
Sciences, Pragua

b Inatitute of Organie Chemistry and Biochemistry of
Czechoslovak Academy of Sciances, Prague

Numerical models of several basic steroid skeletons were
constructed by computer on the basis of g;ometric conside-
rationa uaing only the weighted averaged vslues of the na-
tural ecoordinates. The resulting Cartesian coordinetes were
voed to evaluate the geometric facters in the calculation
of long-range shielding effects in the PMR spectra. Examp-
les involving the effects of axially symmetric polsr groups

are given.
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STRUCTURAL IMPLICATIONS OF METHYL SIGNAIS IN PROTON MAGNETIC
RESONANCE SPECTRA OF TRITERPENES
M. Bud®3fnsky®, P. Sedmers” end 4. Vystr&il®

8 Institute of Organie Chemistry and Biocheaistry, Czecho-

slovak Academy of Sciences, Prague
Institute of Microbiology, Czechoslovak Academy of Scien-
cea, Prague
¢ Department of Organic Chemistry, Charles University,Prague

b

P¥R apectrs (100 MHz)} of about 250 triterpenoid derivatives
with lupane skeleton were measured and the methyl signals in
poesitiona 4a, 48, 108, BB, and 14z have baen assigned. The
shielding inerements of 75 different substituents in indivi-
duel positions were determined by the lemst~squares method
{using sn electronic computer). The possibilities of wethyl
signala msaignment and the aspplication of the additivity
prineiple of shielding increment values of substituents to

structural analysis of triterpenea are discussed.



STRUCTURAL ASSIGNMENT (OF SECONDARY AMD TERTIARY MBTHYL
GROUPS OF NATURAL SESQUITERPENES BY PMR SPECTROSCOPY
Z. Sanek

Ingtitute of Orgenio Chemistry and Biochemistry,
Czechomlovak Acedemy of Sciences, Prague

No abatract.



CHIROPTICAL PROPERTIES OF DITERPENOIDS WITH ARDMATIC RING C
G. Snatzke
tshratuhl fir Strukturchemie der FUB, D 463 Bochum,BRD

No mbatract.



Circular Dichroism
of Substituted Steroidal Dienes

M. Kielczewaki
Institute of Chemistzy
University of Pozrnat Poland
Chemistry Department, Stanford University, USA

The effect of achiral subatituents placed in the plane of
the ¢ bonda of the chiral diene system upon the magnitude of the
Cotton effect of 4~ W ¥ transition was investigated.

A number of compounds of different substitution patterne
were subjected to C. D. measurements and the results are dis-
cussed in connection with the exieting C. D. theories.
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THE STERIC COURSE OF THE INITIATION STEP OF ELRCTRO~

PHTLIC IBOPRENOID CYCLISATION
W.i.Bait, N,T.Mustefaeva, 4.V.Semenovsky, V.F.Kucherov
§,D.Zelinsky Institute of the Organic Chemiatry, Acadexy
of Bclences, Moscow, USSR

Methods for ths synthesia of trane-CD J(C;‘l'.l3 )0-011031205.20(.'053(1) wers
developped and dorresponding D3-m103- of geranic seter(II) and geranyds
acetone (III) wers prepared from I.With the use of thess model compounds
the steric course of the initial step of electrophilic cyclisation =thad
of the addition of “axternal" electrophile X* to 2,3-double bond- wes
studied for the met of the known initieators.The stereospecificity of the
reaction was evaluated with the help of P.M,B.~data for gem-substitusnte
in the cyclic products IV and ¥V, It was shown that complete sterecspecie
ficity could be achieved only for reagents like 0?3000!15* or BS*, On the
other bhand complete nonstereospecificity was observed for the protondin-
duced cyolisation of II and III, It was alsoc found that in ths case of
carbocationic initiators (e.g. X'z (21!3(.)%2+ oz 01!300+) one may cbserve
both sBterecapecific and non-stersospecific course of the reaction de-
pending on the nucleophilicity of 6,7 =doudble bond, For example, the
addition of these reagenta to 2,3=double dond in II proceeds in non=-
stwrecspecific manner, wheresas the same reactions with II1 reveal com-

paratively high-degree of stereocspecificity.
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A NEW ANIOROTROPIC REAHRARGEMENT OF STRROIDS AND ITH MECHANIENM
T.¥,Tiyukhine sod A.7.Kamernitexy

¥.D.Zelinski Institute of Organic Chemistry, Academy of Bciences
of the UBSR, Moscow, UBER

The study of the previously discovered resrrangement[1] of
the stercoid acetoxy-spoxides under the action of MelgX was carried
out with the use of deuterated analogs=epimeric at C-20 20-deutero-
=20=acetoxy-16«,17« = epoxy-stercids (I).It was shown that 3,16« ,
20-trihydroxy-20-methyl-pregnanes (II),resulting in thia case,con-
tain all the deuterium present in I, Thus this rearrangement ls
proved to include the hydride shift., This fmet as well as the
known analogles peraits to suggeat the mechanism of this novel
rearrangement as proceeding via the formation of chelate complex
with the participation of the carbonyl oxygen atom of the acetoxy-
group and oxygen atom of the oxide ring,followed by intramolscu-
lar 20—+17 hydride shift.In the case of B-configuration of 20-ace-
toxy-group the rotation around ¢«17-C=20 bond is nscessary for
the chelation and tbhus the reaction proceeds with the retsntion
of configuration at C-17.The name Akhrem's rearrangement ls propo=-
sed for this reaction,

CHy CHy  Chy

0Ac O!t
ey o
2 MetgX j:ﬁ .M Memgx

Ta

Rafarencu
1. AJA,Akhres, T.V.Ilyukhins, Isv.Aked,Fauk 888R, Ser.khim.d,
192 (1966): 3,710 (1967),
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SYNTHESIS AND EREACTIONS OF VICINAL SUBSTITUTED
HALOGER CARBAMOYLOXY STEROIDS
P. Grops and K. Ponsold

Central Institute of Microbiology and Experimental Therapy
of the Academy of Sciences of German Democretic Republic
Jene

Vicinal substituted halogen earbamoyloxy steroids were sym-
thesized from vicinal halogen hydrins of atercids

#) by reaction with isocyanatee and )

b} by reamction with phosgens to the chloroformic acid

esters and following reaction with emines or ammenia.

