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AVOCETIN: STRUCTURE AND BIOSYNTHESIS 

D. Arigoni

Eidgenoesischa Technische Hochschule, Zurich

Avocetin, ■ naw metabolite from the fungus Anthostoaa avo- 

cetta, has been shown by extensive eheaieal degradation to 

possess structure I-.

The suspected sesquiterpenoid nature of the ooapound has 

been substantiated by subsequent biosynthetic studies. 

Specifically*  the compound is formed froa ferneeyl-PP via 

a bicyclic intermediate, foraation of which involves an un 

expected and stereospecific 1,3-hydrida-shift. The stereo­

chemistry of the foraation of the isopropyl group will bo 

discussed in detail and extension of these findings to the 

biosynthesis of longifolene in higher plants will be pre­

sented .
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CCMPVTER CONSTRUCTION OF STANDARD STEROID MODELS 
P. Sedmera9. A. Vitek* 3 and Z. Samek* 3

a Institute of Microbiology of Czechoslovak Academy of 
Sciences, Prague

b Institute of Organic Chemistry and Biochemistry of 
Czechoslovak Academy of Sciences, Prague

Numerical models of several basic steroid skeletons were 

constructed by computer on the basis of geometric conside­

rations using only the weighted averaged values of the na­

tural coordinates. The resulting Cartesian coordinates were 

used to evaluate the geometric factors in the calculation 

of long-range shielding effects in the PMR spectra. Examp­

les involving the effects of axially symmetric polar groups 

are given.
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STRUCTURAL IMPLICATIONS OF METHYL SIGNAIS IN PROTON MAGNETIC 

RESONANCE SPECTRA OF TRITERPBNES
M. Bud45InnkVa. T. Sedmera**  end A. VyatrCil®

8 Institute of Organic Chemistry and Biochemistry, Czecho­
slovak Academy of Sciences, Prague

b Institute of Microbiology, Czechoslovak Academy of Scien­
ces, Prague

e Department of Organic Chemistry, Charles University,Prague

PMR spectre (100 MHz) of about 250 triterpenoid derivatives 

with lupane skeleton were measured and the methyl signals in 

positions 4a, 48, 108, 88, and 14a have been assigned. The 

shielding increments of 75 different substituents in indivi­

dual positions were determined by the least-squares method 

(using sn electronic computer). The possibilities of methyl 

signals assignment and the application of the additivity 

principle of shielding increment values of substituents to 

structural analysis of tritarpenes are discussed.
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STRUCTURAL ASSIGNMENT OF SECONDARY AND TERTURY METHYL

GROUTS OF NATURAL SESQUITERPENES BY PMR SPECTRCSCOPY

Z. Samek

Institute of Organic Chemistry and Biochemistry, 
Czechoslovak Academy of Sciences, Prague

No abstract.
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CHIROPTICAL PROPERTIES OF DITERPENOIDS WITH AROMATIC RING C

G. Snatzka

Lahretuhl fur Strukturehamie der RUB, D 463 Boehu»,BRD

No abstract.
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Circular Dichroism 
of Substituted Steroidal Dienes

M. Kielczewski 
Institute of Chemistry 

University of Fornah Poland 
Chemistry Department, Stanford University, USA

The effect of achiral substituents placed in the plane of 
the o bonds of the chiral diene system upon the magnitude of the 
Cotton effect of <«■“* h T transition was investigated.

A number of compounds of different substitution patterns 
were subjected to C. D. measurements and the results are dis*  
cussed in connection with the existing C. D. theories.
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THB STKHIC COOHSE OF THE QITUTICB STKP CT KHCMO-

PHTT.TO IBOPHIBOID CTCLISATICW
W.A.Bnlt, M.T.Ilustafaeva, A.V.Senenovsky, V.7.Kucherov
E.D.2elinsky Institute of the Organic Cbenistry, Acadeny 
of Science*,  Moscow, UBSB

Met hod*  for the synthesis of trane^DyCHpCkCHCUgCHgCOCHjd) were 

developped and corresponding D^-analoge of geranlc eeter(II) and geranyl*  

acetone (III) ware prepared from I.Vith the nee of these wodel conpoundn 

the eterlc course of the initial step of electrophilic cyclisation —that 
of the addition of "external**  electrophile X*  to 2,3^ouble bond- was 

studied for th*  set of the known Initiators.The stereospecificity of ths 

reaction was evaluated with the help of P.M.B.-data for gen-aubetituants 

in the cyclic products IV and V. It was shown that coaplete stereospeci*  

ficity could be achieved only for reagents like CT-jCOOHg*  or KB*.  On ths 

other hand couplet*  nonstereoapeclficlty was observed for the protonin- 

duced cyclisation of II and III. It was also found that in the case of 
carboeationic Initiators (e.g. X*a  CH^OCHg*  qj CH^CO*)  one nay observe 

both stereospecific and non-stereospeclfic course of the reaction de­

pending on the nucleophilicity of 6,7 -double bond, for exauple, the 

addition of these reagents to 2,3^iouble bond in II proceeds in non- 

streospeeific wanner, whereas the sane reactions with III reveal com­

paratively high-<iegree of stereospecificity.
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A m AKICBOTBOPIC WTimiXQMtWT 0? BTSIOIDB AMD ITS MBCHA1HSM 

T.V.Ily1’^-'"*  and A.V.Kaasrnitsky

1. A.A.Akhrea, T.V.Ilyukhina, Isv.Akad.Kauk 8SSB, Ser.khia.1, 

192 (1966 h 3,710 (1967).

i.n.7^nmn Institute of Organic Qienlatiy, Acada^ of Sciences 

of the (ESB, Moacov, DBSB

The study of the previously discovered rearrnagenent [1 ] of 

the steroid aoetu^-epoxd-deo under the action of UeMgX was carried 

out with the use of deuterated analoga-eplaoric at 0-20 20-deutero- 

-20-acetoxy-16^,17c< - epoxy-steroids QI).It was shown that 3,16«< , 

2O-trihyuroxy-2O-nethyl-pregnanes (II),resulting in thia easo,con- 

tain all the deuteriun present in I. Thus tills roarrangenent is 

proved to include the hydride shift. This fact as well as the 

known analogies peraita to suggest the nechanisn of thin novel 

roarrangenent as proceeding via the foraatlon of cholate coaplex 

with the participation of the carbonyl oxygen atoa of the acetol­

group and oxygen atcn of the oxide ring.followed by intraaolecu- 

lar 20-^17 hydride shift. In the case of ^configuration of 20-ace- 

toxy-grcup the rotation around C-17-C-20 bond is necessary for 

the chelation and thus the reaction proceeds with the retention 

of configuration at C-17.Tbe none Akhrea's rearrangeaent la propo­

sed for tills reaction.

c«,

Is

CH, CH.

