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!&iph0~lpqr7Tium salt@ (I) reaut readi with primry and seoondary 

M~XLO~, to &vo pyrldinitpr malta and tha aqollo ad&u&& II, rwpeotival;lr 

(1). !Tertw amine8, in water 

III (1). 
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oraloohol8,oonvort I 

I xx xx 
At x?= tsq 

In order to meetlgate the bohaviour of I toward8 a&ydrom tertlaxy 

aminoa, whera the forration of TZI: ia M longor pouiblo,n &udled the 

properties of the gjrldino Mlution of triphenyl~lium perehlorato(1 A). 

Exoepting the trivial oa4 when no reaation ouaura,tho produet to k 

expeoted in this rolutlon ore the moleealar (donor4oceptor)ccmplex IV(2), 

the l dduot6VA,Bandthe valeme i80mer,VI.Co8pomdmanalogoiutoVA 

and VI are the reaotioa produok of enamine@ rith (j_chloreviaqlketono8(3). 

Iv 

4833 

w VI 



4034 No.48 

The aolutionthum obtainad presenta an absorption band at 31Qmpoo 

100 otherbandoanbe meeaqpto 65Omp. Tha redoolouris duetotba 

tail- or the 310 'up absorption hand. 

The oonplete din- oe of the tripheql~lirr l baorptio8 

baad# (361 and u)B mf~ in aoetia aoid (4). 360 rrd W5 mp in dimano or 

diaethplformmide) Udioate~thatnomoro ppylium aaltexbtm iamlutioa 

lR88UOh. 
!l!ha pomitioa of the mu peak ooinnidem with that of tb abmrptlon 

band forth p8eudob-a III (298 8p in 95 S ethanol (5h 510 8p in Al?ri- 

diaa)aad ia quite diffemn$ fror the po8itloa of the abaorptian band for 

the intenudiata mt (aa l quilibriPr_ 0rth0ba00n0lvxx~ 

(a)aadth~ unaataxated imimketan@VIIB( 6b) )imlatedbjtreaM 

of I A with anonik However, for the open obain 8taWtUre VI the 0~00tmm 

&LOUM~IJ similar to that of the rcMu1 l therVIII(~,245 1~p with on4 

an inflexion at 290 mp in etheaol (5) )rather than with thM of III. 

-~---_---~--..- 

(x) oh, ~.y.~atra mre emdied at wwelem over 300 ap -4 be=-e 
midhe itmelf absorba under 300 mp 
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Dilution with dlopn, of the pqridlne aolutioa ha8 little effrot on 

th. u.v.apootmlm(lnertrema4 dilute eolutlonthe abeorptioPPmximlmie 

8histed to 305 m/u). 

The lnfmred epeotmm of tbs eolution is dlffioult to iatorpret oriry 

totb large exoou of gFid%ne.Itla noteworthythet all abaorptioabanda 

(7) of the triphsayl~llum perahiomte (IA) dlfforlng in poeitton from 

thou oftb gjrldlna araprmaxt.Eomverthere arerlao~wnt(with 

vow low intensity) I(LI?J weak absorption banda oharaoteriatio for oorpoumh 

such ae II,III,VII (1660, 1330, 1315, 1185,566 end 548 omol). 

me flmung of triphwl~l%m bU&,tO6OtbsX'rith the E.S.B. lag - 

nal(*) ax& the deep modifioation of the U.V.epectrum lndloate the donor= 

aocoptor oonplox(IV) as the mador oomponent in the eolutloa(tb, modifioa- 

tion of the I.R.qeatmm for donor-aoooptor oompleree are ueually rather 

null (8))bmt it cannot aoapletely preolude the gamnoe of the other pro- 

duatm VaadVI.fpb, mp8eudobua - l%ke abeorgtionbeadea inthe I.B.mpoo- 

trn8aankdnetoemllaDmateofvI~xltilltho- (-prhpr 

tommopmeudocw III formd fro8 Irithtraoe~ofwater*illpreee&. 

ConeeQwnt~, fhe 3108pab6OL?ptlosband in the U.V.~Otrmi#pro- 

bably a oharge-tram&or band,oharaoterietlo of IV. It ie poeeiblo that 

euohdosor-aooeptor? 00+0~~&pp0ar l atrslul.ont intermediates Lnupj 

ra8otiaPP of ~1Ipr at8 with auoleoJ?ialle~ but they undercro conveniona 

into the v intormediatea orprodwte( 6a ) too rapid&to be de- 

teated. 

Pinally, it~not~~t~t~orratlolu~~~1l irr 

pgrr?idine eo1mtiome.m rworalblo.~pour~tbe pyrMkna aolutfon into ab- 

eolute Other,triphenyl~lfu8~rahlorate (U) poewuiIlgtheu1trari01et 

epectrm identioal with that of the initial materlal(X, 275, 360 and 

-- s---m 

(X) AnothereQ4anatiomfortbr tUmofthreo1moawouldbe 
thoerl&emeofmeha 
tho~dl&moompoudVI. 

udonos,arl8~fmm 
9!Umfautaoo~ UprobablokoaumatheL 

b~~~dlniamooqpounAIX(almm~doublo~ 
l"e" 

ofvI)obtai- 
zmdfrlmknsoylohloEide inpyridiru ml=tionimno pmau&xwtio. 
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4050/u la dioxum)fareaovwodalo8t quantitatively. 

A~hrorla. m ruthon thank D~.Lf.Ralabaa and Dr.Ol.Xioola~ 

for their mapport, and helpi\lr dimumiomr. 
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