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3+SUCCINIMIDO-63 6-DIMETHOXYPHTHALIDE:s A NOVEL PRODUCT FORMED IN THE
BROMIRATION OF 5:6-DIMETHOXYPHTHALIDE WITH N-BROMOSUCCINIMIDE.
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To obtsin the Bromophthalide(I,R=Br), we carried out the brominstion of the
phthalide(I,R=H; 0.06 mole) with NBS(II,R'=Brj 0.1 mole) in refluxing CgHg~CClyg
under frradistion as done by Brown and Newboldl. The oily residue left after
removal of the solvents, however, gave from chloroform-petroleum ether a solid
(ca. 3 g.) identified to be 3-Succinimido-636-Dimethoxyphthalide(III),(from
methanol) m.p. 214-160[ Founds €,68.0, Hy4.8; Cy4H140¢N requires ¢, 57.7, H,
4.4 per cent;ygi 3000(Arc_H), 1766(lactone ), 1726(amide) cn‘l;é (cocly) 2.7
(4H,s,2xCHy), 3.85-3.9(6H,s-split,2x0CH3), 6.76(1H,s,benzylic ), 6.9-7.25
(2H,m,eromatic H,)} It gave on acidic hydrolysis m-Opianic acid(I,R=0H),ammonia
and succinic acid, Treatment with cold N-NaOH gave m-Opisnic acid end succin-
imide(II, R=H), Interactlion of the chlorophthalideaa(l,ﬂwl; m,p.1299) with
an equivalent of sodium succinimide(II,R'=Na) in boiling xylene gave (III) m.p.
216%°(Founds C, 57.2, H,4.6 per cent) identical with the (III) obtained in the
NBS reaction. Further, when (I,R=H) was reacted with NBS in CCl4 medium,(III)
was still formed; the CCly solution then conteined free bromine. But in the
Cglig=CCl, experiment, hardly any unchanged NBS or free bromine had remained at
the end, indicating the participationzb of benzene also in the reaction.

(I,R=0H)

(ID) (I,R=0H) + II(R*=H)
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The compound (III) was: not formed when (I,R=Cl) and (II,R'sH) were reacted
together. Remarkably, the Chlorophthslide(I,R=Cl), and to a greater extent Di-
[6:6-d1imethoxyphthalidyl-(3)Jether(I, B= 0.CO.CeHo(0CH3)olH-0- ) were found to
interact with NES(1 equiv) as above to give (III). Hence it is 1likely that
(III) in the cese of (I,R=H) arises from the initislly formed (I,R=Br) by ally-

lic bromination, and excess of NBS. The substitution envisaged mey involve

radical exchsnge8( e.g., react.2) which is presumably sustained?®13 thugs

In_CCl, medium:
Bre + BrN(COCHz)e ., Brp + *E(COCHz)2 (1)
I(R = Br) + *N(COCHg)p ___, (IID) + Bre 2)
In Celig=CCly mediums
I(R = Br) + *N(COCHg)p ___,  (III) + Bre (2)
(mE)2° 4 Bre — [m)Er]- (3)

n(m-)‘_-‘-%i_ ((rE)Br]s +  BrN(COCEp)p ____, (RH)Brp +  <N(COCHG)y (4)

The succinimidation of the ketimine(PhoCaNCHPhg) recently reported4 compared
to ours 1s somewhat different. The substitution achleved hes been at the carbon
atom other than the original benzyliec carbon,involving an sddition-elimination
process., The product, too, is very unstable., The compound(III) now described
to our knowledge 1s the first example of & product resulting by succinimidation
directly at a benzylic sarbon atom. It also is stable.
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