By heating under solvolytic conditions these compounds resct
under 0=5 ring closurs to cyclic carbonates of the correspon—
ding eia~dinls. A connection between the configuration of the
vicinal substituents and the reactivity to C=5 ring closure
is given.
By heating under besic conditions the title compounde resact
preferably under N=5 ring closure to 2-oxazolidones end if
the basic conditions are strong enough by hydrolysis of the
oxnzplidones to cis-amino alcohols too. Connections between
the nature of the substituent st the carbamoyloxy group {e.g.
sliphatic, aromatic or sulfonic meid group) and the reactivi-
ty of the compounds to N~5 ring closure on one hand end be-
tween the steric arrsngement of the vicinal groups snd the
reactivity to N=5 ring closure on the other hand are presen-

ted.
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DELTA~T-STEROLS IN SOME BUIGARIAN PLANTS
S.5. Topov, N. Msrekov and Chr. Dilov

Institute of Organic Chemistry,
Bulgarian Academy of Sciences, Sofia

No abstract.
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4 BOVEL REACTION OF 16 (1% = EPOXY - 168~METEYLBTEROIIS
lo?ommtgl I.V.V.leh, AJ.A.Axhrea

H.D. Zelinsky Institute of Organic Chemistry of icademy
of Bclenses of the URSR, Moscow, USSR

The reaction of 16,17 ~epoxy~168-methylsteroids with sulphurie
sc1d and acetic anhydride results in 16,17-cyclosulphates of 16,1% ~
dihydroxy=168-methylsteroids. The direction of the reaotion does not
depend oz the presence of carbonyl= or hydrasone =~ or acetoxy groups
at C=20,The structure of theme cyclic sulphag¢es is proved both by phy-
sico=chemical and chemiocal msthods, The new rea_ctl.on is common at least
for ditertiary oxides and includes the opening of the epoxide ring by
action of ecetylsulphuric¢c acid to give monoacetylsulphate and then
intermolscular scylation by mixed anhydride. The 16,1% =cyclosulphates
of &Y —3-ketom, a?* = 3eketo-, &% - Jketo -, &' ~I-keto—6. ~wethyl-,
a} 3-keto -6« =chlor—snd AY =3-keto-21-acetoxysterolds were obtained
in this way.

)
Chy o, oy N o
C= Ac0 —C-H he0-c-4

ﬁ'{:’“s '—"ﬁ:gr‘ ﬁ/x,
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A NOVEL REACTION FOR SYNTHESIS OF l7a~-SUBSTITUTED
16e¢-HYDHOXY-20-KETOSTBROIDS
A.V.Skorova, A.A.Akhrem, A.V.Kamernitzky and A.M.Turuta

N.D.Zelinsky Institute of Organic Chemistry of Academy
of Sciences of the US3R, Moscow, USSH

Under scidic conditione the hydrazones of léa,l7a-epoxy-
-20~ketosteroids undergo s selactive cleavage of the ’
ClT-O-bnnd accompanied by introduction of & hydroxy or
agetoxy group at 17-position. This observation allowa to
devalop a general msthod for the synthesis of 1T7g=-substitu=-
ted l6e~hydroxy—-20~ketosteroids. The method consists in the
reaction of hydrazone of ketooxides with the suitable nuclao—~
phili¢ reagents. Thus the reaction of 20-hydrezone of 16,17a-
—epoxy-20-katu5terdid with methanol, thiolacetic acid or
hydrazoic acid followed by removal of hydrazone proteetion
resulta in 17c-methoxy-~, 17a—thiol- or l7e-azido=léa—hydroxy-
~20-katostercids reapactively in high yields.

The mathod may be mlso uged in monocyclic series.

CHy CHy Gy ey
CmN-NHZ C=N-HHZ C=0

¢=0
£ 7 K

K= O.Me SH Ny
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AN UNUSUAL REACTION OF 3p-ACETOXY-16a 17-EPOXY=5-
«PREGNEN=20~ONE WITH DIMETHYL SULFOXIDE

M. Koecor®, L. Tonaszlweknb, A. Kezubeki®

s) Inatitute of Orgenic Chemistry, Polish Acadenmy of
Sciences, Wersaw
b} Institute of Chemistry of the University of M. Kopernik,

+

Torun

In continuation of our investigstions on dimethyl sulfo=-
xide oxidation of ateroid epoxides we attempted to oxidize
3p-acetoxy-16c,17-epoxy-5-preghen-20-one with DMSO,

The oxidstion wes carried out et 98 = 100°C for 30 hours
under introduetion of air through a cepillary. After normal
working up two crystalline products have bsen isolated. The
structure of these producte will be discussed.

The resulte of this resction differed from eimilear resc-
tions cerried out with other steroidel epoxides. In the resc=
tion of 48,5-epoxy-l7a-methyl-17p-hydroxyendroetan-3=cne, 3p=
-acetoxy-5f,6-epoxyandroaten-17-on¢ and 6a,7-epoxyandrost-4-en—
=3,17-dione with DMSO we obteined a-hydroxyketones in ever) cape.
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SYNTHECIS OF THE NOVEL TYPE QOF 16,17-SUBSTITUTED STERQIDS-
-16,17-EPIMERIC THIOCARBONATES
A,¥. Turuta, A.A. Akhrem, 2.I, Tateaine and A.V. Kameraitzky

N.D.Zelinsky Institute of Organic Chemistry, Academy of
Sciences of the USSR, Moscow

The method of directed aynthesis for the new class of steroid
compounde=-16(0),17(S}~thiocarbonates have been developed. Zpi-
merie 16,17~epoxypregnenolones were umsed as starting material.
The interaction of the 16,17-gpoxypregnenolones with thiocya-
ni¢ acid proceede with cleavage of .a carbon to oxygen bond st
C~17 with the introduction of SCN-ion in a-~position to ¢arbo-
nyl group. The following intramolecuwlar gcyclizetion of the
vicinal thieceyanochydrins and hydrolysis of the eyclic imines
gives the title compounda. The cyclization of the trans~168g,
17a=-thiocyanchydrin is accompanied by epimerization at C-16.
The structure and the configuration of obtained products wes

proved by CD and NMR spectirs.

coc
: o"* Cocky
> s_a‘_xo
HSCH- CyHo¥ &Sjj' .
RO RO ro
R=H, A¢
COC:i” COCH,
Tern -..5
. 2 C=NH
oH oH 0 "
RO RO
COCH,
""_%"“CO
"R ANY

RO RO
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16=SUSTITUTED STEROIDS CONTAINING NITROGEN

I. Neiaz-Vincze, Gy. Schneider, A. Vass and XK. Kovécs

Inatituts of Orgunic Chemistry of
the Jbzsef Attila University, Szeged, Hungary

Condensation reactions of 16-formyl-l7-keto-steroids were
carried out with acid amides, urethanes, amino scids and
formamide, - The addition of primary smines to lé-methylene-
~17-keto-steroids gave lé~slkyleaminomethyl derivatives. -
l6=Aminomethyl=17=hydroxy-steroids were prepared by the re-
duction of l6-azidomethyl~l?~hydroxy compounds and by the

Ritter reaction of the four-membered ring ether.