It
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SYNTHESIS AND REACTIONS OF VICINAL SUBSTITUTED 

HALOGEN CARBAMOYLOXY STEROIDS

P. Prop*  and K. Ponsold

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

Jena

Vicinal substituted halogen earbamoyloxy steroids wore syn­

thesized from vicinal halogen hydrins of steroids

a) by reaction with isocyanates and

b) by reaction with phosgene to the chloroformic acid 

esters and following reaction with amines or somonis.

By heating under solvolytic conditions these compounds reset 

under 0-5 ring closure to cyclic csrbonatee of the correspon­

ding eia-diols. A connection between the configuration of the 

vicinal substituents and the reactivity to 0-5 ring closure 

is given.

By heating under basic conditions the title compounds react 

preferably under N-5 ring closure to 2-oxazolidonee end if 

the basic conditions are strong enough by hydrolysis of the 

oxazolidonee to cis-amino alcohols too. Connections between 

the nature of the substituent at the carbamoyloxy group (e.g. 

aliphatic, aromatic or sulfonic acid group) and the reactivi­

ty of the compounds to N-5 ring closure on one hand and be­

tween the steric arrangement of the vicinal groups and the 

reactivity to N-5 ring closure on the other hand are presen­

ted .
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DBUA-7-^TER0IS IN SOME BULGARIAN PIANTS

S.S. Popov, N. Marakov and Chr. Dilov

Institute of Organic Chemistry, 
Bulgarian Acadeay of Sciences, Sofia

No abatract.
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A BOTH. B21CTICB CV 16^1J< . KPOXT . 16B-MBIEXISTS0UB 

A.V.Kaneniltsto, I.V.Veaela, A.A.Akhrea

N.D. Zelinsky Institute of Organic Chemistry of Academy 

of Bcioneoa of the 0B8B, Moscow, UB8R

The reaction of 16,17^ -epcxy-16h*ethylsteroido  with sulphuric 

acid and acetic anhydride roeults in 16,17^ycloaulphatee of 16,- 

dlhydroxy-16B-»ethylBteroida. The direction of the reaction does not 

depend on the pretence of carbonyl- or hydrasone - or acetoxy groups 

at C—20.The atrueture of theae cyclic sulphates ia proved both by phy­

sico-chemical and cheaioal nethods, The new reaction 1a conon at leant 

for dltertlary oxidea and includes the opening of the epoxide ring by 

action of acetylsulptmric acid to give monoacetylsulphate and then 

intermolecular acylation by nixed anhydride. The 16,1%( -oyelosulphatea 
of ft*  -3-ket>», ft!**  “ 3-koto-, - 3-keto ft*  —3^oto^«4 methyl 

4 4ft -3-keto ^hlor-and A -3-keto-21-«cetoxyoteroids were obtained 

in this way.
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A NOVEL REACTION FOR SYNTHESIS OF ITa-SUBSTITUTED

16a-HYDHOXY-2O-KETOSTEROIDS

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 USSR, Moscow, USSR

Under acidic conditions the hydrazones of 16a,17a-epoxy- 

-20~ketosteroids undergo a selective cleavage of the 

Cp^-O-bond accompanied by introduction of a hydroxy or 

acetoxy group at 17-poaition. This observation allows to 

develop a general method for the synthesis of 17c-substitu- 

ted 16a-hydroxy-2O“ketosteroids. The method consists in the 

reaction of hydrazone of ketooxides with the suitable nucleo­

philic reagents. Thus the reaction of 2O-hydrezone of 16,17a- 

~epoxy-20-ketosteroid with methanol, thiolacetic acid or 

hydrezoic acid followed by removal of hydrazone proteation 

results in 17a-methoxy~, 17a-tt.iol- or 17a-azido-16a-hydroxy- 

-20-ketosteroids respectively in high yields.

The method may be also used in monocyclic series.

1-OAle ,SU,Hs
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AN UNUSUAL REACTION OF 36-ACETOXI-16a>17-EPOXY-5- 

-PREC9JIU-2O-0NE WITH DIMETHYL SULFOXIDE

II. Kocor8, L. Toaaesewekeb, A. Kazubakib

a) Institute of Organic Chenietry, Poll eh Academy of 

Sciencea, Versaw

b) Institute of Cheniatry of the Uniaersity of M. Kopernik,

Torun

In continuation of our inaeetigstions on dimethyl sulfo­

xide oxidation of steroid epoxides we attempted to oxidize 

36-acetoxy-16a,17-epoxy-5-pregnan-20-one with DUSO.

The oxidation was carried out at 98 - 1OO°C for 30 houra 

under introduction of air through a capillary. After noraal 

working up two cryetalline products have been isolated. The 

structure of these products will be discussed.

The results of this reaction differed from eiailar reac­

tions carried out with other eteroidel epoxides. In the reeo- 

tlon of 46,5-epoxy-17a-«ethyl-178-hydroxyendroetan-3-one, 36- 

-8cotoxy-56l6-epoxyandrosten-17-one end 6a,7-epoxyandroet-4-en- 

-3,17-dione with DMSO we obteined a-hydroxyketonea in everj ceee
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SYNTHESIS OF THE NOVEL TYPE OF 16,17-SUBSTITUTED STEROIDS*  

-16,17-EPIMERIC THIOCARBONATES

A.M. Turuta, A.A. Akhrem, Z.I. Istomina and A.V. Kamernitzky

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

The method of directed synthesis for the new class of steroid 

compounde-16(0),17(S)-thiocarbonates have been developed*  Epi­

meric 16,17-epoxypregnenolones were used as starting material. 

The interaction of the 16,17-epoxypregnenolones with thiocya­

nic acid proceeds with cleavage of.a carbon to oxygen bond at 

C-17 with the introduction of SCN-ion in a-position to carbo­

nyl group. The following intramolecular cyclization of the 

vicinal thiocyanohydrins and hydrolysis of the cyclic imines 

gives the title compounds. The cyclization of the trans-16p, 

17a-thiocyanohydrin is accompanied by epimerization at C-16. 

The structure and the configuration of obtained products was 

proved by CD and NMR spectra.
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16-SU35TITUTED STEROIDS CONTAINING NITROGEN

I. Weioz-Vincze, Gy. Schneider, A. Vass and K. Kovdcs

Institute of Organic Chemistry cf 
the Jozsef Attila University, Szeged, Hungary

Condensation reactions of 16-formyl-17-keto-steroids were 

carried out with acid amides, urethanes, amino acids and 

formamide. - The addition of primary amines to 16-tnethylene 

-17-keto-eteroids gave 16-alkyl-aminomethyl derivatives. - 

16-Aminomethyl-17-hydroxy-steroids were prepared by the re­

duction of 16-azidomethyl~17-hydroxy compounds and by the 

Ritter reaction of the four-membered ring ether.

