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169. -EAME, [LEHE, £ESEA : N-Aminopyridiniam ko K
(%8 #H) ‘N-Aminopyridinium 5 74 5t FIEE OKIG

Toshihiko Okamoto, Masaaki Hirobe, and Ryosuke Sato : Reactions .of
N—Ammopyndmmm Derivatives. VIL*. React1ons of '
N—Ammopyndmmm -Salt with Aldehydes

(Faculty of Pharmaceutical Scz’ences, University of _Tok‘yo*z)

The reaction of N,—amin’opyﬁ@inium salt with various aldehydes, in the presence of a cataly-
tic:amount of acetic-acid, afforded a new type of pyridinium salt similar to the Schiff base
as stable crystalline products.. Thése compounds are stable to acids but labile to alkalis,
and easily decomposed to the- corresponding aldehydes and N-aminopyridinium salt on treat- -
ment with an aqueous alkaline solution. This characterxshc can be utilized to isolate
aldehydes from a mlxture containing aldehydes.

(Received January 21 1967)
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A : N-Aminopyridinium 580 KI5 (85 8 1) 995
Tasee 1. ¢ Schiff Base ” derived from N-Aminopyridinium Salt
<:::3?\I—N=CH-R.I— il
;
I - o Analysys (%)
m.p. : . S T
-R - eO) Appearance %;Zl)d Formula Caled. Found
{decomp.) . e,
cC H N C H N
Ta < 161.5 yellow needles 88  CpHyNoI  46.48 3.58 9.03 46.71 3.84 8.84
R A 166~170 - orange feathers 22 ~ CuHiO,Nsl 40.58 2.83 11.55 40.74 3.00 11.81
N .
: . vellow flocculent . vy
Tec Qm 191~193 YEIOW 4 CuHuONl 40.58 2.83 1155 40.52 2.76 11.80
Ia - 24z Yellow flocculent g5 €, H,O.NGl 40.58 2.83 11,55 40.72 3.09 11.97
Te -  184~186 yellow plates 95  CuHuONgI 44.19 340 859 44.13 3.58 8.6
HO . : ¥
oE e 187~190 Eﬁalt‘zsyenow 97 CpHuON,I 44.10 3.40 8.59° 44,15 3.63 8.58
‘Tg —@ 141~143 * yellow prisms 71 CoHuNoCII 41.82 2.93 8.13 41.76 2.95 8.12
Cl . .
Th <)o 192 yellow prisms 88 CuHiNoC 41.82 2.93 8.13. 41.97 3.11 8.28
i O~<2i: 216  orange plates 98  CuHuN;l  47.61 4.57 11.89 47.80 4.73 12,07
s e CHACH light yellow - : :
Wj  -owecw-on  132~133 . BN ¥ 74 CeHnNal  39.42 4.05 10,22 39.60 4.23 10.50
Tk onend ) 193 yellow prisms 85  CuHisNad  50.02 3.90 8.33 50.30 4.03 8.30
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2, -mewseemeeew gdded a drop of 2N HC1 (1—2) = 4, —s—— neutralized with 2N HCl (3-4)

Fig. 1. Ulfraviolet Spectra of ¢ Schiff Base” T
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Benzaldehyde &®DRHS N-aminopyridinium jodide (I) 2.0g. % 20ml. . o EtOH wiE@ L, = i
2.1g. o benzaldehyde ¥ X U5 #oBEE R M4, KB E 1hr. MBECER T 5. RIS&TH, WET EtOH %8
EL REY=-FACRBEL. TERYKBRETS. THERBRAY EtOH 25 F&E L, ®Hathhikhk o) %
245g. B, IR 88%, m.p. 161.5%decomp.). UV )E,;‘;ﬂ mw (&) :: 215 (sh), 287 (18700). Tb~Ik 4,3 &+ A &
FEoFEcEbhs. T ~ '

TLFEe HEdsk 0D O, 7»ﬁuu;5ﬁm a) p-chlorbenzaldehyde # & f (Ih) o4 #; Ih
I72mg. % NHOCL 10ml. wiE@L 15° CIRBLARS, BRHrg4-50ml. o=—F o 2B THHE L, 2=
WEE BEEEEBRENS LA b p-chlorbenzaldehyde DR L, BHRBZOEOLE D THB. -

B B B B 3
5 min. - : 5 mg. : 7 %
20 n 5n 14 s
lhr. . s 26 51 i
24 19 v 77 0

b) Id, Eh, Ti o742 9y 5@ : I o 0.5m mole % Ka2COs #% 10 ml, (KZCOg/H20;1.07g./100 ml., pH
118) ML, 15° TH# Linais Smin. #%, & 100 20min. $icg=—7 1 50ml % B L CHl L, =5
TR BPEEREL RE,OGBLAL7AFe FORRIUVBAARRLE 20 OWT2¥ KR T.

I (mg.) 7ase tBE (mg) GRRRE (%)

. - , 5 min. . 20 min.
Id 178 | 55 (72) R
Ih 172 61 (87) , 3 @D
Ti S 4 ‘ 37 (50 - 16 (70)

BEMEYT7ALTE EOX¥E  acetophenone 122 mg., benzophenone 182 mg., p-chlorobenzaldehyde 141 mg.
(Bl k% lmmole) oiR&#ic N-aminopyridinium iodide (I) 444 mg. (Zmmole) ®inz, &fkr=s/,—1
3ml WML, lWoBEM ez, KBE Lhe. MBEHE L, SBFHHT2EREFRL =—-72T+5%
B, A% pH 1l o KCOs By Em L, & 10min. ERHESH =—FACHBEL, =—-FABrERy
EIRt., BHT 5 LBEM S p-chlorobenzaldehyde mz % 84 mg. (EINE 60%) 7. #mEit TLC ¢ - %
CE— T%U’Twrk}@&ﬂ%ﬂmV@Bﬂ% &wmﬁéht
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¥ UV 2=z b a2 Cary model-11 @ EL 1.
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