L cmon 0 q @_
CH-NH-C-X
Y™ s Yy
0

Yy s Py
—_—
OH ,-NE, AN ol
2V
‘“:‘ 1A
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REACTION OF SOME VICINAL DIBROMIDEBS
WITH SILVER FLUORIDE IN WATER
A. Kesel

Institute of Orgeni¢ Chemistry 2nd Biochemiatyry,
Czechoslovak Acsdenmy of Scisnces, Prague

E.rliorl

we have reported reection of 3f-acetoxy-5,6a-dibro-
mo-B-nor-5p-cholestans with ailver flooride ip water lesding
to 3p~acetoxy-5,5p-epoxy=-B~nor-5g-cholestane snd B-por-5-
-cholest sne=3P,4p=diol monoacetates. In this paper we dias-
cuss the behaviour of homologous dihromides I snd II respec-
tively under identical conditions., Product distribution in
the former ceee is interpreted in terms of CS-Br icnieation
and subsequent reactions of the csrbonium fon IIXI. In the
latter cees ws bring evidence for the formstiom of both epi-

bromonium ions IV snd V.

<)y

1. A. Kass), Coll.Czech.Chem.Commun. 37, 3095 (1972)
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B=NORANALOGUE OF CORI'ISOL
v. Sands, J. Fajkod and F. Sora

Institute of Organie¢ Chemistry and Biochemistry,
Czeechoslovak Academy of Sciences, Prague 6

B-Noranalogus of cortisol wea synthesized by two umambiguous
routss., Sturting from cortisgl the 15-step reaction esequence
wag accomplished by using selestive protective resotions fol-
lowed by the ring contraction aethod developed by Sorm ana
Dykovél. By an alternstive route, involving biological hy-
droxylation, identical compound was prepsred from B-norana-
logue of Reichkstein’s substance S, the syntheeis of which

has been described previouslyz.

1. Sorm F. end Dykové H.: Coll.Czech.Chem.Commun. 13, 407
(1948)

2. Senda V., Fajkod J., Sore F. and Protivae J.: Coll.Czech.
Chem.Commin. 37, 2807 (1972)



FURTHER MICHAEL ADDITIONS TQ STEROIDAL 3«KETOTRIENES
T, Cynkowski and M. Koedr

Institute of Organic Chemistry,
Polish Acadewy of Scisnces, Warsaw

Nu adetract.
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SOME STEROIDAL AZIDES AND THEIR REACTIONS

W. Kroszczyneki, M. Gumulke and M. Kocér

Institute of Orgsnic Chemistry,

Polish Academy of Scisnces, Warsaw

No abetract.



FURTHER ADDILION TFACTIGRS TO STERCIDAL 3-KETO-1,4,6-TRI.I-S
T.Cynkowaki, M.Gumika and K.Kocédr
Institute of Organic Chamistry
of the Polish Academy of Scienceas

‘Jarsaw, Poland

J=keto-1,4,0-trienes I react with activat.d methylaene groups
/Michael ronction/ yielding the adducts IIa, IIb, III, IV anu Ve
The walonute awuucts IIg una ITb resp, were catalycically hy-
drogenated wifording vartially amu fully sabturat.d keiones

VIa, VIb and VIc resp. Tha lattar compounus hava been used as
bhapten formation promoiors in the investigation of steroldal
metabolism in animals, The aduwct III is Jorn:d as tie result
oi two subsejuent reactions i.e. the normel Michael addition
anid the aldol reaction of 3-keto group with methyl Irom aceto-
acetate mojety., The action of alkall on III affords the T-ace-
‘ton;yl derivative ;"III formed via hydrolysisa, rastroaldol reaction
and decarooxylation,

Tho trienes Ia or Ib resp., react also very easily with hydrazo-
ic acid to give 1-azido-3*=keto-4,6~dienes Ii, very susceptive
to alkali and acids.

ST T o
;c..:::;g\j\ s
U= foos ,dér

- = Wwa at
w5 28 LN b FLw
- Tasen < san
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SINTAESIS OF SOME OXADSRIVATIVES OF 19-NORSTEROIDS

M.Eocor and A,Kurek
Inetitute of Orzamic Chemistry
of the Polish Academy of Sciances

Warsaw, roland

'IQ-Nor-sp-androstnn-‘l'?P—ol——}—one acetate /I/ has bsun converted
into the 3=oxaateroids II any III by a series of reactlons,
proceeding via 2,3-secoderivatives..

The atructures of the new compounds II and III were confirmed
by spectral and analytical data. ’

Phy possibility of dehydrogenation of II and III to staroidal
«-pyrone derivatives will be discussed.

Ofc O
H 0 H
o —> —> 0
H H
COOCH,
T [ 4o COOCH,

\
A

—

\

HP COOCH,
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THERMOLYSIS OPF 3TEROIDAL KITRATE ESTERS
P, Hodogan and Mirela Ficulesau
Inatitute of Chealatry, Cluj, Ronania

Following apectrometrically the thermal cleavage of the ONO,
group in e seriea of relatively simple stsrol acoonitrates,
oorrelations 0ould be satablished bstween the measured balf
timea and sterlo (struotural) faotors, Thus in a oonforaer pair
the thermal deconposition of the axial pitrate group proosads
faster than that of the eguatorial ove. The aterioe nfdrance,
aa wll as a homcallylioc double bond, ipcremses the decompo-
sition rate oonsiderably, A marked influence of the configura-
tion at C-5 was observed ip the 6 /i-pitrato steroids.

The reaction produots were: unaaturated compounds, ketones,
aloohols, and in certain cases nitriles or pitro derdivatives.
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TOTAL SYNTHESIS OF B-SUBSTITUTED STEROIDS

G.M. Segal, K.A. Akopyan and I.V. Torgov

Institute of Chemistry of Natural Products,
Academy of Sciences of USSR, Moscow

No abstract.
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Photooxidation of 5ﬁ-acecoq-zﬂ-norchola-s,‘l6,20/22/-tr1ene
by M. Eocér snd W.M. Wojciechowska

.Inatituteof Organic Chemistry of Polish Academy of Sciences,

Warsaw,

The title compound, obtained by scandard method from 16-dshydro-
Pregnenolone acetate was irradiated with visible light in th: pre-
sence of methylene dlue, Two pairs of compounds wers odtained, to
which we assigned on the basis of spectral data the atructures IIa,b
or IIIz,b, resp.,In a s:.rles of reactions presented below the hydro-
peroxides IYa,b were converted into compound IV, 'the separation of
both isomers was achieved at the stage of acetates/ reaction b /,

The epidioxides IIla,b were reduced by Zn~acetic acid, and at
this stage scparated into both diastereoizomera, and subsequemtly
acetylated to Va or Vb resp.

AcO L]
S5

OzH

™~
H
a,b o,b
a)red. Zn-AcOH a)red. Zn-AcOH - s¢p.
B)Ac0fR; - sep. -
5 Mno:j b) Ac,0/P,
= 0
~0AC Offc
““,- Oﬂc + opc

L} Va vb
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DIELS~AIDER ADDITION TO 3@-ACETCAY=24-~NORCHOLA-5,16,20/22/~
TRIENB

M. Xocor and #.M. Wojcischowska

Institute of Organic Chemistry, FPolish Acadexy of Sciences,
Warsew

The titls compound was sudbmitted to Diels=~Alder reaction
with sethyl scetylenedicarboxylate and acrylonitrile.