HjN-R 
----------->

OH
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REACTION OF SOME VICINAL DIBROMIDES

WITH SILVER FLUORIDE IN WATER

A. Keael

Institute of Organic Chemistry and Biochemistry, 
Czechoslovak Academy of Sciences, Prague

Earlier^*  we have reported reaction of 3fJ-acotory-5,6a-dibro- 

mo-B-nor-5B-choleatano with silver fluoride in water leading 

to 3tJ-acotoxy-5,6P-epozy-B“nor-5B-choleatano and B-nor-5- 

-eholeatene-3B,4B~diol monoecotatae. In thio paper we dia- 

cuea the behaviour of homologous dihromidee I end II respec­

tively under identical conditions. Product distribution in 

the former case is interpreted io terms of C^-Br ionisation 

and aubaequent reactions of the carbonium ion III. In the 

latter case wo bring evidence for the formation of both epi- 

bromonium ions IV end V.

1. A. Kasai, Coll.Czech.Chem.Common. JJ, 3099 (1972)
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B-NORANALOGUE OF CORTISOL

V. fends, J. FsjkoS and F. 5ora

Institute of Organic Chemistry and Biochemistry, 
Czechoslovak Academy of Sciences, Prague f>

B~Noranaloguo of cortisol wee synthesized by two unambiguous 

routes. Storting froa cortiapl the 15-step reaction sequence 

was accomplished by using selective protective reactions fol­

lowed by the ring contraction aethod developed by form and 
Dykov<l. By an alternative route, involving biological hy­

droxylation, identical compound was prepared froa B-norana- 

logue of Reichstein'a substance S, the synthesis of which 
has been described previously1 2.

1. form F. end Dykovg H.: Coll.Czech.Chea.Comaun. 13, 407 

(1948)

2. Sends V., Fajkoi J., form F. and Protiva J.: Coll.Czech. 

Chem.Comnun. 37, 2807 (1972)
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FURTHER MICHAEL ADDITIOtB TO STEROIDAL 3-KETOTRIENES

T» CyakowBki and M. Kocor 

Institute of Organic Chemistry, 
Polish Acadeay of Sciences, Warsaw

No abstract.
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SONS STEROIDAL AZIDES AND THEIR REACTIONS

V. Krooiccynoki, N. Guilka and 11. Kocor

Inatituta of Organic Choaiatry, 

Polish Acadoay of Sciancoa, Warsaw

No abstract.
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FURTHER ADDWiCK HFACTICKS TO STEROIDAL 5-KETO-1,4,6-TRI.St£ 

T.Cyukowaki, M.Gunulka and U.Kocbr 

Institute of Organic Chemistry 

of the Polish Academy of Sciences 

'Jarsaw, Poland

J—keto-1,4,6-trienes I react with activat’d methylene groups 

/Michael reaction/ yielding the adducts Ila, lib, III, IV and V. 

The ualonate a^uucts Ila unu lib reap, were catalytically hy­

drogenated aiiording partially ana fully saturat ’d kotones 

Via, VIb and Vic reap. The latter compounds have beeu used as 

hapten formation proaoiors ir. the investigation of steroidal 

metabolisr.i in animals. The aduucc III is forma as the result 

of two subsequent reactions i.e, the nornel Michael addition 

and the aldol reaction of 5-keto group with methyl from aceto- 

acctate moiety. The action of alkali on III affords the 1-ace- 

tonyl derivative VIII formed via hydrolysis, retroaldol reaction 

and decarboxylation.

The trienee la or lb reap, react also very easily with hydxazo- 

ic acid to give 1-azido-5-keto-4,&.dienes H, very susceptive 

to alkali and acids.

* M»C* C if H
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SYNTHESIS OF SOME OXADSSIWI/ES OF 19-HORSTBROIDS

M.Kocor and A.Kurek

Institute of Organic Chemistry 

of the Polish Academy of Sciences 

Warsaw, roland

l9-Kor-Sp-androstan~l?p-ol-3-one acetate /I/ has been converted 

into the 3-oxasterolds II and III by a series of reactions, 

proceeding via 2,3-secoderivativee..

The structures of the new compounds II and III were confirmed 

by spectral and analytical data.

Ihu possibility of dehydrogenation of II and III to steroidal 

«<-pyrone derivatives will be discussed.

4e< COCCHj

*1 6 COOCHy
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THKM0LT3I3 OP 3MB01 DAL FITRATS BSTBRS 

P» Hodogan and Mirela Wlculescu 

Institute of Cheeiatry, Cluj, Romania

Following spoctroeetrloally the thermal cleavage Of the ONOj 

group in a series of relatively eiaple sterol aooonitratea, 

correlations could bo established between the aeasurod half 

times and sterio (structural) factors. thus in a conformer pair 

the thermal dooomposition of the axial nitrate group proceeds 
faster than that of the equatorial one. The sterio hl’dranoe, 

as well as a boaoallylio double bond, increases the decompo­

sition rate considerably. A narked influence of the configura­

tion at C-5 was observed in the 6^-nltrato steroids. 

The reaction products werei unsaturated compounds, ketones, 

alcohols, and in certain oases nitriles or nitro derivatives.
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TOTAL SYNTHESIS OF B-SUBSTITUTED STEROIDS

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

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

No abstract.
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Riotooxldation of 3^-acecory-2<t-norchola-5,16,20/22/-triene 
by H. Kocbr and W.M. Wojciechoweka

. Institutaof Organic Chemistry of Polish Academy of Sciences, 
Warsaw.

The title compound, obtained by standard method from 16-dehydro- 
pregnenolone acetate was irradiated with visible light in thj pre- 
sence of methylene blue. Two pairs of compounds were obtained, to 
which we assipied on the basis of spectral data the structures IIa,b 
or IIIa,b, reap.In a s ries of reactions presented below the hydro­
peroxides IIa,b were converted into compound IV. ihe separation of 
both isomers was achieved at the stage of acetates/ reaction b /.

The e*4dioxidee  IIIa,b were reduced by Zn-aeetio acid, and at 
this stage separated into both diastereoisomers, and subsequently 
acetylated to Va or Vb resp.
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DIBLS-AIDER ADDITION TO 3B-ACETatZ-24-NOftCHOU-5,16,20/22/- 
TRIE NS

N. Kocor and W.M. Tojciechowaka

Institute ef Organic Cheaiatry, Polish Acadaay of Sciencoa, 
Varan

The title compound was submitted to Diele-Alder reaction 

with aothyl oeetylonodicarboQ'lata and acrylonitrile.

The structure of the adducta II, III and IVa,b has been elu 

cidated on the baaia of spectral data and their aroaatiMtion 

to bencone derivatives V, VI, and VII.

