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' This paper deseribes T-methyl-f- and -3-

d-nitro-2Z-pheny_indc_fziznzs 25
objects of iszomerizing recyclization with the fcrmatizn 5 nisri-
indoies, by zralogy with the 8- and 3-nitro-Z-phenclindsliizine:s
abpence of 2 racycllization product iqgéhe case 0f Z-nitrcindel
and the successful preparation of 6-nethyl-5-nitro~3I-phany_ind:
from bhe 6-nitro discmer. permit the limits of applicatilisy aof
Xost~Saglitullin reacsion in the nitreindolizine seriss to —a

oout. A relaztively short route Lo obtegining the previsusly In
sible 6~meubj «3—? Lpo—~3- qunyl*pdo, may. be mentionsi,
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Tt has been

established previously that 6= and. 5 nf“ra-?-*"":. sshyl)=-
indelizines take part under the action of alkali in : Z seliza-
tion reaction with the Tormation of 5= and ?-nitro~?—ohen71{ﬂe::r-“‘ oles.
The wide use ‘of tnis resction for obtai ning nitroindoliss ::3 Tes grad Ly
‘the peor accessinllity of the initial 6~ and 3- nﬂ ro*wdo ______ ez, Tha synthesis
of which requirss ssvsrsl s : :

tages [31.

_ Continuing invess igau‘o 13. davoted to the strucsure angd
of the indolizines El,l}, we have synthesized 7-methyl-b- =
indolizines as objects for isomerizing recyclizaticn.  Ths

were the readily zccessitle nitroliutidines (Ia, b) which, u
nitro 2—Dicollnes, can Tas ODual ed by the dix ect n*““at*ﬂ“
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WL 2 X, ¥-NOy i b X=NGy, Y=H.-

"Thé quat.

_ ernization o of the nitrolutidine (Ia) %ook place in metivl °thyl
ketone solution 2t rocm temperature with the Tormaticn of the rhans

rocm temperature with the formation of she rhanazyliate (Ila);

*Por communication 2, see [1].
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ion mixture.
wen in the’
troindoli-
rbonaue.'

(IIb) required the bo*llng of
e salts (II), saking place s
tic solution, led to hig 2
ction mixture was treated with:sodlus _
used o purily compounﬁs (IIa, b). T roindoli-
substances conparatively snarinﬂ‘y'solu 1e in non-
oform. The c¢h EP&CtEPlelCS of uomnouﬂd IIT are
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cseristics con;irmed the structures of the nitroindolizines

ronic absorption sgectra of indolizines (I *a, b} wepre close

moiogues. A shortewave band in the 25C=-253 nm region was
case of the £- and the 3-nitro-2-phenyl indokizines and in
ohanylindolizine [1]. To distinguish isopers it is dossitle

‘absorptilion band, which Is’ locatsd In the reglon of longer -
i-pitroindoliizines than Tor ths é-nitro isomers [1,3). e

n zand appears in the spectrum in the form of & Troad shoulder.
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sestral, 2har ab*ﬁri::iés.'VThusirﬁ;_'Js}sy"lrami
eprodug nd the spsctrum of &' lower Aomologus - 3-ni
n the madss spectrun of ‘nao*,.(II) uhi Jas,-on
Ty o 63 the [#. « OHI* peak due tOzune ort 10 effec
ase of the nitroindoliz;q=3;(‘11”' :
o In our opinion, one;g.ﬂthé-nessible reasons for uhe differ_“;'ﬁe"a7 ors of
'vthe_ ifroindolizin s(IIz jb) in the 1sémeéerizing. rec“clizaciorﬂraéc:i ’
Vdif ernnt aclditiﬂs of the 22

3 g*oups 1n t“,se compouﬂds._FBe?aas

'1 uantially polyenic nauurw F‘r'z;zgrvmem: of . *ne ﬁu:*

ofndolizines [10],”55?

Caraanlon ;.O"’"Tled 0“1...:1& Cl I'OuCr:"'.