The structure of the ndduet.a II, III and IVa,b has been elu-~
¢idated on the basis of aepectral data and their sromstization
to benzene derivatives V, VI, and VII,

: CO Me
CHICHCN
AcOD I #“

SagRipae f%}w

i

Joj,,qd/c
220° JOPPd[C
210°

AN

=

— ¢hiorani{

i

\
1<i
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STEREOSPECIFIC REDUCTION OF DOUBLE BCNDS IN STEROID SERIES
S.N. Ananchenko
Institute of Chemistry of Natural Products,

Academy of Sciences of USSK, Moscow

No abatract.
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STEREOCHEMISTRY OF DEHYDRATION OF ISOMERIC 20~-HYDROXY-30-
-NCRDERIVATIVES OF LUPANE
J. Klinot, E, Klinotovéd, N, Hovorkovd and A. Vystriil
Department of Organie Themistry,

Charles Univeraity, Prague

Jdn reaction of (20R)~38,28-diacetoxy-30-norlupan-20=pl with
phosphorus oxychloride or tosyl chloride in pyridine
519(20)-nlefin with exocyclic double bond is formed predo-
minantly in addition to s small smount of (20S)-chloro deri-
vative., Op reaction of (20S8)-isomer under the seme conditions
substitution is preferred and (20R}-chloro derivative ia
formed as the main product; in olefini¢ fraction .020(29)-
clefin and rearrangsd product wers identified. The astructures
of the products have been elucidated by chemical tranaforma=
tions and infrared, ultraviolet and NMR spectire. The steric
course of dehydration is discussed with respect to the inter=-
sctiona of the side chain with l2~methylene group in transi-
tion ptoete and on it: basis the assignment of configuration

to isomeric 20~hydroxy-3O-porderivatives ia confirmed.
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ABSOLUT:= CONFIGURATION AND CONFORMATION OF LUPANE SIDE CHAIN
DERIVATIVES

A. VystrZil, 2. Blechs, V. Kitelek, V. Pouger
Department of Crgenic Chemietry, Cherles University, Fregue 2

Reducticn of aeveral 30-nor-20=lupsnons derivstivea yisl«
ded 0(20)-ep1neric hydroxy derivatives (I, II, R = OH), whieh,
according to their sdaopptivity, ¥ (0H) and chemical ahifts of
C(20)R end 0(30)H3. form two configurationslly homogeneous who-
les. Using the benzoete rule configurstion 20R end 20S wee
spsigned, Coupling conetsnts J(IQH-EOH} and C.D. of acetotes
I,II,R3 = OAc indicete the dominant conformetion at a given
configurstion on C(Zo). For the determination of absolute coh=
figuration on C o4, in 29-gsubstituted lupsne derivatives, the
Basyer-Villiger oxidetion of epimeric 29-lupasnsl derivetivea
(I,R3 = CHO) wes used; eimple conversions of (20R)- ant (20S}=
=lupane29-8l derivetives enobled the assignment of sbsoluta
configurstion to epimers I, R = COOH, COOCH,, COCY, CONHC(CHJ)3,
COCHy, CH,OH.

11
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NEW TRANSFORMATIONS OF DINYDROLANOSTEROL

0.E. Edwards and Z. Paryzek*

National Research Council of Canada, Ottawa, Canada

The deamination of a %z-aminopregnan-ll-one derivative
resulted in migration of the methyl group on C-10 to C-%.
Attempts have been made to extend this reaction teo the lanostane
series, to provide a method for synthesis of the cucurbitane
skeleton.

Functionalization of carbons 5, 6, B and 9 in the
lanostane molecule has been achieved by thermolysis of the
epimeric 38-acetoxy~ll-oxolanostan-7-yl azidoformates., The
structures of the products were deduced using '’C mr and
ORD-CD spectra.

A second approach to the cucurbitane skeleton using

9q-oxygenated lanostane derivatives will be described.

*On leave from the Institute of Chemistry,

A. Mickiewicz University, Poznan, Poland.



REDUCTION OF ESTRADIOL 3-KETHYL ETHSR WITH LITHIUM IR FMPi
¥, Kotlarek, L. JabZoriski end S. Mejer

Institute of Genaral Chemiatry
Academy of Agriculture, Wrociaw, Poland

6-Methoxytetralin as a model for A-aromatic steroids
was reduced under different conditions using lithium and
aleohol in HMPA /hexamathyl phosphori¢ triamide/. Im moast
cases the formation of complex mixturea was observed after
working up with hydrochloric acid., The product composition
was found to be dependent to s high degres oo the reactiom
conditions. The results mnalogical to thoss obtained by the
Birch reduction were gained only at low temperature /~40°C/,
and on gradual additiem of a lithium solutiom in AMPA-TRP
to a solution of 6-methoxytetralin. Application of this
procedure to u'trndiol 3-methyl ether resulted in « high
¥ield of 19-nortestoaterons.
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THIO-STEROIDS

S. Schwarz and (Mrs.) G. Weber

VEB Jenapharm, Bereich Forschung gnd Entwicklung,
DDR-69 Jena, Otto-Schott-Str. 13

In the course of studying the synthesis of antifertile acting
steroida, compounds containing sulphurie groups, attached to
an aromatic A-ring became of interest. Accordingly, as ex-
smples in this field, compounde 1«4 have been pfupared from
estrone.

Structure elucidation of the synthesized compoundis was per—
formed by means of physical methods, e.g. CD-measuremsnt in
order to determine the chirality of sulphur in 2a and 2b.

Compounda 1-4 have been investigested in bio-assay.

= om

1 (CH,},CH-5-R
N yem e czcH

2a: (R)-(C&i3)20H-BO—_R
2p:  (8)-(CH3),CH-SO-R
3: (CH3)2CH-602-§

4 B-5-5-R
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HYPOBROMITE CXIDATION OF CHOLESTEROL. A REINVESTIGATICON
J. Gawrohski, A. Gaat

Institute of Chemistry, 4. Rickiawicz lniversity,
Poznaf, Poland

The two-phase cholesterol oxidation reaction by the alkaline
hypobromite aolution was studied. Under these conilitions the
Diels” acid was obtained with the yields approx. 50%, making
thin reaction convenient for preparation of the ring A~nir
derivatives.