CO^g

colMe
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STEfEOSPECIFIC REDUCTION OF DCUB1E BONDS IN STEROID SERIES

S.N. Ananchenko

Institute of Chemistry of Natural Products, 

Acadeuv of Sciences of USSR, Moscow

No abstract.
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STEREOCHEMISTRY OF DEHYDRATION OF ISOMERIC 2O-HYDROXY-3O- 

-NCRDERIVATIVES OF UJPANE

J. Klinot, E. Klinotovd, N. HovorkovA and A. Vyatrdil 

Department of Organic Chemistry, 

Charles University, Prague

On reaction of (20R)-3B,28-diacetoxy-30-norlupan-20-ol with 

phosphorus oxychloride or tosyl chloride in pyridine 
^19(2O)_oyej.jn exocyclic double bond is formed predo­

minantly in addition to a small amount of (2C6)-chloro deri­

vative. On reaction of (2C6)-isomer under the seme conditions 

substitution is preferred and (2OR)-chloro derivative is 
formed as the main product; in olefinic fraction £^0(29)_ 

olefin and rearranged product were identified. The structures 

of the products have been elucidated by chemical transforma­

tions and infrared, ultraviolet and NMR spectra. The steric 

course of dehydration is discussed with respect to the inter­

actions of the side chain with 12-methylene group in transi­

tion state and on its basis the assignment of configuration 

to isomeric 20-hydroxy-30-norderivativea is confirmed.
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ABSOLUTS CONFIGURATION AND CONFORMATION OF LUPANE SIDE CHAIN 
DERIVATIVES

VyotrSil, Z. Blache, V. Kfefisk, V. Pouter 
Department of Organic Chemistry, Chsrles University, Prague 2

Reduction of several 30-nor-20-lupanone derivatives yiel­
ded C(2Q)-epiiieric hydroxy derivatives (I, II, R^ = OH), which, 

according to their odsorptivity, W(ohj end chemical shifts of 

C(2o)r Bnd C(3O)R3*  configurationally homogeneous who­

les. Using the benzoate rule configuration 20R and SOS wee 

eeeigned. Coupling constants 2OK) 8n<^ '-•D. of acetates 
I,II,R^ = OAc indicate the dominant conformation at a given 

configuration on C^qj- For the determination of absolute con­

figuration on C(2Q) in 29-subatituted lupene derivatives, ths 

Baeyer-Villiger oxidation of epimeric 29-lupenel derivatives 
(I,R^ - CHO) wse used; simple conversions of (2OR)~ ar.-' (20S)- 

-lupsn*29-el  derivatives enabled the assignment of absolute 
configuration to epimere I, R^ ■ COON, COOCH^, COCI, CONHC(CK^)j 

COCHj, CH2OH.

I IX
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NEW TRANSFORMATIONS OF DIHYDROLANOSTEROL

O.E. Edwards and Z. Paryzek*  

National Research Council of Canada, Ottawa, Canada

*0n leave from the institute of chemistry,

A. Hickiewicz University, Poznan, Poland.

The deamination of a 9a-aminopregnan-l1-one derivative 

resulted in migration of the methyl group on C-10 to C-9. 

Attempts have been made to extend this reaction to the lanostane 

series, to provide a method for synthesis of the cucurbitane 

skeleton.

Functionalization of carbons 5, 6, 8 and 9 in the 

lanostane molecule has been achieved by thermolysis of the 

epimeric 38-acetoxy-ll-oxolanostan-7-yl azidoforroates. The 

structures of the products were deduced using 1’C mr and 

ORD-CD spectra.

A second approach to the cucurbitane skeleton using 

9a-oxygenated lanostane derivatives will be described.
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REDUCTIOH OF ESTRADIOL 3-HETHYL ETHER WITH LITHIUM IH HMPA

1. Kotlarek, L. Jablodaki and S. Hajar

Institute of General Chemistry 

Acadeay of Agriculture, Wroclaw, Poland

6-M«thoxytetralin aa a nodal for A-aromatic steroids 

wan reduced under different conditions using lithiun and 

alcohol in HMPA /hexanethyl phosphoric triaaide/. In nost 

cases the fomation of coeiplex nixturea was observed after 

working up vith hydrochloric acid. The product composition 

was found to be dependent to e high degree on the reaction 

condition*.  The results analogical to those obtained by the 

Birch reduction were gained only at low temperature /-<o’c/, 

and on gradual addition of a lithiun solution in HMPA-TOF 

to a solution of 6-metho^totralin. Application of thia 

procedure to estradiol 3-nethyl ether resulted in a high 

yield of 19-nortoetoaterone.
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THIO-STEROIDS

S. Schwarz and (Hrs.) 0. Weber

VEB Jenapharm, Bereich Forsehung und Entwicklung, 
DDR-69 Jena, Otto-Schott-6tr. 13

In the course of studying the synthesis of antifertile acting 

steroids, compounds containing sulphuric groups, attached to 

an aromatic A-ring became of interest. Accordingly, as ex­

amples in this field, compounds 1-4 have been prepared from 

estrone.

Structure elucidation of the synthesized compounds woe per­

formed by means of physical methods, e.g. CD-measurement in 

order to determine the chirality of sulphur in 2a and 2b. 

Compounds 1-4 have been investigated in bio-assay.

1 :

2a:

2b:

1 •

(CHjljCH-S-R

(r)-(ch3)2ch-so-r

(S)-(CH3)2CH-60-R

(ch3)2ch-so2-r

£ : R-S-S-P
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HYPODROMITE OXIDATION OF CHOIESTEROL. A REINVESTIGATION

J. Gawronski, A. Calat 

Institute of Chemistry, A*  Kickiewicz University, 
Poznan, Poland

The two-phase cholesterol oxidation reaction by the alkaline 

hypobromite solution was studied. Under these conditions the 

Dielc acid was obtained with the yields approx. 50%, making 

thio reaction convenient for preparation of the ring A-nor 

derivatives.

A number of other by-products of this reaction were separated 

and characterized. These products, along with the additional 

experiments carried out, provide an evidence that in the 

course of the reaction unique allylic oxidation occurs prior 

to the conversion of the 3B-hydroxy group into the carbonyl 

group.
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STEREOCHEMICAL STUDIES OF SOME A-HOMOCHOIESTAW DERIVATIVES 

H. VelgcvA, V. Cerny and F. 5ora 

Institute of Organic Chemistry and Bioebeaistry, 
Czechoslovak Academy of Seiencea, Prague 6

In extention of our previous work^-^ on 66-acetoxy-A-hoBo-5a- 

-choleetanes we prepared a aeries of 6B-acetoxy-A-homo-5a-cho- 

leatane derivatives bearing oxygen substituents at the 4a-po~ 

Bition. Conformation of the A-ring in 4aa-hydroxy-, 4B-broao- 

-4aa-hydroxy- and 4B-bromo-4afi-hydroxy derivatives and 4«-bro- 

bo- and 4B-bromo-4a-keto derivatives was studied on the basis 

of IR, ORD and NMR neasurements.

