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NEW SYNTHETIC "TRICKS'! 
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N-Substituted pbthalimidescan beobtained in very goA yields, under essentially neutral conditions, by- 
or heating an alkyl(orary1) azide, triphenylphosphine, and phtblic anhydride in benzene or toluene,inthe presence 
of a catalytic munt of tetrabutylamronim cyanide. Application of tke reaction into the damin of carbchydrates ia 
pranisC-q+ 

7be@haloylgnxpisa amzmprotectirg grcupforanines: thea7rineisalla4sdtorextwithphthalic8J?r 

dri&(orwitharelat&canparrd)aoi theresultingintennsdiateis thenheated tocause theintrz3mlecularaXXkl- 

sstiao to the cbnsircdphthazimide~l the phtklolyl groupmt only blccks the amine but may ckmge the reectivityof 

either the vicinal carixn atans or shstituents (hysteric hirrirance. byancMmaric assistanon...)r finsllyr its 

clesvageisnommllyaconipliahedbymeans ofh~~ne.Whslmilderconditionsthanthasejustindicat~arere3uired. 

~@h&mi~grcupcanbe~teredvia theMitsunobureacticnr2frcm thealcohol ardphthalimide.3kw3er. unsatis- 

factoryyiebisaresmet.imesoh~. sincedabydratian-a reacticnal.sopranXedby the Et@ZO-N=N-COOEt/phgp 

reagent-instead ofsubstituticn &es often place. 

Lproposehereanaw,altemstiveuayfor theprepsratianof~~imidoderivatives, khichstartsfmnazides 

(L) and convertsthenintothemr~~phasphazenesorphasphineimides(~),4 thesecaqx&sreactirg in situ 

with pVhalicanhydride.Inprel iminvyevperimntsrreobservedthatmnpollnds1resc~gui~ylyithphthalicanhy- 

orif& togive inter-a&&&s that uerem3reslowlyconvertadintomixturesof the@halimido derivat.ives(~)~ their 

Ph3p 

R-i?-N=N-hPh3-j T R-N=PPh3 t 

N2 2 

thewrkup. lheovemZ1 yieldswere ccrmqmtlylow. Wereporthere tit thepresence of 0.1 quiv. of tetrabuty1- 

~vnc~de~izasquantitatively4intothedesired,~~callyfavcured'~(~~tterlvfiether~JVf 

~isaddEdatthe@irmingorattheerdofthen33ction). 

ikresultsCanbe summrizedasfollcwa: 
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l3, C&,A,42h,81%7 

0 
$,R=H, C&j, rt,L?.h,81% 

0X& &R=&,C+&j,A,&,85Z 

&Ra$IMs2,Q,Q#,=, 

lkmlly, 1.0 mwls of the azide, 283 q (1.1 mmls) ofPh9, 163 ng (1.1 mmls) of $tinlic aohqdride just p-i- 
fiedbysublimtim,azdca. P~ofanh. EQV& were dismlved in 5-1Oml ofa&. bmzezeor toluene, wxkr N2. 
In the case of 5. 6,'andl3stirring overnight at rem tenpratore WB sufficient to obtain a practically quantitative -- 
anversim (XV). (3 the other hand, for the nwre hkdered azides hsating in toluene at reflex km.3 nxeisxy toenhame 
tkreactivit 
@zhalimidss 8 

ofthephosphazene tithphthalican+dride.Aftem~3r&. theorganicsolutims kere concmtratsdt and 
w+reeaaily.sqaratedbycolum chramtcgraphy(either with ~$l2orC@l4/AdXt) cmailica gel. 

.Sxeadvantaggareinkrent to thisnew"vi~"forprotect~arrdnogroups:i)~~ygoodyielcLsare 

abtained~-~t,quitesrmthormlitigns:ii)chiralcentres~ lm.lter~,as~ted,sincetheyaremt 

involvedinrhereactia,andsince,even~in~~e~ tim orr &timmight-,tkaxditiak3 

aregsenti~ly~tralr iii)application tonatural prc&Yssemsprmisingespciallyin carbdqdratecbmistry:lo 

izmpmk with piXhalimic.k3gmpatC-2lilce~and~are veryeffective for thesynthe3i.9, fmnderivativesof 

2-mim sugars, ofdkauharides (oroligosaccharides) with &gl~~clinkag~.~l 
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