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Abrtrcrcf: ticbib 2,4 ,C can be prepred from knGdoxols 1,3 ad timethylsi)yl azide in the farm of 

stable, crystalline compmds. These compowuls are potfddly useful reagents for elecbphilic azidcnatioo of organic 
subs?ratea For example. reaction of azide 6 with cyclohexene affords 2-a7idocycl~kxau1me 7 in moderate yield. 

The combination of a hypervalent iodine compound and trimethylsilyl azide, PhlO/TMSN, or 

PhIX2mMSNY is a well-known, efficient reagent for the introduction of azido function into organic 

molecules.t*2 Azidoiodinnnes, PhI(&)X or PhI(N& were proposed as reactive intermediates in the 

azidonationreactions.2However, attempts to isolate these species always resulted in fast decomposition at -25 

to C°C with the formation of iodotmzene and dinitrogen.23 Low stability of the reported PhIO/TMSN3 

reagent combination restricts its pmctical application only to low temperature reactions with the most reactive 

nuclcophilic organic substrates, such as alkenes. amincs. and enol ethers. t ~2 

In the present communication we wish to report the preparation of stable azidoiodinanes 2,4, and 6 

from readily available benzicdoxols 1 and 3. Azides 2 and 4 were synthesized in one step by the reaction of 

compounds 1 or 3 with trimethylsilyl azide in dichloromethane. 4.5 Mixed azidotriflate 6 was prepared by a 

twestep reaction sequence6 At the first step, benziodoxol3 was treated with trimethylsilyl biflate to generate 

au intermcdiatehenziodoxol triflate 5’ which was used for further transformation in situ. At the second step, 

trimethylsityl tide was added at low temperature tc give a yellow precipitate of 6. All three azidoiodinaues 

(2,4,6) were isolated as thermally stable crystalline solids with melting/decomposition points above 127% 

Specially perfonncd thermal and shock tests did not reveal any explosive properties for crystalline products 2 

and 6: however, azidoioclinane 4 decomposed with explosion at 13%139OC. We recommend to follow 

standard precautions of work with these potentially dangerous azides. 

Azidoiadinanes 2,4, and 6 were identified by spectral data and elemental analyses.~ Specifically, IR 

spectra of all three compounds displayed a very intense. peak of azido function at 2046, 2048 and 2066 cm-l, 
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respecthely. lH and l3 C NMR spectra showed signals and splitting patterns typical of ssubstituted benzene 

rings and were consistent wiith the proposed structures. In our schemes, compounds 2 and 4 are presented as 

conventional, cyclic benzi#doxds. However, an open zwitterionic structure for 2 and 4 cannot be excluded 

because available X-ray da& on 2-i~~yi~~c acid and its de~v~v~s indicate that the I-0 distance in the 

benticdoxd ring is signifi&Jy longer than the computed covalent single bond length8 
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P&iminary studies indicate that compounds 2, 4 and 6 react with alkenes and sUyl end ethe%‘s with the 

formation of organic tides. lsirnilarly to pieviousIy reported PblCbTMSN3 and PhIX#TMSN3 systems. As a 

representative example, azjdoiodinane 6 reacts with cyclohexene in CI-L$I, at -20 *C to give 2- 

aziducyciohexanon e 7 as the majar product. This reaction is similar to the previous@ re.p~rted conversion of 

cycl&xeneto 2-~~y~~~~e by the action of ~~~Ac~~SN~.~ 
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Recently Magnus and co-workers reported application of the reagent system o-iodosyl benzoic 

acidLlX@GN~ in Cl-l&l2 at reflux conditions for azidonation of amides.” Considering our preparation of 

azidoioclinane 4 under similar conditions, it is most likely that azide 4 is the actual reagent in this reaction. 

In conclusion, we have prepared and isolated as individual, stable compounds azidoiodinanes 2,4, and 

6. These compounds are potentially useful reagents for electrophilic azidonation of electron rich organic 

substl-ates. 
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Anal: Calc. for C$-L+IFgON3: C, 26.30; H, 0.98. Found: C, 27.04; H, 1.14. (b) Eenziodoxol 1 was 
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Perozzi. E.F.; Micha@, R.S.; Figuly, G.D.; Stevenson III, W.H.; Dess, D.B.; Ross, M.R; Martin, 

J.C. J. Org. Chem. li981,#, 1049. 
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Found: C, 29.40; H, 1.48. 
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dry CHzCIZ (20 ml), ~trimethyisilyltriflate (0.43 ml, 2.2 mmol) was added under nitrogen at room 

temperature. The res 
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‘ng mix- turned into a clear solutionafter 10-20 tnin of stirring and then yellow 

precipitate formed. After 5-8 h of stirring, the reaction mixture was cooled to -20 OC and 

trimethylsilylazide (0.$3 ml, 4 mmol) was added. The reaction mixture was stirred for 10-15 min until 
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