1. Velgovd H., Cerny V.: Coll.Czech.Chea.Coouuin. 35 , 2408 (1970)

2. Velgovd H., Cerny V., Corm F.: Coll.Czech.Chea.Common. 36.

3165 (1971)

3. Velgovd H., Cerny V.: Coll.Czech.Chea.Common. 38 , 575 (1973)
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THE SYNTHESIS OF SOKE NEW STEROID GLUCOSIDES

P. Koiorsky, K.K. Koahoev’* and I. Prochizka 

Institute of Organic Chemistry and Biochemistry, 
Czechoslovak Academy of Sciences, Prague 6

* On leave from the Institute of Organic Chemistry, Academy 
of Sciences of Kirghiz SSR, Frunze.

On reaction of hydroxy steroids with 2,3,4,6-tetra-O-acetyl- 

-a-D-gluoopyranosyl bromide mixtures of anomeric steroid 

glucosides have been prepared. Jhese mixtures could not be 

separated directly either by crystallization or chromatogra­

phy. Therefore, a combination 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.
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2,3,5“TRIPHXWYLTBTR420LIVM CH10RIDR AS OIIDATIV1 RSAOSlfT FOR 

lie,17a,21-TRIHYDRaxr-l,4-PI®3MADIXli-3,2O-DI0KI (Pradaioolona) 

M»A» Saoctkiawlo*  and J. Juleuk

Dapartunt af Oanaral and Analytical Chaniatry, 
Inatituta far Goad Scianeaa,

Scbaal af Bcanaaiea, Pasnan, Poland) Marchlavakiogo 146/150

Oxidation product*  af 116a17al21ltrihydr*xy*l l4-pro* oa61on-3(20- 

-diona (nalnly ataroid-21-glyoxalie acid and 17-kotootoroid) 

vara charaetarixod by tW, Di and MR opoctro, alao by chaaical 

and alanantaiy analyaia aftar eoluan and thin layar chronata- 

graphy.

The author*  prapaaa two dlffarant naehanlana of th*  oxidation 

raaetion*  daponding an th*  praaane*  ar abaane*  af watar in 

th*  Mdiua.
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THE EFFECT OF THE NITROGEN ATOM IN THE SIDE CHAIN ON 
THE MICROBIAL DEGRADATION OF STEROID ALKALOIDS

I. Belli and H. Soili

Biochemical Institute of the Medical Faculty, University 
of Ljubljana}
Chemical Institute * Boris Kldrii *,  Ljubljana, Yugoslavia

In contradistinction to the known microbial degradation 
of steroids, leading via 1,4-dlene-3-keto intermediates 
to low molecular weight compounds, tomatldlne is dehydro*  
genated by Nocardia restrictus to l,4-tomatadiene-3-one, 
but no further degradation can be observed. The same re­
sults are obtained with dihydrotomatldines 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 substrate for dehydrogenation by Nocardla 
restrictus.
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SIHTKiSIS OP THE SThROIDAL ALKALOID LKPTINIDIirE

H. Bipperger, E. Hohne und i. Schreiber

Institute of Plant Biochemistry, Research Centre of Mole­
cular Biology and Medicine of the Academy of Sciences of the GDR 

Halle (Saale), Genian Democratic Republic

Leptinldlne (II), the aglycone of glycosides occurring In 

the South American wild potato Solanum chacoenae Bitt., 

wae synthesised starting from tomatidenol (I). The stereo­

chemistry of an interaediate and some atereoisoaerlc by-pro­

ducts ham been Investigated by means of IB-, NMR-, and OBD- 

speetroscopy as well as by X-ray analysis.
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A C0WT3I3JT10N TO THZ CHEXIST-IX OF BUXUS ALKALCHG

Z. Votick# and v- Paulik

Institute of Chemistry, Slovak Academy of Sciences 

809 33 Bratislava

It has been found that the carbonyl group at C-3 of 

the steroid skeleton need not be a reliable chromophore, 

when determining the configuration of the neighbouring 

•ethyl group.

It has further been shown that artifacts of Buxus 

alkaloids are formed during the separation process due 

to the enhanced acidity of the hydrogen in ^-position to 

the C-16 carbonyl group.
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Sratheeio of Sow*  Mono- and lle-daino Prejtnanee

2. Tub*,  J. Tdth and 0. Ssopeol 

/Chead.cal lorica of Qedeon Richter Ltd., Sudapaat X, Hungary/

la connection with cur ayntheele of nano- and bie-aaino 

etoroide, we have paid a little attention to tha ring opanlng 

reaction of the 16,17-epoiqr-20-koto eyataaa, with different 

aainee. The direct addition of eednee to 16ec.ITa-apory-ZO-koto 

etoroide, given rice not to 16^>aaino>-l'Z9(-^iydroxy>20-keto ateroida 

aa clained in a aeriaa of patanta, but rather to reamnged 

coapounda which have a D-h<»o-oteroid otnicture.

The piperidine adduot prepared by indirect route through 

the 20-ketal haa a nathyl peek at 134 opa in the n.n.r. apootma, 

while tha piperidine adduct prepared by dlroot route baa a nathyl 

peak at 84 epa and none further downfield. The well known tendency 

of 17-hydroay-20-kato ateroida to undergo b>haaoaanulationa 

under baalo condition*  would produce auch a methyl group.

Vo hare aeparated the produota and oonfimod their atrue~ 

turaa by eynthatlo and epeotroeoopio aathoda.

The poaeiblo neohaniea of the reamuigeaeat will bo given, too.



- 40 -

SHiTHBSIS OF 19-HYDK0XYAHAL0GUE
OF STEH01DAL INSECT HOHMONES

by H.Kocdr and A.Cieplak

Institute of Organic Cbenistry 
Polish Academy of Sciences 

iVaraaw, Poland

Using 19-tLydroxy-androat-4-ene-3,17-dione (I) 
as starting material in a series of reactions 
described below 19-acetoxy-^-androBt-7-eae-14ct- 
ol-J.6,17-trione (IV) has been obtained.

