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In o rder  to va ry  the s t ruc ture  of compounds, tes ted for  the p resence  of cholinergic and germis ta t ic  
p roper t i es  in ethynylphenols and thei r  derivat ives [1, 2], some ethynylphenols were condensed with 1,2,5- 
t r imethyt -4-p iper idone  (I) by the Favorski i  reaction,  and with 2 ,5-dimethyl-4-piper idol  (II) by the Mannich 
reaction.  The Favorski i  react ion p roceeds  initially at -5% and then at room tempera ture .  An increase  in 
the react ion t empera tu re  causes tar r ing,  which is especial ly noticeable for  p-ethynylphenol 
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The Mannich react ion is run in the p re sence  of catalytic amounts of Cu2CI 2 at 50 ~ in which connection 
the e thers  of the ethynylphenols give higher yields of the end products  than do the ethynylphenols 
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TABLE 1 

III 36,4 
IV 57 

V 65,2 

VI 62,5 
VII 83 

VIII 52 

Mp, ~ 

196--1971 
LiQuid ] 

the same! 

2tl--2t2[ 

5,53 
6,65 

Empirical 
formula ~ ~_ 

C~6H~tN02 5,40 
C~TH3sN~Oa 6,39 

5,901C~H4~N20~ 6,00 

6,2i C~sH~N20~ 6,19 
5,80 C~oH~N203 5,83 

5,57 C3~H~N~O4 5,34 
5,58 

mp, ~ 

230 
t95--197 

174-=t75 

200 
190--t9t 

220--221 

Hydrochlorides 

empirical 
= formula 

12,17 CIeH=~N 02CI 
13,79 [ C~TH~0N~O3CI2 
13,66 
12,95 [ C29H~N~03CI~ 
t2,97 [ 
13,34 / C~sH42N~03Cl~ 
t2,89] ' 
13,02[ CaoHa~N~OaCl~ 
tt,82] C~2HsoN204CI2 
i!  96L 

tt,93 
t3,86 

13,14 

13,49 

12,8t 
tl,87 
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TABLE 

IX 76,71 

X 73.7t 

XI 7 i  

XII 86 

XII172,5 

Mp, ~ 

Liquid 

The same 

179--180 

55--57 

Liquid . 

6,37 

6,13] 

6,181 

6,12 

5,i31 

Empirical 
formula ~- 

C27H38N~03 6,39 

C=gH4~N~O3 6,00 

C~H4oNz03 6,i9 

C3oH~N~03 5,83 

C3~Hs~N20~ 4,84 

mp,~ I 

l 

179--180 

t70 

2t5 

2i0 

t40--t42 

Hydrochlorides 

t3,82 
i3,74 
i3,ti 
13,08 
t3,28 
t3,29 
12,7t 
i3,09 
I0,8 1 
i1,13[ 

empirical ~ ~z 
formula ~ 

C~TH40N~OsCI~ t3,87 

C~H~N~03CI2 13,t4 

C2sH4~N208CI~ 13,49 

C30H46N20~Cl~ t2,8t 

C~H52N205CI~ t0,88 

The obtained products  a re  l is ted in Tables 1 and 2. Their  IR spec t ra  cor respond to the s t ructure .  
As a rule, the obtained products  represen t  a mixing of spatial i somers ,  and for this reason have a broad 
melting point range. The s tar t ing piperidone and piperido[ were obtained as descr ibed in [3-6]. The p re -  
l iminary  test ing disclosed the p resence  of cholinergic p roper t i e s . fo r  some of the descr ibed acetylenic 
aminophenols.  

E X P E R I M E N T A L  M E T H O D  

Propy l  Ether  of 5 -Methy l -2 ,4 -d i (2 ' ,4 ' ,5 ' - t r imethy l - l ' -p iper ido ly l )e thynylphenol  (VII). To a cooled to 
- 5  ~ solution of 1.98 g of the propyl  ether  of 5-methyl-2,  4-diethynylphenol and 3 g of 1,2, 5 - t r imethy l -4 -  
piperidone (I) in anhydrous e ther  was added 3 g of f resh ly  fused KOH powder. A s t r eam of dry N 2 was 
steadily passed  through the react ion mixture.  The react ion was run at - 5  ~ for 3 h and at 20 ~ for  10 h. The 
react ion course  was followed by means of TLC on A[203 (II activity), and elation was with the sys tem:  a lco-  
h o l -  ether  (1 : 1). The ether  solution was f i l tered f rom the KOH and the ether was removed.  We isolated 
4 g (83%) of (VII). In a s imi la r  manner were obtained (III)-(VI) and (VIII), which are  l isted in Table 1. 

Methyl Ether  of 2 ,4 -Di - [3 ' -N- (2" ,5" -d ime thy l -4" -p ipe r ido l ) - l ' - p ropyny l ]pheno l  (IX). To a mixture  
of 2.5 g of 2, 5-d imethyl -4-piper idol  (II) and 0.6 g of p a r a f o r m  in d ioxane -  methanol solution were added 
1.2 g of the methyl e ther  of 2,4-diethynylphenol and 0.1 g of Cu2C12. The react ion was run in a s t r eam of 
dry pure N 2 fqr 4 h at 50 ~ The mixture was decomposed with 30 ml of water, and then extracted with ether. 
The ether  ext rac t  was passed  through a bed of A1203, the ether  was removed, and the residue was washed 
with low-boiling pe t ro leum ether.  We isolated 1.2 g of {IX). 

In a s imi la r  manner  were obtained (X)-(XII), which are  l isted in Table 2. The propionate (XIII) was 
obtained by refluxing a mixture of 5 g of (X), 10 ml of CH3CH2COCI and 0.1 g of Mg in 30 ml of anhydrous 
benzene for  5 h. After  neutralization, the organic  layer  was passed  through A1203, followed by elution with 
ether.  After  removal  of the solvents we isolated 4.5 g of (XIII) as a viscous liquid. The hydrochlor ides  
of all of the synthesized amines  (III)-(XIII) were  obtained by the passage  of dry HCI through a solution of the 
amine in anhydrous ether.  

CONCLUSION 

A number of aeetylenic aminophenols and their ethers, representing derivatives of 2,5-dimethyl-4- 
piperidol and 1, 2, 5-trimethyl-4-piperidone, was synthesized. 
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