4 number of other by~products of thias reaction were separated
and characterized. These products, along with the additionsl
experiments carried out, provide an evidence that in the
course of the reaction unique allyliec oxidstion oecurs prior
to the convergion of the 38-hydroxy group into the carbonyl

£roup.
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STEREQCHEMICAL STURIBS CF SOME A~-HOMOCHOLESTANE DERIVATIVES
H. Velgovd, V. lernf and F. Sorn

Inatitute of Organic Chenmistry and Biochemistry,
Czechoslovak Academy of Scisnces, Prague 6

In extention of our previous work!™3 on 66-acetoxy~A=homo-Sa-
~cholestanes we prepared a eeries of 6f=acetoxy—A-homo-Sa-cho=
lestane derivstives bearing oxygen substitusnts at the 4e-po~
sitien. Conformation of the A-ring in 4aa=hydroxy-, 4fi=bromo=
-4az~hydroxy- and 4f-bromo-4ap~hydroxy derivatives and 4a=bro-
wo- and 4B-bromo-4a=keto derivatives wes atudiid on the basis

af‘ IR, ORD and NMR measurenents.

1. Velgovd H., Jernf V.: Coll.Czech.Chem.Commun. 35, 2408 (1970)

2. Velgové H., lernf V., Sorm F,: Coll,.Czech,Chem.Commun, 36,
3165 (1971)

3. Velgovd H., .Carrw V.: Coll.Czech.Chew.Commun. 38, 575 (1973}
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THE SYNTHESIS OF SOME NEW STEROID GLUCOS IDES
P. Kotovsky¥, K.K. Koashoav™ and Z. Prochézka

Ingtitute of Organigc Chemistry and Biochemistry,
Czechoslovek Academy of Sciences, Prague 6

On reaction of hydroxy steroids with 2,3,4,6~tetra=O=ascetyl-
-g~D=-glucopyrancayl bromide mixtures of anomerie steroid
2lucosideos havu baen prapared. :hese mixtures ¢ould not be
saparated directly either by crystellization or chromatogra-
phy. Therefore, 4 combinstion of chemical and chromatographic
steps had to be used in order to obtain pure anomers. Confi-

guration of the glucosidic bond has been determined by PMR.

¥ On leave from the Institute of Organic Chemiatry, Academy
of Sciences of Kirghiz SSR, Frunzs.
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2,3,5~-TRIPHERY LTETRAZOLIUM CHIORIDE AS OXTDATIVE REAGENT FOR
11§,17a,21-TRIHYDROXY~1,4~PFRGNAD IEN-3 , 20-DIONE (Prednisoclone)
M.d, Smocekiewics and J. Jasicsak

Departsent of CGenersl and inalytical Chemistry,
Inatitute fer Geod Sciences,
School ef Bconemics, Peznsil, Peland, Marchlewskiego 146/150

Oxidation preducts eof 118,17a,21,trihydrexy-1,4-pregondien~3,20~
=dions (mainly steroid«21-glyoxalie scid and 17~ketosteroeid)}
were characterized by UV, IR and MR spectrs, alse by chemical
snd slesentary analysis after column and thin layer chromate~
graphy.

The authors propess two different sschanisme of the exidetien
resctions depending on the presente or absenca of water in

the medium.
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THE EFFECT OF THE NITROGEN ATOM IN THE SIDE CHAIN ON
THE MICROBIAL DEGRADATION OF STERCID ALKALOIDS

I. Beli® and H. Sofié&

Biochemical Institute of the Medical Paculty, University
of Ljubljana;
Chemical Institute ® Boris Kidri& *, Ljubljana, Yugoslavia

In contradistinction to the known microbial degradation
of stercids, leading via l,4-dlene-3-keto intarmediates
to low molecular welght compounds, tomatidine is dehydro-
genated by Nocardia restrictus to 1l,4-tomatadiene-3-one,
but no further degradation can be observed. The same re-
sults are obtained with dihydrotomatidines which have the
ring F intact. When the ring F is opened, the amino group
is acetylated and the resulting acetylated compound seems
to be no good substiate for dehydrogenation by Nocardia
restrictus,.
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SYRTHASIS OF THE STEROIDAL ALKALOID LEPTINIDINE

H. Ripperger, E, Hohne und K, Schreiber

Inptitute of Flant Biochemistry, Research Centre of Mole-
culer Biology and ledicine of the icademy of Sciemcea of the GDR
Halle (Saale), Germen Democratic Republic

Leptinidine (II), the aglycons of glycosides ocourring in
the South American wild potato Solanus chacoense Bitt.,

wag syntheslzed startiung from tomatideunol (I), The stereo=~
chemistry of an intermediate and soms mtereoisomeric by-pro-
ducts has been investigated by means of IR-, NMR-, and ORD-

spectroscopy as well ss by X-ray analysis.

i O

i~



A CONTRIBUTION TO TH& CHEXISTRY OF BUXUS ALKLLCIDG

Z. Votlicky ang V. Paulik

Institute of Chemistry, Slovek Academy of Sciences
809 33 Bratislava

It has been found that the carbonyl group et C-3 of
the steroid skeleton need not be e relisble chromophore,
when determining the configuration of the neighbouring
wethyl group.

It has further been shown that artifects of Buxus
alkaloids are formed during the separation process due
to the enhanced acidity of the hydrogen in d-position to
the C=16 garbowl group.
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Synthesis of Some Mono~ and Bi Pre;

2. Tuba, J. T6th and G, Ssepesi
/Chemical Works of Gedeom Richter Ltd,, Budapest I, Hungery/

In comnection with cur synthesis of mono~ and bis-amino
stercide, we have pald a 1little attsntion to the ring cpening
reaction of the 16,17~epoxy~20-keto systems, with different
amines., The direct mddition of smines to l6e .1‘k,-opon-—2o-koto
steroids, sliua rise not to 16f~amino-1in(-tydroxy~20-keto steroids
as claimed in u series of patents, but rsther to rearranged
compounds which have a D=hamo-gteroid structure,

The piperidine sdduct prepared by imdirect routs through
the 20=ketal has a methyl peak at 134 ops in the n.m.r. spectrnm,
while the piperidine adduct prepared by dirsot routs bas s methyl
psak it 84 cps and nones further downfield., The well knewn tendency
of 17=hydroxy=20=keto sterocids to undergo Dshamosamulations
under basic conditions would produce such s methyl group.