Tbe iodide (V) was prepared and some attempts
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PHYTOECDYSONES OF AJUGA TURKBSTANICA AND SSRRATUIA

SOGDIARA

I.L. Zateny, B.Z. Uaianov, M.B. Qorovita, N.K. Abubakirov 

Institute for Chemistry of Plant Products

Uzbek SSR Academy of Sciences, Tashkent, USSR

From the roots of A. turkeatanica Bge. eedyeterone (I) 

(0,031%), cyasterone (II) (0,009%) and a new pbytoecdyeone - 
- turkeeterone (III) (0,043%), *"27^44^8 ’ snorP^OU8,la)p^ * 

*52,0° (CH,0H), ZC2H5OT 244 na (1g £ 3,95); V ** 3300- 
J - max max

-3500, 1660 cm , have been isolated. The maea-epectrtn Of 

III displays base peaks at m/e 460, 442, 424, 379, 361, 343, 

325, 99 and 81. The NMR-apoctrum of III (C^H^N, HMDS): 1,12- 

-c18» 1,18-Cjg; 1,24-C26 eai c27’ 1'*̂ -C2i*  Acetylation 

of product III led to a mixture of amorphous 2,3,11,22-tetra- 

acetate (IV), C^H^O^ and 2,3,11,22,25-ponteacotete (V), 

C37H54°13’ “ 9P* ctru“ of 17 (CDClj): 0,B5-C18; 1,05-

-C^g; 1,13 and 1,19-Cjg end Cj?; 1,21-Cj^. All the above 

data permit to identify 111 so lla,20R - dihydroxyecdyeone.

From methanolic extract of S. eogdiena Bge. leaves 0,17% 

of ecdyeterone (I) and 0,027% of vitieoeterone E (VI) have 

been isolated end the latter partially being eynthetiaed from 

I. Acetylation of I gave a mixture of 2,3,22-triacetato (VII) 

end 2,3,22,25-totraecetate (VIII). By methanolic KHCOj hyd­

rolysis of product VIII vitieoeterone E has been obtained.
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MICROBIOL. HTDROGBRATION Of 17a-ETHINYLESTRkDIOL

K. Schub*rt, O, Rm* and C. Hartield

C*ntr*l  Institute *f  Micrabiolegy -and Experimental Therapy 
af th*  Acedeay Seieneea *f  German Deaeeratie Republic, 

Jena

Th*  flr*t  *nxy>atlc  hjrdrag*n*ti*n  af an ar*Mtic  syat**  *f  

staraide 1*  d*aerlb*d.  17a«Ethlnyl*str*dial  (17a-Sthinyl- 

-l,3,5<10)-Mtratrlene“J,17R“diel) has been tr*naf*r**d  by 

lapargillu*  flaeu*  ta 10p-Hydrcxy-19-ner-*tbl*t*r*n*  (17a- 

-Bthinyl-lOP,17R-dihydr*«y-4 “*etren*-3-on*) .
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HYDRCXTIATION CF 16-METHTHNB DERIVATIVES O PRSOKAKE SERIES 

WITH CUNNUCHJJSUA BUKESLEAMA

R. MFikovA, J. Protiva and V. Schnars 

Research Institute far Pharaacy end Blochoaietry, Prague

Mlcrabial hydroxylation of 17a-acct#xy-16-»ethylene-4I6T>regaa 

diono-3,20-dione and its 6-chloro derivative with Cunningha- 

■ella blakosleana was studied. Fernet ion of 15-hydroxy eon- 

pounds was observed, in the forasr ease acceapanlod by reduc­

tion of the 6,7-deuble bond. Dependence of the course of bio- 

tranoferaation on the structure of compounds substituted dif­

ferently is discussed.
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HTDROXILATION CF PHENOI/-$TKBODS IN C-2, C-4 AND BOTH POSITIOJG 

B. Matkevico

Biocheaieal, Genetical Groups of "A.J.’ University, 

Sieged, Hungary

The C-2 and C-4 aonoeubstituted and the C-2,4 diaubatituted 

phenolic atoroida vara syntheeised by a ceablMtion ar a di­

rac t application of the aothode of terbin and Halavay, Niadar 

and Vagal, and Pattan.

Tha first prepared aono- and dinitra phanolic ataraida vara 

purified by coluan chroaatagrephy, and than raducad ta tha 

corraapandlng oainee with Zn pavdar in acatic acid/HCl. Tha 

anlnaa vara converted to tha diaianiua chloridaa, and finally 

by asana of acatic acid/HCl and Zn duat in tha presence of 

eoppar (II) sulphate to the corresponding aono- or dihydroxy 

phenolic steroids.

In all cases the tvo typos of aono- and disubstituted estrone 

derivatives vero reduced vith sodiua borohydrida in aethanol 

to the corresponding estradiol (17-0) derivatives.

The lecture givea an accaunt of the oxporiaental difficulties 

of the outlined aethod.
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SOLID STATE FHOTOCHBUSTRI Of GIBBERELLIH Aj DERIVATIVES 

G. Adam and B. Voigt

Institute for Flant Biochemistry 

of the Academy of Sciences of Genian Democratic Republic 

A O 1 Halle / Saale, GIB

1

Photolysis (A 3°0 tun) of J-dehydro gibberellin Aj 
methylester (I) in the crystalline state leads under (2 ♦ 2] 

cyoloaddition to two stereoisomeric cyclobutane-type photo­

dimers for which structures are proposed on the basis of 

physical data. Further Irradiation of both compounds gives 

under loss of carbon dioxide tbe corresponding ring A aromatic 

dimers. Tbe same photodecarboxylation process takes place upon 

photolysis of I as a thin film or of the crystalline free 

enone acid leading to the corresponding monomeric phenolic 

compounds.

CHj COOC’«s
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sac nt mAwgyoBiufiqB n ths sgane o gict*-  
PWJJC ACID AMD BBTJTKD DITBEPmOIIB

B.P.Serebryakov, M.S.Kobrina, Y.B.Kucberov 

(Zelinsky Institute for Organic Cheaiatry, 

the OBSB Acadeay of Sciences, Moscow)

Atteapte to tranafora gibberellin Aj(I) into the corresponding 

3-keto-acid (II) on treatment with neutral ka02 lead to the dilac­

tone (III). The photolysis of the 3-keto-gibberellin Aj nethyl 

eater (Ila) gives rise to the tetracyclic phenol (IV), The geoaetry 

of Ila iapliee that the reason for the easy photo-elinlnatlon of 

the lactone bridge nay be due to the overlap between X -orbitals 

of the systea c»c*«o  with the lactonlc c-o 6 -orbital. In the 

saturated keto-lactones (V-VII) an analogous overlap between (F - 

orbitals of the keto-group and lactonlc c-o bond also facilitates 

the photo-eliainatlon of the lactonlc bridge which In this case 

leads to cyclopropane-containing products.

