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Paeudoaacoharinethera ') 2, (I) and thioethers 3, are conveniently prepared 

from paeudoaaccharinchloride (II) and the corresponding alcohola or thiola 

respectively 4). 

ROH 
(RsH) (base) ) 

O-R t-S RI 

(11) (1) 

Compounds of type (I) can be cleaved by treatment.with ammonia in an inert 

solvent (e.g. dioxane). We employed the reagent (II) for protecting the 

alcohol function8 of various steroids, terpene alcohols and othera. Examples 

are given in table 1. We noticed, that pseudoaaccharinethers will rearrange 

on heating in a CHAPMAN-MOMM type reaction 5) 6) to the corresponding N-sub- 

stituted saccharine derivatives (III) in appreciable yields. 

0 + N-R 

(1) (III) 
Very likely the reaction proceeds via a four center mechanism 5). The same 

rearrangement under the conditions of electron impact seems to precede mass 

apectrometric fragmentation 7). The CHAPMAN-MUMM rearrangement is apparently 

the main reaction in caaee, where olefin formation via a six-membered cyclic 

meohaniam 8, io unfavourable for ateric reasons. 

Reactions of pseudoaaccharinchloride (II) with salts of different acids 

produced the N-acylated derivative6 of saccharin exclusively 9) ‘0) . From 

+ Reactions with paeudoeaccharinchloride, Part V. 
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the reaction of tetralkylammoniumpicrate with pee;doeaocharinchloride we ob- 

tained - among other product8 - the W-picryl derivative (mp. 263 - 264O, 

lit. cit. mp. 262O c) 11). 

The reaation of peeudoeaccharinchloride with a-pyridone yielded the peeudo- 

eaccharin-a-pyridoneether (table 1, eubatance If) ae indicated by complete 

absence of a carbonyl group in the infrared. The rearrangement of pseudo- 

eaccharinethere (I) doem not occur spontaneously. The substances were either 

heated above melting point in a sealed tube or in a sublimation flask at oil 

pump vacuum. 

The reaction can be followed kinetically by high temperature NMR. The 

rearrangement of the N-methylether (c.f. aubst. Ia 1) table 1) at 200° was 

practically complete after 70 minutea. 

Only the paeudoeaccharin-methylether (Ia) eo far could be rearranged by 

treatment with lithiumiodide in acetone. On addition of ethyliodide to the 

came experiment N-methyl-ether and N-ethylether were formed eide by side. 

N-subetituted saccharine derivative6 (III) can be coneidered as protected 

aminea. 

Paeudoeaccharinchloride ie capable of cleaving trialkylphoephites with forma- 

tion of the correeponding peeudonaocharin alkylether. In addition trialkyl- 

phosphate wae identified from the reaction by V.P.C., IR-spectroscopy and 

elemental analysi8. All the products deaaribed were checked by IR, NMR and 

maae epectrometry. Purity was. checked by thin layer chromatography or gas 

chromatography. 

The autor wishee to expree8 thank6 to Profeeeor Dr. F. Cramer for constant 

encouragement and helpful diecusaione. 
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