We have separuted the products and confirmsd their struc~
tures by synthetio and spsctrosooplc msthods,

The possible mechanism of the rearmagemsst will be given, too.
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SINTHESIS OF 19-HYDROIYANALOGUES
OF STEROIDAL 1INSECT HOHMONES

by M.Kocér and 4.Cieplak

Tustitute of Organic Chemistry
Poliah Academy of Scliences
Aarsaw, Poland

Using 19-hydroxy-androst-4-eue-3,17-dione (I)
a8 starting material in a series of reactions
described below 19-acetoxy-SP—androst-7-ene-14a-
01-3,6,17-trlone {IV) has been obtained,

The iodide (V) was prapared and some attempts
of its attachment to IV im position 17 have been

carrisd out.
H 1}chloranil
2)NH§/NH5
1 II
1)Ac0/Py
A0 2)Cr0,/t~BuCH
*
HzlPd.CaGOE
ROy

NEHCO, ,J5/H,0 -

/ CHMgd
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PHYTOECDYSONES OF AJUGA TURKESTANICA AND SERRATULA
SQGDIANA

I.L. Zateny, B.Z, Uspanov, M.B. Gorovits, N.K. Abubakirev

Institute for Chemietry of Plant Producta
Uzbek SSR Academy of Sciencea, Teshtent, USSR

From the roots of A. turkestanice Bge. ecdystsrons (I)
(0,031%), cyasterone (II) (0,009%) and a new phytoecdysone -
- turkestsrone (III) {0,043%), Coqly,0gs smorphous, [u]%2
+52,0° (CH,0H), ,7t°z“5°“ 244 na (1g X 3,95); V m“ 3300~
~3500, 1660 c¢m 1, havo been ieolated. The msos-spcctrun of
IIT dieplays base peaks at m/e 460, 442, 424, 379, 361, 343,
325, 99 snd 81. The NMR-spectrum of III (05H5H, HMDS): 1,12~
-cls; 1,18—019; 1,24-026 end 827; 1,45—021. Acetylation
of product III led to a mixture of amorphous 2,3,11,22-tetre-
acetate (IV), Cy5H5.01, and 2,3,11,22,25-pentnscetate ),
CyqHg 0,5 MNMR - spectrum of IV (CDCly): 0,85-Cpg; 1,05-
=Cygi 1,13 end 1,18-Co¢ ond Cpoj 1,21-Cpy. ALl the sbove
deta permit to jdentify III es 1la,20R - dihydroxyecdysons.

From methenolic extrsct of S. sogdiens Bge. leaves O,17%
of ecdysterone (I} and 0,027% of viticosteroas E (VI) have
been isolated end the latter partislly being synthetised from
. Acetyletion of I gave a mixture of 2,3,22=-triscetate (VII)
and 2,3,22,25=-tetrascetate (VIII). By methanolie KHCO; hyd-
rolyais of product VIII viticosterons E hes been obtained.
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KICROBIOL. HYDROGENATION OF 17a-ETHINYLESTRADIOL
K. Schudbert, G. Reae and C. Hérheld

Coentral Institute ef Micrabiolegy and Experimental Therapy
of the Acedemy of Sciences ef Gerwan Demecratic Republic,
Jena

The firet snzymatic hydrsgenatien of an aresatic systes of
stereids is descrided. 17a<Ethinylestredisl {17a-Ethinyl-
«1,3,5(10)-estratriene-3,17p=d1iel) has been trsnsformed by
Aspergillius flavue te 10p-Hydroxy-19~ner-sthistersne (17a-
~Ethinyl-108,17p-dihydrexy~4~sstrene~3=onse).
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RYDRCXYLATION CF 16-METHYLENE IERIVATIVES (F PREGNANE SERIES
WITH CUNNINGHAMELLA BLAKESLEANA
R. M(&kovd, J. Protiva and V., Schwars
Resesrch Institute fer Pharmscy snd Biochesiatry, Pregue

Micrebisl hydroxylation of lTa-scetoxy-l6-methylene-4,6-pregaa~
diene=3,20-dione and its &=chlors derivative with Cuaningha-
mells blakesleans was etudied. Fermation of 15-hydroxy cem~
pounds wae sbhesrved, in the formsr case accompanied by reduc-
tien of the 6,7-deuble bond. Depsndence of the coeurse of bie-
transformatisn sn the structure of compsunds sudbstituted dif-

ferently ie dlscussed.



- 44 =

HYDROXYLATION OF PHENOL~STEROIDS IN C=2, C=4 AND BOTH POSITIONS
B. Matkxevice
Biochemical, Genetical Groups of "AJ." University,
Sszeged, Hungary

The -2 and C~4 monosubstituted and the C-2,4 disudatituted
phenclic atercida wers syntheeised by a ceabinatien er a 4i-
rect applicstion of the methods of Werbin and Helewsy, Nieder
and Vogel, and Patten.

The first prepared meno- and dinitre phenslic stereids were
purified by celumn chromatsgrephy, and then reduced te the
corresponding smines with Zn pewder in acetic acid/HCl. The
amines wers cenverted to the diszsnium chlorides, and finally
by means of ecetic mcid/EC1 and Zn dust in the presence of
coppsr (II) sulphate to the corresponding mono~ ar dihydroxy
phenclic stercids. '

In all cases the two types of aono- and disubstituted sstrone
derivatives were reduced with sodium borohydride in methsanol
to the corresponding estradiol (17=A) derivatives.

The lecture gives an acceunt of the experimental difficulties
of the ocutlined method.
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SOLID STATE PHOTOCHEMISTRY OF GIBBERELLIN 13 DERIVATIVES
G, Adam and B, Voigt

Inatitute for Plant Blochemiatry
of the Academy of Sclences of German Democratic Republic
47 Halle / Sasle, GIR

Photvolysis (A max:> 300 mm) of 3-dehydro gibbersellin 13
methylester (I} in the crystalline state leads under £2 + 2]
cyclonddition to two stereoisomeri¢ ¢yclobutane-type phboto-
dimers for which structures are proposed on the basis of
physical data. Further irradiation of hoth compounds gives
under loss of carbow dioxide the correspouding ring A aromatic
dimers., The same photodecarbexylation process takes place upon
photolyeis of I as & thin ftlm or of the crystallire frse
enone acld leading to the correspouding moocmeric phenolic
cempounds.
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SOMKE NFEN TEANSFORMATIONE TN THR S @ G

RELLIC ACID AND ERIATRD DITERPENOIDS
E,P,Serebryakov, N.B.Kobrina, ¥.F,Eucherov

{Zelinsky Institute for Orgenic Chemistry,
the USSR Academy of Sclences, Moscow)

Attempts to transform gibberellin 13(1) into the corresponding
3~keto=acid (II) on treatment with neutral MaO, lead to the dilac-
tone (III). The photolysis of the 3-keto-gibberellin 13 msthyl
ester (Ila) gives rise to the tetracyclic phemol (IV), The geometry
of Ila implies that the reason for the easy photo-elimipation of
the lactone bridge may be due to the overlap between 7, -orbitals
of the system cac=c=o with the lactonic c~o - & -orbital. In the
saturated keto-lactones (V-VII) an mlogoﬁa overlap between A —~
orbitals of the keto=group and lactonic c~o0 bond also facilitates
the photo~elimination of the lactonic bridge which in thie case
leads to cyclopropane-containing products.

ON =
Xl(,H ) R=H 14

x=0, R=H
o X0, R=Me

-t

[EIRE 3

|
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THE STRUCTURE (F 3-CANENE NITRCGATE
J. Harmatha®'®, T, Norin®, Z. Samex®

® Institute of Organic Chemistry snd Biocheaistry,
Czechoslovak Acedewy of Sciences, Prague
® Swedish Forest Products Hessarch laboretory, Stockhelm

In order to etudy the possidle structursl chesnges of
J-carens in the process of nitroestion, the structure of
3-carene nitrosate and its degradation products wes sluci-
dated by means of PR, IR and wase spectremetry. ‘!ho J=carene
nitrosete, obtained under the conditions used {nitrosstien hy
smyl nitrite + pitric acid + scetic acid st =20°C), 1a s dimer
of two menthans units substituted 1a the pesitions 3 (WO greup)
and & (-‘.'Z'I'.'3 group) with the unchanged position of the 3-carems
double bond. The paper gives details on structural apalysis.



