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Michaeliamported' thatbenzophwno mdphonphoruotriablorido 

donotmaatinthepmmnae of aluminluachlorldo andConantandh.ls 

co-workers in their extended stu 2 of the uucatalyaed reaction of 

pho@oms(III) halides with carbox@ compounda mquimd forcing 

oondltions' to bring about reaction. In the course of unrelatad work 

we bad occasion to inreatigate the reaction of phmylphosphonou~ 

dichloride and aluminlum ohloride vith banzsophsnone. The reaction 

Ma8 carried out in axoess halide a8 solvent and using tw mole8 of 

partbllyl+ratad duminium chloride. The reaction mixture was 

heated at lCC°C until hydrogen chloride evolution ceased (3 bra.), 

the product poured intO aqueous aodium b&oxide and extracted with 

benmne to gim a 65% field of diphsnylchloromet~lphenylphosphlnic 

chloride (I), m.p. 103-lW°C. 
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NO.1 

The aid chlorldo (1) ia remarkaUr inert am indioated by it.0 

m& of ImdAtia aid tale iact that it MI mlatfoo~ v boillag In 

wthml. IlLnmmr, w&m mtboxi* ill luFzing wthmlol aommh3d it 

to tb l stm mj Bop. loll-lol”; 73$), prolonged (14 br.) nqwon6 

alkaline ~lyair afforded t&a ~J&WJ aaid (Iv; m.p. 191-19Z”), and 

boiling l thumlic bydmohlorio aeld afforded the chlom-acid (III). 
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ha one of Qm stmctmoo (VI and IO -tlr-- 

OH 0 
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In 

phonpbonlr 

N0.L 

viov of times redto vo relnveetig8tbd thb reaotloa of 

triohlorida with bensophenone bat we oould lnduob no reaation 

UIIdbT 8 Widb VU'ibty Of COZlditiOtlO. onthootJurhandtupllalqflphOllphirw@ 

CmOrida I?%OtOd PMduJ With bOn~kab UtIdOr t-h0 mb COnditiOXIm aa 

VbI’b u8odZor phonylpbsphono~r diohlotidb, Irat the p~dWtw~~bOnsbydrgl- 

dlphemylpbocphlw oxide (VIII; m.pa 3Wfo50, llk6 303" ; 35%). 

This tub~aharp~rlou~k~pr~dinanrk~dTiild~t~ 

action of bamhydryloblorids on diphe&phoaphinouo c~hlorido.~ Ito 

struaturevar-aonfimdrr follow I 

Thisunexper~tednailtpre~~ uiaeobpattaok of diphanylpbo@.noue 

chloride on initially fomed diphenylchloraaekbyl~pheay&boqhine oxide 

to give t,hbiOtlpsir (IX) whiohonbydrolyMiswou.ldgive (VIII) and 

dlphayl pbomphinlo acid. 

PbI:-iPb*+Pbgc1 .-> 2 cm..jm2 ph*cimlJ 
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Attack of texvalent phoapborur compounds on “positive’ helogea hs 

received mmh atMUm recently and the reduotlon of a ml&ted oompuud 

in Bimllar fa8hlon he bear ow.8 In part oanflnution n find 

that the add ohlorlde (I) Is reduced to bensbydrylpbe@pboqMnic mid 

@; m.p w-a+5°) 

altminium chloride 

r”ii 

ph2c-F 
cl 

(1) 

by 

and the catalyet 

premmably functions by co-ordinating with the P = 0 group of (I) and 

there* facilitating npoaitlve” halogen remvel. Pbalylpho@onous 

dichloride is preeumably ineuffioiently nucleophilic to effect thle 

reduction &we (X) could not be deteotad In the reaotion mixtures from 

the preparation of (I). 

The following alternative mecbmiane em suggested to explain 

the ready reaction betwecar bemophenone and phenylphoapbonous dichloride 

Cl o- 

PhPC12+Ph2C= 0 ___1_3 Pb +h, 

Cl 

(XI) 
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The initidl addition step is aqported b Conant’s detailed tidy2 

of the uimatalyaed reaction. No &da&S 1s aVazUahl0 to olearly 

diatingui& between the two subecquti patha but it is hoped to 

oarq= out the experiment with 
ph2 l 

(j I $3 * 
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f All compounds gave mtlmfaotOr) enalytlcel, infra-red and 

p.m.r. figures, All renctions lnvolping P(III) compounde 

were oarried out under nitrogen. 


