
~~GEMENT OF AZIDOXIMES TO 
TET~OLE DE~A~V~~ 

to prevent the * dc4roa shift from the azometbiac bond 
to the azidc N atom and, therefore, preventing eye&a- 
tiOll. 

In an crarlkr i?4mmhho: I have rqmtcd on tbc 

Cyclisation of azido& to tetMzoks which was 
&ctedbyt&actioaofacylchb&ksintisolvents. 
hltheprcsent-anattcmptwasmadctoamplify 
~~w~~~~nbys~~~of 
pmtkukr azidoximcs ,alld ilWes_ factors thst 
c4mtrol the cycuioll procc8s. 

The &Wistic IR frequmuzica prcsentai in Tabk 1 
arcinagm!mcntwitbtheazidoximestructureoftbc 
compounds. The ‘H NMR spectra takeo at room 
tempcratun for tbc samrat sollI&nls in (CD&CO 
~v~~~~~oH~~~k~~=g.~ 
l~.~~rn~~~~~~of~~ox- 
imcsa?eslKnvninsclWaB1. 

samcofthcaxidoxiaXswerebcaxoylatedwithbeo- 
xoyl chloride. Aa judged by tbc m.p., compound 9 we 

a ‘==u ---- 
‘N3 

1-3 
13. R=QH5)2CH- 

14. R= tC&I2CH- 

IS. R= QHr&M- 

R**C+&- 
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T&k 3. Ykkis and prqmtim of i-hydroxytctrdm 
R-O-UU 

II 1 

X+t 

MO. 1 

35 v6 1lU-l 63 61.66 &to 64.6T il.66 s.n 64.46 

1' -=A$4 a664 66 64.64 4.66 6l.u 64.m 4.66 66&l 

n g#)Y%% 118.6-466 66 46.66 f&i 66.m 4o.m Y*rs 66.u 

66 b&p i66.8-4UT at 66.66 4.m a6.68 66.44 4.76 YI*lO 

14?-6 61 67.66 b.tl6 li.06 0T.W e.30 Yi.16 

66 (p-CE&l14),Cra 146.6-160.6 66 66.66 6.71) 19.66 66.66 6.66 a6.m 

@‘I 66.66 4.w is.66 bi.66 4.66 14.6* 

saturadatmomtemp.udikethoseoftheS-benzhydryl 
daivatives (2$-21), there is a distinct though very broad 
(approx. 5OHz) one-proton &al in the b = 6.40- 
9.5Oppm region. Similar spectra taken in deutaiatai 
pyridine for 5-phenyI-l-hydroxyt&az& (2s). and 5- 
beuzhydryl-l-hydroxyUm7.ole (211) 8howal a quite aharp 
one-proton signal at b = 13.55 and 15.92ppm respcc- 
tively. such a siguificant downsdd shift can be ex~ 
byasrlrminganI%bondtothepyridineNwiththeH 
~rn~~p~~~.~~~~~ 
&notdeaytheposaibkexistulceofthetautomeric 
form according to the following equilii: 