STEREOCHEMISTRY OF THE SESQUITERPENIC LACTONE MONTANOLIDE AND
RELATED SUBSTANCES

K, Holnh, Z, Seme¥ and S. Vad{Zkov4

Inatitute of Organie Chemistry and Filoocheminatry,
Czachoslovek Academy of Sciences, Prague, Czechoslovakie

Hative seequiterpenlc lactones wontanclide, isomontanolide, acetyl-
isomontanolide end archangelolide heve been corvelsted chemically,
On epplicetlos of P¥R spectroscopy, CD and ORD measurements,and
benzoate rule formulas with relative and sbaclute configuration

were deduced for tha mentivped native subetances.



- 49 -

HAATHESIS OF RING A-FUSED HETEROCYCLIC TARAXASTANE
DBRIVATIVES

R.S.Indviceak, H.Matuszelewska and I.2ycryriska-Batoniak

Department of Organic Chemietry, Institute of Chemistry
and Analysis, School of Medicine, Poznai, Foland

‘Taraxastan-3-one when treated with ethyl formate and Na-stho-
xide gave Z-hydroxymethylenetaraxastan-3-one, Condensing the
latter with hydrazine hydrate /8o%/ tannntan-[‘j.?-g] -fyrarole
vag obtained. Condensmation with phenylhydratzine did not occur
with cyclization to the pyrszole derivative /by IR and Mame apectr./
Addition of conc, HC1l to the reaction mixture ie necsseary to
produce tnnnstnn-[},2-9]-!‘-pharc1wrlsole. In an analogous
way unnntm-[}.z-ﬂﬂ—ﬂ" -nitrophenyl/-pyrazole, was prepared.
However, the condensation of <-hydroxymethylenetarammetan-3-one
with 2,4-dinitrophenylhydrasine yielded an uncyclised nitrogen
derivative only /by IR/.

Condensing 2-hydroxymethylene-\ -taramsten-3-one with L NOH-NCL
Y-tnnnaten-[LZ-cJ -1zomzole wap obtained., Pischer reaction

of f—tanmstun- s=0ne gave fl—tlmnaten- [B.z-bJ -ind ol



THREE BISABOLOLOXIDES FROM Matriceria chemopnilla L.

L. Novotnf®, K. Ubik®, 0. Mot1® end V. Herout, H. Schilcher®

% Institute of Orgenic Chemistry snd Biochemiatry,
Czechoslovek Academy of Sciencees, Pregue

 scientific Department, SALUS-HAUS Company,
Bruokmihl/Mangfall, Weet Germsny

The structure of (-}=gebissbololoxide-A, m.p. 99-1000,
jsplsted more then twenty yeere sgo by Sorm snd co-workers
from Metricaris chamonills oil has been elucidsted on the
basis of spectral and chemical evidence.

Conditions of GC-seperation of {=)-a=bissbeloloxides-i,-B
and C se well es their mess-spectral fragmentations will
be discussed.
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Structure of Laotarorufin B,

By W.,M. Danlewski and b. Kocédr

Institute of Organic Chemistry of Folimh icademy of Sclencen,
¥arsaw, Poland,

Lactarorufin B (€, B, 0. w/e zsz;E,(]gc' + 24% a.p. 21%°%

Aoax 218 nm, E 10100;\(!:: 3420, ¥356, 3265 (OH), 1732 (C0),

1685 co l(C=C); MR (CD,00CD,) 2H AB quartet 5,13 (J,; 19Hs),

1H 4 5.53 (J 8Hs), 2H 8 6.65, 2H m 7.2 - 7.8 superimposed with

28 broed s 7.47, 4H ocomplex m 8.0 - 8,95, 3 & 8.75, 7 e 8,87)

is a sesquiterpencid lactone isolated from mushroom Lactariua ru!us]'.
The comparison of the NMR spectrum of lactarorufin B with that of
lectarorufin 11’2'3'4,a sepquiterpens obtained by us from the same
gpecien, showed that in lactarorufin B one of the geminal methyles

is replaced by hydroxymethyl group. By carrying out a series of
chemical transformatione connected with full speotral analyeis of the
derivatives obtained, it was proved that lactarorufin B ie indeed

the l4~-hydroxy derivattve of lactarorufin i, The llnBD‘ reduction

of lactarorufin B -3,9-ether l4-tosylate (I} gave lactarorufin A-
-3y9-ether-14d, (II). The comparison of Bu(ap-}3 shifted NKR spectra
of lactarorufin A internal ether and that of the deuterated compound
(II} showed univocally which of the geminel methyls hes been oxidised,
The above transformation almeo proved the stereochemistry of
lactarorufin B shomn by foroula III.

CH:OTS E 1 Hy

Na BDa
omso

C

il 0
1, W.¥. Daniewaki and . Koeédr, Bull. icad. Polon. Sci., Ser. Sci,
Chim,, 18, 585 (1970), 2. ¥.M. Daniewski and M, Kocér, ibid., 19,
553 (1971), 3. W.M, Daniewski, J. Jurcezak, A, Ejchart, L. Kozeraxi ,
and J.ST. Pyrek, ibid, 20, 17 (1972). 4. E. Baranowska end
1.4, Daniewski, 1bid., 20, 3 {1972).
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Se ite oic Constituents of Lectarius Necgtor

By W.M. Daniewski and M, Kocdr

Institute of Organic Chewistry of Polimh Academy of Sciences,
Wareaw, Poland,

Lactariuy negator ie a mushroom, widely distributed
in central Eurovpe, growing mainly in mixed foresta,

Our preliminary experiments on isolstion of its low molecular
weight and neutral constituents have demonstrated, thst it containe
basically the same variety of sesquiterpenes ae it has been isolated
previously by us from Lactarine mfnal. The wain difference in the
composltion of extracte of Lactariue rufus and Lacstarius necator
1ies in thes concentrations of the constituents, and therefore aleo
in the esase of their isolation and seperation. Gensrally Lactarius
necator is richer in the less oxygenated sssquiterpenes from which
the furancid I could de separated relatively easily. The same
compound was 1solated by S, Nomoe et al’ from another fungi i.e.
Poaitopsis insularis, Compound I can be regarded as blogenetic
precursor of lactarorufine; we could d-monetrate that it cean be
converted into lantarorufin & (II)} by persoid oxidation and subse-
quent reduction with NaBH s in woderate yield.

Lactarorufin A slthough alec present in Lactarius necator,
was found in much lower concentration than in lLactarius rufue,
Purther experiments on isolation of other sesquiterpences froa
Lactarius neoator are in progress,.

