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Annelation of partially or exhaustively hydrogena- hydro-2H-thiopyrane-3,5-dione 1) new azathia
ted carbo- and heterocycles or polycyclic fragmentsteroids Illa, Illb which present theoretical and
to certain molecular frames is used in constructingractical interest in terms of development of new
polynuclear molecular skeletons of steroids or theimeans for controlling human and animal immunity
heteroanalogs [1], alkaloids [2], and other compoundf8]. The condensations of 3,4-dihydroisoquinolines
[3]. One of the most effective among such synthetiqa, Ib with B,p"-triketone Il were accomplished by
approaches to condensed nitrogenous heterocyclegeping equimolar reactant mixtures in alcohol solu-
(azines) is annelation (cyclocondensation) of cycligions at room temperature. The reactions were com-
Schiff bases or azomethines IBrdicarbonyl com- plete within 6 h, and the target products were isolated
pounds or their derivatives [4, 5]. The syntheses ofs crystalline precipitates. It is noteworthy that,
8-azasteroids and their derivatives with additionalegardless of mild reaction conditions, we could not
heteroatoms in other positions of the ABCD tetra-gpserve (TLC) formation of any intermediate products.
cyclic steroid skeleton, based on such approachegis is evidence showing that the reaction involves
[6, 7], provide wide possibilies for preparing new .ot gyccessive formation of -C and GN bonds
compounds for physicochemical and medicobiologica,owed by dehydration of the hypothetical inter-

studies. mediate alcohol [4], but as a single concerted electron

We made use of the above approach to prepamedustribution that yields directly compoundia ,
from 3,4-dihydroisoquinolinela, Ib and 4-acetyltetra- Ilib .

Ia, Th 1| MMIa, IITh

R = H (@, OMe ().

The above result presents both theoretical and Convincing evidence for the structure of com-
practical interest, demonstrating a biogenetically-likgopounds llla, Illb comes, along with elemental
annelation, opening ways to new heteroatomic steroi@nalysis data, confirmatory of the brutto formulas of
analogs, and extending the substrate basis of annele compounds, and IR and UV spectral data which
tion of cyclic Schiff bases by polyketides and theirreveal the presence of an®M=XC¥-C!'*=0)-
enol derivatives. Cc!=0 fragment [5], from thelH NMR spectra
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8-AZA-16-THIA-D-HOMOGONA-1,3,5(10),13-TETRAENE-12, i/DIONES 987
which contain anABX spin system (& H!AB) The IR spectra were obtained on a UR-20 instru-
characteristic of one of the key fragments of 8-aza- ment in KBr pellets. The UV spectra were taken on a
homogonane structures [5, 8]. Specord M-400 spectrophotometer for alcohol solu-
tions. The'H NMR spectra were obtained on a Bruker
8-Aza-16-thiap-homogona-1,3,5(10),13-tetraene- AC-200 instrument (200 MHz), internal reference
12,17a-dione (llla). A mixture of 0.13 g of 3,4-di- TMS. The mass spectra were registered on a Shi-
hydroisoquinolinela and 0.14 g ofp,p'-triketonell  madzu-MS QP-5000 mass spectrometer, direct inlet,
in 5 ml of ethanol was left to stand for 6 h at roomionizing energy 70 eV. The reaction progress and the
temperature. Crystals formed and were filtered off angburity of the products were controlled by TLC on
recrystallized from ethanol to obtain 0.22 g (78%) ofSilufol UV-254 plates, eluent chloroforrmethanol,
compoundllla as white crystals, mp 2#7279C 9:1, development in UV light or by spaying with a
(decomp.). IR spectruny, cn: 1680, 1610, 1515, ferric chloride solution. The melting points were
1500, 1460, 1440, 1415, 1405, 1355, 1340, 1300neasured on a Boetius hot stage.
1280, 1220, 1200, 1170, 1130, 1110, 1080, 1000, 970,
870. UV spectrum},,,,, "M €): 270.4 (11860), 314.6 REFERENCES
(16540); i, M €): 239.3 (5040), 286.9 (4655)H
NMR spectrum (CDG), 8, ppm: 2.64 d.d (1H, 1.
CYHg, Iy . 16,3, 4. 4), 2.81d.d (1H, EH,, I, 4
B''A B" X A''B
16, Jy 1, 4), 4.93 d. d (1H, €Hy, Iy 4y 4, 4 15). 2
Found, %: C 67.26, 67.19; H 5.28, 5.25; N 4.82, 4.87,
S 11.37, 11.33.N1]" 285. C,¢H,sNO,S. Calculated, %:

C 67.34; H 5.30; N 4.91; S 11.24/ 285.37. 3.
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