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ttre difftculties encountereil J.n effectlng a chenicaf reaction at one end only of a

conpletely strnnnetrlcal long chaln dlacld, dlacld chlorlile, or dleeter is illustrated by the

classical slmthesls of Eononethyl sebacate tn r+blcb sebaclc actd ls treatecl q'lth nethanol ancl

acid.] or dluethyl sebacate is treated wlth base.1'2 Both approaches ylelcted the deslred

nononethyl sebacate 1n uncler 45$ ylefd, the renalnlng nateriat betng dlnethyl sebacate and

sebaeie acld. ile had prevlously shonn how insoluble polym.er supports ca,n be used as mono-

bloeking groups of strmnetrieal dlols-'' anrt sSrnnetrical dlals5'5 *d have apptied thts
procedure to the syntheses of Lnsect sex attractants? and unstrnnmetrlcar carotenoids.S

For some tlme non ne have been attenpting to attach at one end only symetrlcal d.lacltls

vla their mono salts to a chloromethylated $ crossllnkecl divlnylbenzene-styrene Merrlfield
o

co-polpert under a wide vartety of cond.ttlons j.n whlch the solvent, the teraperature, the

eoulter lon, and. the symaetrlcal dlacld rras varled. In all cases, lt appeared that the naJor

portion of the dtacid was d.oubly-bound to the pol3auer lruespective of how nuch excess dla,cld
1n

was used.-- Slgnlflcant lntraresln lnteracttons have been prevlously denonstrated,ll avrd

discussedl2 and our attaclrment of strrnnetrlcal dlaclds by both entLs to the poI1m.er, even 'when

the mono salt of the dlacid. ls present ln large excess, reptesents another ocample of
signlficant intraresin lnterectlons.

The monoprotectlon of copletely symetrlcal diaclds by lnsoluble polyu.er supports has

non been achieved through their etrmnetrlcal dlacld ehlorid.es. In a tlptcal procedure, J-J

mroJ. of a diacld. chlorid.e (fa-c) was acldecl to 3 g (3.48 rneq) of an htrntroqmethyl 2$ cro6s-
It

Iinked. dlvinylbenzene-styrene copollmer (3)'" suspencled in 5O nI of dry tetrahytlrofuran (fiIt')
ln a modified Schlenk tube apparatus' and stlrred. under argon for 12 h at roon temperature.

Ttre polJ&rer-bound monobloched aeld clrlorlaes (3a-c) were fllterecl untler argon ancl washed wlth
dry THF. Pollmrers 3a-c were treated wlth anLllne (!) a.nA k \fllth ttinethylon{ne (5) and.

a,nmonia (5) tn dry TIIF to glve the polyner-borurd nonoester monoamldes (7a-e; which on

hyd.rolysls sith tetrabutyla,r roniun hydroxtde ln TIIF or potasslum carbonate ln methanol
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yielded crlcle monoacld nonoa,nides which were not lsolated but lmeiliately converted to tbe
monoester uonoo'rnides wlth tllazonethane. Although the produets obtalne<t rere reaeonably 1ure,
they were f\rther purifled on preparative thln-Iayer ehrcnatograpfiy (eluant ether-benzene,
3:7) to see if any slnuaetricel dtmethyJ- esters eould be lsolated.. In control expertnents, l+$

of the s3mnetrical dJmethyl esters coultl be d.etected ln thls systeu, ln the precence of ffi
monoester monoarnLdes. lbe only products lsolsted. were the no'nmethyl ester nonoanldes (8a-e).
Conpountts 8a-e were obtatned ln hlgb yleld (Table f) and no dLestere reeulttng frm unreacted

3a-c or dlacid chlortde doubly-bound to the pollmer vere detected..

Table I. Reactlon of Folymer-bound Acicl Chlorldles wlth.Cninee
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"A11 ,r"* products gave satLsfactory elenental analysee and exfrtblted spectral gropetties
ln accorda,nce rlth the asslgned etruetures.

h-Obtalned by cleavage sith tetrabutyLamonlun hydroxtde

"Obtaltted by clearrage wlth potassium carbonate in methanol,
r ^I'T,lterature up 68".

%i.terature np T4-76.2

Ibe inttlal loadlng eapacttles of 2 for la ancl lb were determtned by treatnent of qg

and 3E with aqueous dioxane, followed by base clearrage and treatneat wlth d.lazcoethane whLeh
gave dinethyl glutarate and d.t4ethyl atlLpete respectively. lbe capacity of 3 for lc rae
d.etetmined as above but onltting the treatnent rlth dlazmethane a^nit the sebaclc acid rras

recovered by simple ether extractlon.

I'he synthesis of monoeeter monoarntdes Ba-e by the use of lnsoluble polSmer eul4nrts
represents a substantl.al impovenent over classl"call'2 and. mod,ernl4 eynth."es of thla tXrye.
It has also been demonstrated that rrarLatlons 1n condltlons a,nd ln reactton ech@es ca^n alter
the ebillty of a poltrmer to unclergo intraresLn reactlons.
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