IV

no. X*o,  R’Me

vl H’W 
H’CHjOH
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THE STBDCTUra CF 3-CMBMB MITBC64T1 
J. Harnatha* *6, T. Borin6, Z. Sanok*

* Institute of Organic Cheniotry and Biocheaietry, 
CMCheelcvak leader of Seioneoo, Prague

6 Swedloh Forest Products Booserch Laboratory, Stockholn

In order to study the possible structural ehsages of 

3-carene in the procsse of nitroeation, the structure of 

3-earsne nitrooate end ite degradation products was eluci*  

dated by'neons of MB, IB and ease spoctrsaotry. The 3-earono 

nitroeeto, obtained under the conditions used (nitroostion by 

a^pl nitrite * nitric acid * acetic acid et -2O*C),  la a diner 

of two aonthane unite substituted la the pscitloM J (-BO group) 

and 8 (-OBOj group) with ths unchanged poaltion of the 3-carene 

double bond, the paper gives details en structural analysis.
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STEREOCHEMISTRT OF THE SESQUTTERPENIC LACTONE HONTANOUDE AND 

RELATED SUBSTANCES

It, Holnh, z. Same*  and S. VaSfSkoyd

Institute at Organic Chemistry and Rioohemi«try, 

Czechoslovak Acedemy of Sciences, Prague. Czechoslovakia

Native eeequiterpenie lactones montanolide, ieomontanolide, acetyl- 

isomontanolide and archangelollde have been correlated chemically. 

On applicatiOB of HR spectroscopy, CD and ORD ■eaeureaents,and 

benzoate rule formulae with relative and absolute configuration 

were deduced for ths neotApned native substances.
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STITHBSIS OP PHO A-PU3ED HETERDCTCLIC TARAXASUMB

DERIVATIVES

R.S.Iudwictak, H.Katussolewaka and I .2yczyrieka-Baioniak 

Department of Organic Chemistry, Institute of Chemistry 
and Analysis, School of Medicine, Poznad, Poland

Taraxastan-3-one when treated with ethyl formate Ha-etho- 

xlde gave 2-hydroxymethylenetaraxaBtan-3-one. Condensing the 
latter with hydrazine hydrate /8o%/ tarm»stan-^3,2-cJ-jyraBole 

was obtained. Condensation with phenylhydrazine did not occur 

with cyclisation to the pyrazole derivative /by IR and Maes spectr./ 

Addition of cone. HC1 to the reaction mixture is neoassary to 
produce taraxaetan-^3,2-^-N-phenylFyrazole. In an analogous 

way tara»stan-p,2-^N-/4" -nitrophenyl/-pyrazole, was prepared.

However, the condensation of 2-hydroxymethy lenetaraxaetan-5-one 

with 2,4-dlnitrophenylhydrazlne yielded an uncyclized nitrogen 

derivative only /by IR/.
Condensing 2-hydrojymethylene-^-tsraxasten-i-one with H,NOH«1IC1 

y~taraneten-^3,2-cJ -isoxazolo was obtained. Fischer reaction 

of 4>-taraxasten- 5-one ave i'-tarazaeten- fj.2-bl -indol*
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TKRBE BISABOLOLOXIIffiS FRCH Matricaria chamonilla L.

L. Kovotnf*.  K. Ubik8, 0. Hoti8 and V. Harout8, H. Schilcherb

8 Inatituta of Organic Chaniatry and Biochemistry, 
Czechoslovak Academy of Sciences, Prague

b Scientific Department, SALUS-HAUS Company, 
Bructanuhl/Mangfell, West Germany

The structure of (-)-B-bieebololoxide-A, m.p. 99-100°, 

ieolated nore then twenty years ago by Sorto end co-workera 

from Matricaria chanonille oil has been elucidated on the 

baaia of spectral and chemical evidence.

Conditions of GC-separation of (-)-a»biaabololoxidea-A,-B 

and C se well ee their mees-epectral fragmentations will 

be discussed.
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Structure of Laotarorufin B.

By W.M. Danlewski and K. Kocdr

Institute of Organic Chemistry of Polish Academy of Sciences, 
*srM»! Poland.

Lactarorufln B s/o 282^]^° + 24°| m.p. 213°:

j(nai 218 ns, B IOIOOj/max MM, 3356, 3265 (OH), 1732 (CO), 
1685 cn~X(COi Kkft (CD^COCD^) 2H AB quartet 5.13 Ujj 19H1), 
1H d 5.53 (J 8Hs), 2H s 6.65, 2H a 7.2 - 7.8 superimposed with 
2H broad e 7.47, 4H complex ■ 8.0 - 8.95, 3H • 8.75, 3H e 8.87) 
la a eeequlterpenold lactone isolated fros suahroos Lactariua rufus\ 

The comparison of the BUR spectrum of lactarorufln B with that of 
lactarorufln A1’^’^’^,a sesquiterpene obtained by us from the ease 

species, showed that in lactarorufln B one of the geminal methyls 
ie replaced by hydroxymethyl group. By carrying out a series of 
chemical transformations connected with full spectral analysis of the 
derivatives obtained, it wee proved that laotarorufin B ie indeed 
the 14-hydroxy derivative of lactarorufln A. The NaBD*  reduction 
of lactarorufln B -3,Esther 14-tosylate (I) gave lactarorufln A- 
-3,9-ether-14d1 (II). The comparison of Bu(dpm)^ shifted NMR spectra 
of lactarorufln A internal ether and that of the deuterated compound 
(II) showed univocally which of the geminal methyls has been oxidised 
The above transformation also proved the stereochemistry of 
lactarorufln B shown by formula III.

1. n.M. Danlewski and Koc6r, Bull. Acad. Polon. Sci., Ser. Scl, 
Chin., 18, 585 (1970). 2. U.K. Danlewski and M. Kocdr, ibid., 12, 
553 (1971). 3. w.M. Danlewski, J, Jurctalt, A. Ejehart, L. Kozerakl . 
and J.ST. Pyrek, ibid, 20. 131 (1972). 4. E. Baranoweka end 
7.M. Danlewski, ibid., 22, 313 (1972).
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Sasauiterpenolc Conetituenta of Lactarius Mecatcr.

By W.M. Daniewekl and M. Kocdr

Institute of Organic Chewletry of Polish Acadeey of Sciences, 
Versaw, Poland.

Lactariua neeator la a audirooa, widely dletributed 
in central Europe, growing aainly In aired forests.

Our preliainary experiaente on ieolation of ita low aolecular 
weight and neutral conetituenta have d«aoMtrated, that it contains 
basically the M«e variety of sesquiterpenes as it has been Isolated 
previously by ua fro*  laotariue rufue\ The wain difference in tbe 

composition of extracts of Lactarius rufua and Laotarius neeator 
lies in tbe concentrations of the constituents, and therefore also 
in the ease of their ieolation end separation. Generally Lactarius 
neeator ie richer in the leee oxygenated eeequlterpenee froa which 
the furanoid I could be separated relatively easily. The ease 
compound was isolated by S. Koaoe et al. froa another fungi l.e. 
POaitopale insularle. Compound I can be regarded as biogenetie 
precursor of lactaroruflnet wo could d<nonetrate that it can be 
converted into lactaronifin A (II) by peraoid oxidation and subse­
quent reduction with NaBH*  in moderate yield.