Attempts w&e m&e to answer this question by taking 
abrosdbd”Ndsoupkd’HNMRnpedrumfora 
8ohltionof2!iinpyddined~.Therewaanochaugeinthe 
~~~~=13~5~s~~~~~e~ 
with the hydroxyimine Wucture concept. Also attempt8 
attheductionofthesupposedNoxi&groupwith 
~,~~~h~~~~~~S 
ted for N-ox& gave negative nrulta rupplyiug further 
evidence of the hydroxyimine &ucture. 

Treatmentof 12eolutionsinmoietbeuzenewithacetyi 
chloride or bromide yiekld 19. wti UXlccntrated 
hydcochloxic acid used instead of the acyl halide 21 was 
obminaJ. The cycEaation was also CffWted with 
trifluo~acidu8edartheprotonatiugageu~itwas, 
however, much #hWes (100% CycliMtion ill 2hr with 
acetylhdideorhydrochbkacidandin3dayswith 
CP3CoOH). This effect is opposite to that observed 
previou~#y’~ for various azk~~~ethiaea ia which pro- 
touationst,abiGdtheazidefofm.Tbediscreprncymay 
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scbcaX2. Pmposdwryaofcy&ltionofazidoxifmtotetntolec. 

yield af %%, q .p. llO-111’aftcr fuxystanaon from ldlcxmw. 
&“,,i P,,, 2145; m 1748 cm-‘. (poud C, 70.65; H, 4& N, 
15.58. Calc. for C&3J& c, 70.78; Ii, 4.49; N. 15.73%). 

~J+wbwJF~ yfaaddall.Toati~ 
of diden~xime mS2r. O.Olm) in SOml c~cbkxane 
and -263k @mm) N&m prop&l cbhride 
(1.6110.017 m) was ad&d dqwisc. a wn coduwd ovw 
24h at room temp. Tbc pal of N,Ndiath~ by&c+ 
ebkriQWMOffmdBlhrteWXBenpausdtOdtyUC8X. 

yi&d: 26g(84%), m.p. S-59.5. after reuydhh frum o- 
bcxmtc. I&“,,z m, 2183, 21% rm 1776 cm-‘. (I’d C. 
6633; If, S.19; N. 1819. Cd. for C,,H,&& C. 66.23; II, 5.19; 
N, 18.M). 

clAxtyfd@hw l2. Dip&nyimxddoxime 
cuzr. 0.013 was added to 1oml frahiy ltistiw AC&. The 
suspdoawuhitfarl6hrItroomtemp.Ahae~of 
lbCCXCUS~AC&lmdaltdlUdplW0C,Ib8rerimvWUlN%tCd 

Whh1SdWU7UldCxtnaedWittlbeaoeae.TbOorpnichyC? 
wuaubedwithwater.NaHCO,aq,rpinwiti~wataanddrial 
ovat&so~Aftaenpontionoftherolvent,2.sg(s5%)ofl2 
VII ollch& m.p. 6%. 8fter fctaysm from cycb. 
kxam. Q,,,: w, 2167, vm 1743 cm-‘. (Fopad: C. 63.5z; If, 
4.m N, 18.98. Cak. for C,Ji,,N& C. 6S.m H. 4.76; N, 
19.04%). 

o-Methyhlphly&f&wylacet~ l3. A 8oln of 2.321 
(0.01 m) d diphcnylat&do~~p~~~ 
to (r md 1.25 g (0.011 m) 
&opwkslihgw8sumtiuoalfor1hr,tbe~rlbaedto 
wUmUptOlUOlDtemp.8Ddh8ypOtUdiIltOlOOmlrrta.Tbe 
raalt&pptwu6lWaloffandraxydhdfrombauena, 
yk4d: 27g@2%). q .p. 11w with dec. &: r)r, 2163 cm-‘. 
(Feud C, 54% H, 4% N. 17.23. Cdc. for C,,H&O,8: C. 
54JI; H. 4.U; N, 16.97%). 

O-Torrrurlpi~V 14wuohinalillr 
aimilu manner. yield 78%. m.p. 114-y afta rwydth&n 
fnwl bcazclE I%a,: FN, 2165 cm-‘, 2137 an-‘. (poaad: c, 
6199; H, 4&k N, 13.31. Cdc. for C,,H,,N,O,S: C. 6w; H. 
4.46; N, 13.79%). 

(nllirrkh~OYhi4PhWh7- IS. M&Vi hocv- 
rarte(~1.0.Ollm)ruddcdtorrbhed~ot2Jig 
(0.011 m) d&aylwckdorims ia 3Oml bcnzeae. m v1I 
contim& for mhr. TIE ppt WRI tltlacd OR, yi$d:?Jg~%; 
q .p. 63#. m.p. 71-r dta rqe8ted rrcryctrlhubw 
bewc. b: m 33aD; FN, 2195. Zlrn, 2134; w 1737 Cal-‘. 
(Found: C, 62X H, 4% N. 2180. C&c. for C,Jf,,N& C. 
6214; H. 4.83; N, Z&5%). 

from cycbkzw. IRa&$ M 3% ‘n, 2170.2130; v&o 1749 

TBTVdWNa W 

cm-‘. (Found: C, fiO.(#; H, 4.0% N. 24.64. Cak. for C,,H,,N& 
C, 59.79; A. 391; N, 2491%). 

o--wHwa- 17wupfcpualia 
rsidhrmumu,ykld94%.m.p.136-Taftarcayddh 
from %% EtOH. &,,,z r,,,, 3384; m, 2173. 213s; w 1763 
cm-‘. (Fmtodz C. 68.15; H, 4.e; N, 18.g9. Cdc. for &,H,,N&: 
C, 6796; H, 4.m. N, 18.86%). 

o-~yw~~* l8.Totbeaupenhoof 
2.521 (O.Olm) dipkaylrebzdonme ad 3g K#O, iu 2Sml 
MdlA,~g(O~m)McIwrrdded.Tbenixtmewurtimd 
for12brItroom~.,mdnext8hr~40_uT.~trltr 
lWClk?lJdOff,XDdfntnte~~npontcdtOdryneuXDd 

pa&d 00 chroartqrrpby cotmn (‘bcmm/M 1.5:2 by 
vd.), ykld 1.91(71%) of oily ahtaacc. IR,,.,: P,,, 2145.2180 
cd. (I’oad C, 67.81; H. 5.21; N, 20.63. Cak. for C,,H,,N,O: 
C. 67.6> H, JA$ N, 21.03%). 

GtMul mdhod of pfepamth oj l-acyloxyt~ u-24 
ad l-h_ S-81. The appmpde acid cllhide 
(O.U2m)ntrddcddrapwktistkingtorsuapdonasdn 
d0.01mddoximcinrncutrdwhfat.Sdningwcoatin~ 
at room leap. for 12hr. 1-Acyloxyturu& wal8lkred OR. or 
idtaibycapodondtbcscheatCrudepductwu 
reay8adffom~c8cycbbeune. 

l-Hydroxywrazdu wac obthd by rcaydhho of tbc 
rppaprhtelacybxydarivhufrom96%EtOH. 

cknd method d CydfxElion of ChbJtitrted oddatlmcr to 
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