H

-3 X TTTT o ETT L
;"uSt=oe snabilizea by huuaation w1th the B-TO2 group.[:Q’ﬂi;&*.?éi::ﬁC:Sgwith'
tne. par*icioation O":UCS an- mnﬁog cmpetina with the ﬁaCj”_fza:icﬂquécéSs may
we-the cause of . ths observad resinification of the rsactior urs.  in the
case III roanio

=
Qf the 1ndo 1Z-ﬂ= (__,a), the: ;ormat*on cf the analogﬂ“",’
s

Exper1menta1 Part -Wass apec+ra were ta&eq on a Iar&a“

2 270 eV); UV spectra on 2 Specord M-40 instrumenc; and 3WR 53 cn :
137 instrument (60 ;Hz)”wzb - TMS 25 internal standaru.. Tha - ind p ,-_ of che
ompounds obtalned was checked chromatographically on Silufol plsis, T

f:pounda were purif d by ﬂolunr chromatOgraon; on s*‘*ﬁa gﬂ‘ L

-2, 4 n1methy1 -5~ n1tro 1- phenacylpyridinium bromide i1z},

= (3 26.107 -2 mole) OL (ia] and 9. 27 g (4. 66107 -2 mo1e) of Bhenady
ml of metnyl ethyle ketone was kept at room *empérature for L gz
3c19¢tate that had deoosiqed was: secarated 0‘” and was washaa wi<?

;qglving 6.52 g (l 86-;0 =2 mole, 57“) ‘of the salt (Is ﬂ*th g 223-224¢ (&ECQ@DQ_QIH;
.?“om methanol) Found, 3: C 50 #o, H 4 68 J T 86 ,,SrM’OA.E_Calculated,‘- o
B:C 51.285 K I 275 N ? 86 - S

3
-3,

T8, The pre-=
> cold acesane,

2,4 Dtmethy? -3 n1tro 1- nhenacy]pyr11d1n1um brom1de ( b) DES ”ii:u ¢fi3{pa"

_g (2.03-1072 mols) of (T5) and 8.32 g (4.18-1072 mols) of phe

.‘bolled in 8 ml oOf. euny1 et y1 ketone for A8 hr.;umue precipi

orf and was washed With coWd deetone to give 2.30 z (5. Sovi
the-salt (I;b), mp 2149 fdecomn. from metvano‘) Fonno, 51 C.
'15 lSDrNQOE ualbnlatec, % ¢ 31 28 g 4. 2? o

o

7~ Methy1 6 nitro.2- pheny11ndo11ne (IIla) :A'aéiﬁéioﬁ'61'¢;i5'g 5.12-1

'_mole) of the salt (iIa) was poiled. In 200 ml of 25% agueous sthancel for 3G min

-

and was then neutralized with sodium bicarbonate to pH. 8 -and was soilad Tor

. anothar 1 hr. “The ‘30lusion, conca_nlﬂg 2 Drec¢nlda:u, was. coolad and sxtrache
“with chloroform, and the sxtract was dried with sodium aul-a:e. AfTer haeraolu
“ventg. nad been. driven o;L, ‘the- residue was cnromatographed on a uo¢umn.(benzene,

 8102) Thﬁs vave 1 51 mg (6 D 10 3 mole, 98 ) of an oran*e powceﬂ of (Iija).

9

°10 mole) Mas traﬁted ina similar manne“ o . (IIa"“ After chro :afcsr phy,
'50 2 g (3.85. 10 98ﬂ) 0: dark brown C"Jstala oz (;::b) :as isolzsed,
e

7 Methyl .8- nltro 2 phenylind011z1ne (IIIb) The-salt-(ILc (0.35 g3
S

6 Methyl 5 intro 3 phenyl1ndo]e -Iv},_ in a gurrent.o_ arg n,

a -
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3 {IZZa) was toilad in 30 a1 of 371 asthanol o ntainiag & g of
s2r 2cs.ing, thé peaction wixture was goured onud L2 and izs
dilute TCL =3 pE 7.  The sclution was axtractad with zhlorelorm
as svsgoratad.  The rﬂsiaue was chrematographad (Zenlsna, 3il,).
th R. 2.35 was collscted., This gave 0.078 g {2.10-1077 mole,
- 253) of orange oryssals of the indole (IV). .PMR spectrum (DMSC-d.), 3, ppm:
21,7 toe.s), 1-E; 3.4 (&), ¥-H; 7.43 (m), 2-H, T-H, 3-CgHgs 3.26 (s), §-CHy.
Reaction of (IIIb) with an Aquecus Ethanolic Solutien of KOH. In 2 current
5" argon, 0.09 g of {IIIb) was boiled with 2 g of XKCH in 20 ml of 353 2thanol.
ifter the beginning of-ﬂaau'ig, the reaction mixture darkened acp;eciablyt' Ic
was Sound by the TS asthod (henzene, Silufol) that af“a“ heating for & hr the
swaesion mizture ccniained neither the initial indeclizine nor a compound of the
indola aer*es. Afzzr the mixture was worksd up in manner sinii ar to that used
n the 1solation ol (VI}; it was inpossible to detect an indols in the organic .
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