Lactarorufln A although also present in Lactarius neeator, 
was found in such lower concentration than in Lactarius ruftie. 
Further experiaente on Isolation of other sesquiterpenes froa 
Lactariua neeator are in progress..

1. W.M. Daniewekl and . Kocdr, Bull. Acad. Polon. Sei., Ser. Sei. 
Chia., 18, 565 (1970).

2. S. Nosoe, H. Matsunoto and S. Urano, Tetrahedron Letters, 1971, 
3125.
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THX BIWRPUBD CdfPOOMDS OF THX OIXCRBSUB CF SOB SIBBRUI 

comnitcus sncns

V.l. Pastagova

lutltota 9t Organic Chaaictry af Slbarian Dapartaant af tba 
Aeada^r af Seiaoeaa( lovMibirak, USSR

■a abstract*
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HEW DTTERPETOIDE3 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 isoprenoids from the plants 

of the family Labiatae we have isolated from Teucrium chamaed- 

rye L. four new diterpenoid bitter principles wich were named 

as teucrin B,E,P and Q,

The Investigation of teucrines by chemical and spectroscopic 

methods showed them to have the structures 1-4 respectively. 

It was established that teucrines are related to the diterpe­

noid furanolactones with a rearranged (4—»5, 10-»9) labdan ske­

leton, all they have in molecules two jf -lactonic rings, one 

of which is situated in oC-position to furan, and another one 

in position C^-C^.On the basis of NMR and mass spectroscopic 

data was established 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.

1. R1= R2=OH, R3=R4=n

Rt [P 2. R1SR2=R4=H, R3tOH
2< y Jx. 3. R1=Rj=H, R2=R4»OHS £~

4. 2,3-epoxy-(3).
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NEW JUVJ2WIDS WITH CICLOPHOl’ANE SISTEM

M.Kocdr, 'J.Sob6tka and R.Sterzycki

Institute of Organic Cnemlstry 

of the Polish Academy of Sciences

Warsaw, Poland

A modified SinnonB-Saith reaction of farnesol afforded 1-hydro- 

xy-2-metbyl-2-/4,8-dimethylnona-5,7-dienyl/-cyclopropane used 

subsequently as the key compound f*i  the synthesis of a series 

of 172,2-trisubstltuted cyclopropane derivatives Of the general 

formulae I, II and III reap., where X = C^OH, CH^OMe, CO^Me 

and R = Me, Et. Some of them revealed a moderate morphogenetical 

activity

RO

X
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CTCLOTRICHOSANTOL, A NEW C?1 31-NQR-TRITERP31E 

Marian Eoodr and Jan St. fyrek

Instytut Chemil OrganicaneJ FAN, Warszawa, Poland.

Pron the Leaves of Trichoeantes palmate L. /Oucurbltaceae/ 

cycloeucalenol and a new methylsterol - cyclotrichosantol 

dimetbyl-2^-ethyl~9t19-cyclo~choleat-25-ene-^-ol/ were isolated. 

The structure of the latter compound awe established on' the basis 

of mass spectra of the parent alcohol, acetate, ketone and 26-nor- 

ketone, and was proved by the application of Eu/dpn/j shirted 

par spectrum.

Cyclotrichosantol is considered aa the probable plant sterols 

precursor in the possible biosynthetic wayt 

cycloartenol ^24-methylene-cycloartenol cycloeucalenol + 

cyclotrichosantol <M^14*-dimethyl-stigmast^,25-dian-  >ol->

<MA-inethyl-atl.gmast-?,25-dien-3^-ol stigmast>7(2^-dlen-^-ol •*

stigma3t-7-en-34.ol -spinasterol.
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TRITERPENES OF DATURA DJNOXIA MILL. STRUCTURE OP DATURADIOL 

AND DATURAOLONE.

Marian Koc6r and Jan St. fyrek 

Instytut Chenii QrganiczneJ PAH, Sarszawa, Poland.

C. E. Atal, E. L. Bed! and B. R. Sharma 

Regional Research Laboratory, Jammu - Tawi, India.

Prom the seeds of Datura innoxia Ulll. /Solanaceae/ two new 

pentacyclic tritexpenes, daturadiol /GjqH^qOj/ daturaolone 

/CjqH^Oj/, were isolated. Their structures were established 

as Jj|,6^-dihydxoxy-olean-12-ene and 6Jt-tiydroxy-5—oxo-olean-12-ene 

reap, on the following way:

Daturadiol was transformed to ^-amyrin /3£-hydroxy-olean-12-ene/ 

by the monoacetylation, oxidation to ketoacetate and Zolff- 

-Kiiner reduction) the presence of olean- 12-ene skeleton was 

also proved by obtaining two characteristic products, by oxida­

tion of daturadiol diacetate with selenium dioxide, i.e. : 

11,13/18/-diene and 9/11/,13/l8/-uiene-12, l9-dione.

The second hydroxyl group of daturadiol was shown to be secon­

dary - u.:i..-.l /chemical and jpectral evidences/. Por the corres­

ponding :ctone, based on epimerization, deuteration and jpectral 

properties, position 6 was established as the only possible one. 

The second triterpene, daturaolone, was correlated with datura­

diol as both were oxidized to the oacie dilcetone.



$8

TB> BWISD 3TSDCWBB Of TiBUOBL UD UflDUiL

Jan St. Pyrek

Institute of Organic Chenietry, 

Polish Aeadw o*  Sciences, Warsaw

Ths etreetere*  af farediol and arnidiol war*  established 

as JS.lSp-dihydroacy—f-tarenno and -taranne, reap. 

Earlier proposed straeturoo were 3S.12J-dihydreay-p— 

-tsrexaoe and -tarexone, reap.

n» eh—i ea] and spectral prepartiaa will bo dt»*  

cussed, and the reasons for the wrong rtroetore detain! ■ 

nation will be given.
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OB SSICIQBES OF FUBAB SSSVffllU’JIUS pm

H2PKTA KIBDCSTABA

C.E. Atal*,  ■. Koearb Md J.St. Pyrakb

a) Bogioonl Baooureb Laboratory, Ja^n-Tavi, India

b) Institute of Organic Chaalrtoy, Pollab Aoadwy af Seianoae
Bvaaw

Tao ana furan Maqultarponaa aara i oal atad fra Wapata 

hindoatsan: TE-1’ c15H180j !• • »»u"udTJ alrahol eaataioiag 

afl nnaaluiatad kata group and a trloubatitatad furan rlag, 

HB-2- ci5®2oP4 eontaiaa saeoudary and tartiary hydraayl 

gra^M, and a triaubatitatad furan ring, aaat probably vith 

an an group tba position 3.

Tbo ehanienl and apaetral propartioa and tba paaaibla 

atnetiKoa will bo diaaeuaaad.
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