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DIHYDROSILAAZA4NTHRACENES 

A. V. V.rl.mov', N. 5. Prorf.ko", N."h soxen.. A. M. Klochkov 
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In:lr.?c 0: orcmosc 0' ocn,omc,c roc 0. rem.,elol.le i,e< 
I m I, o c c m ~ ! c i  mc , clo o. on, 11 i cciu ned from 1.2 5 
1 8  r r . ih , l .+t~pnm,l~ , I  l ' . ~ n s o ~ n c  .n i o ,  $ c d  St~.ct,m 
d an,  11 no.% brr? con1 I I I ~ O  L, I( NI'R o -d  M O I > . S C ~ C C ~ O  
,,*,, .---,. 
Oxidation of I and 11 rervlted in the yield of rlloamonthrones. 
Condensation of I with exerr of benraldehyde gave tranr.2- 
~ ~ h ~ I - P . P - d i p h e n y l - P P ~ i I ~ - 9 , 1 O O d i h ~ d d d ~ 3 ~ 3 z o 3 n f h h h n  which 
war rubreqvently oxidired to 9.9-diphenyl-9-silo-9.10-dihyddo. 
-3-ozaanthrone-2.carbobyIii acid. 

Reduction of mime 2-methyl-P,9-diphen~I-9-9~I1-9,lO~dih1ddd~3- 
-anroothrone by LiAlH4 in THF produced compound$ Ill and IV. 
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Nitruminopyridine~ ore well known 0% the reagents. Their nitra- 
mino grovp. C." be rvbrtitvted with all the halogen atomr, 
hydroxy. mi( hydrarino groups. we have cnemped to extend 
the m o p  of the applicofion of nilmminopyridi"e8 in the the. 
mica1 ryntheres wing the fast that the ionized nitromino group 
is the ortho- ond p.m. dicecfing. electron donoting ~ubrfituenl 
I".-saoz'- - -0.43. ' ~ - N N O >  - - 0.000). Thus we hove 
shown that both 2. and 4- nifrominopyiidine anion, can be 
monochlorinoted and monobrominated by means of chlorine 
and bromine, rerpective1y. There r e w o n .  proceed vio the for- 
motion of ~orrerponding N-holageno nitraminopyridine.. The 
latest undergo rearrangement in the a w e o v l  d v t i o n  at the 

Election donating rubatiluenB in the 8-position$ occelerole 
the reormneement ."d the electron withdrawing group5 r1ow 
down ,he process. The opinion tho, 3-subififuled I-nitromino. 
pyridines rearrange more readily Lhmn their 5-rubrtituted ;so. 
meir i r incorrect. 

The isomer ratio of 2.omino-5-nifro- and 2-amino-3.nitropyridi- 
ner whish is 4 : 1 ofter the rearrangement in the conc. H6Oa 
solution ond the 68% an HCiOn r o h o n  can be influenced bv 
the decrease of the concentration of the sato1"ring acid. I" 
more diluted acidic media this rotio choneer up to 2 :  1. This 
is. however, occom~onied bv the decraore in both the "idd ,~~ 
and rate of the re&ansament. In the 80% ~14. HsPOI rolution 
only 2-omino.3.pyridine il formed, however, with 5% yield. The 
fern~emfure eliectr onlv the rate of the oroceri ond doer not 
influence the irorner rotio. 

. . 
rnent. Since 2-nitmminopyridine anion can be either chlorin- 
ated in the 5-position, exc1uriue4, it is to believe tho, >";,,.mi- 
nopyridine ir chlorinated ,.,her tho" the rearrongemen, pro. 
duct. The duplicafion of tho, reoclion "ring the HlOlond HrlOa 

AZAFLUORENES 
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Existing iniorm.,ion of there heterocyclic compounds ir limited. 
In this report. dedisoted to the chemistry of amfluorene% the 
following ohjecfr used in the synthesis ond study of amlluore- 
ne. .re repremted: 
1. Synthesis of substituted oyridiner from ppiperidons. Con. 
version of i-~iperidonr into ,.piperidol$. dahydmfion. dehydro- 
genotion. N-deolkylation of the%* to pyridine borer. 
2. Cotolytic dehydrooj~liratlon of substituted pyridine. resulting 
in 2- 3- and I-orofluorener.3.Reductiii of Porafluorenea to 
ixom;?ic indono [2,1-clpiperidiner,1.Synfhhhii of 3-xlyr*I.2-oro- 
fluorme iromers.5.Syntherir ood ~onfigurotion of isomers of 
benropyridofuiuener6,R,~,idyl wbrlitvted arofiuorene~.7Zwitter 
ions of amliuorener ond their interaction withacetylenedicaibo- 
xylic ether.8.Arolluorenes in the r ~ t h e s i r  of indenoindolizinei. 
P.Spim ~ o r n p ~ u n d s  with aiofluorene fragrnent.lO.Aralluaienes 
in the qnthe8ir of new heferosyslic ,",,em. - ozflfluorenfenr. 
The following research has been  ond dusted by the colloborm. 
tors and research rcholcrs of the Deportment of Organis Che- 
mistry patrice ~umumbo People's ~riendrhip Univer~iv Moscow. 

LE I1 11 
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