CHOH
a) {0
NaBH,
H
. H
! &

1, W.M. Danjewski and , Kocdr, Bull., Acad. Polon, Sci., Ser. Sci,
Chim,, 18, 585 (1970).

2. S. Nozoe, H. Matsumoto and S. Ursno, Tetrahedron Letters, 1971,
3125.
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THE DITERPENCID COMPOUNDS OF THE OLECERSINS OF SOME SIBRRLAN
COXIFEROUS SPECIES
¥.§. Peategova

Institute of Organic Chemietry of Siberisn Departmsat of the
Academy of Sciences, RMovosidirsk, USSR

No abstrect.
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NEW DITERPENOIDES FROM TEUCRTUM CHAMAEDRYS L.
D,P.Popa and A.M.Reinbold
Chemical Institute of Moldavian Academy of Sciences,
Kishinev, USSR
In connection with the study of 1soprencids from the plants
of the famlly Labiatae we have 1sclated from Teucrium chamaed-
rys L. four new diterpenoid bitter principles wich were named
as teucrin B,FE,F and G.
The investigation of teucrines by chemical and spectroscoplc
methods showed them to have the structures 7-4 respectively,
It was established that teucrines are related to the diterpe-
noid fursnolactones with a rearranged (#-5, 10—9) labdan ske-
leton, all they have in molecules two ¥ -lactonic rings, one
of which 18 situated in & -position to furan, and another one
in positicn Cu-cs.On the basis ¢f NMR and mass spectroacopic
data wap esteblished the positions of hydroxy groups in (1-4),
double bond in (3} and epoxy group in (4),
The stereochemistry of these substances was determined by ORD

and CD meaSurements,

s Ry= Ry=OH, Ry=R,=M

2. Ry=Ry=R,=H, Ry=0H

3o Ry=Ry=R, R,=R,=O0H; -
4, 2,3-epoxy=-(3),
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NEY JUVENOIDS JITH CYCLOrROFANZ SYSTEM
M.Kocoér, W.Sobdtka and R.Sterzycki
Institute of Organic Cnemistry
of the Policin Academy of Sciences

Wlarsaw, Poland

4 mouilied Sinmone-3mith reaction of farnezol offorded 1-hydro-—
Xy-2-methyl-2-/4 ,8-dimethylnona-3,7-dienyl/~-cyclopropane used
subgequently as the key conf:ou.nd f+: the gynthesis of a serles
ot 1y2,2-trisubstituted cyclopropane derivatives of the general
tormlae I, II ani III resp., where X = CH,OR, Gﬂaolle, Gﬂzlla
and R = Me, BEt, Some of tham revealed a moduerate morphegenetical

activity.
/K/ X
I
= X
RO S
]
X



CYCLOTRICHOSANTAL, A NEW 031 31-NOR-TRITERPRRTE

Marian Kocdér and Jan St. I"k

Instytut Chemii Organicznej PAN, Viarszawa, Poland,
From the leaves of Trichosantea palmata L. /Cucurbitacese/
cycloeucalsnol and a new methylsterol - cyclotrichosantol /f4af, t4el-
dinethyl-zﬂi-attvl-%19-cyc1o-cholest—25—-ene—$—ol/ ware isolated,
The structure of the latter compound was established on’ the basis
of mass slpectra of the parent alcochol, acetate, ketone and 26-nor-
ketone, and was proved by the application of l‘)u.r./{ipm.a’3 shitted
par spectrua. .
chlotriqhosantol is considered as the probable plent stsrols
precursor in the possible bioaynthetic way:
¢ycloartenol =) 24-nathylene—cycloartenocl =P cyclosucalenol =P
cyclotrichosantol =P M1W-d1methyl—st1mst-8,25—dim-¥-ol -»
. ud-methyl-sugmast-?,z-s-dion-jf-ol -» stismnst.-?,25—d1nn—*—ol-b
stigm.ast—-'?—-en-}f-ol =P of —spinasterol.

1 -
cyclotrichosantol
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TRITERPENES OF DATURA INNOXIA MTLL. STRUCTURE OF DATURADIOL
AND DATURAOLONE, .
Marien Kocér and Jan St. Fyrek
Instytut Chemii Orgamnicznej PAN, Warszawa, Poland,
) ¢, K, Atal, K, L, Bedi and B. R. Sharma
Regional Research lLaboratory, Jammu - Tawi, India,

Prom the seeds of Datura innoxia tH1ll. /Solanaceae/ two new
pentacyclic triterpenes, daturadiol /05055002/ and daturaclone
/03034602/' were isolated. Their structures were established

as jp,G’-dihyd.roxar—olean-m—-ene and 6’-hydro:qr—5—oxo—-olaan—-1 2-gne
resp. on the following way:

Daturadiol was transformed to g-amyrin /3p-hydroxy-ol ean—12-ene/
by the moncacetylation, oxidation te keloacetate and lolff-
=Kis2ner reductiony the presence of olsan-12-enc gkeleton was
also proved ny obtaining two characterietic products, by oxida-
tion of daturadiol diacetate with selenium dioxide, i.2, :
11,13/18/-diene and 9/11/,1%/18/=1iene~12,19-dione.

The second nydroxyl group of daturadiol was shown to be secon=
dary - acinl /chemical and upectral evidences/. For the corres-
pondin; -ctons, bagsed on e¢pimerization, deuteration and Ipectrel
provertiea, Hosition 6 was cstablished as the only possible one.
The sicond triterpene, daturaolone, was ocorrelated with datura-

diol as bnth were oxidized to the seme diketone.



YHX BEVISKD STRUCTURE OF FARADIOL AND ABNIDIOL

Jan St. Pyrek

Instituts of Orgenic Chemietry,
Polish Acedemy of Sciences, Werssw

The structures of farediol snd arnidiol wers established
L] JB.ISHW-M and -taraxens, resp.
Rarlier proposed structures were 33.12)’ ~dihydrexy- -
-tarexent and -—taraxens, resp.

The chwaioal and spectral propertise will be gl
cussed, and the reasons for the wrong strocture determd-
oation will be givam.
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THE SYHUCYURES OF FURBAN SESQUITERPENES FRoN

C.K. Atal®, L. EKocir® and J.St. Pyrex®

s) Begiooal Rssearch Laboretary, Jemm-Tewl, Indis

b) Imstitute of Organic Chemistry, Polish Acedemy ef Scisaces,
Tarsaw

Tws osw furen sesquitarpenss were isclated from Nepets
hindostems: *EH-1" 58150, is » secondary alcehol esateining
sp-anseturetsd keto group and s trisubstituted furen ring,
-2 W‘ coptains secondary and tertiary hydraxyl
oreoupe, and a trisubatitoted furem ring, modt probebly with
an oxn growp the position 3.

The chemical and speciral properties and the possible
structures will be diasscuassed.
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