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+ a ' , l ~  + 
PI"VCH2CH2NH3 ~ Pt"+ICH2CH2NH 3 

a ,  - I  ~ 

o.11  p~v ptl~ 
+ 

PI41CH~C H2NH~ 

+ 

Pt 4~ + CHaCH2NH:~ Pt" + H2C:'CH 2 + NH 3 

nium group gives ethylene (stage c )  The compet i t ion  of 
reaction (c) and the stage of  the complementary,  oxida- 
tion (b) explains tire retardation effect of  the Pt TM addi-  
tions. By analogy with the published data, z the reaction 
of  pro todemeta l la t ion  (stage d) is included in Scheme I, 
since the formation of ethylene is comple te ly  suppressed 
when 0.001 M HCIO 4 is added to the reaction mixture 
instead of  tire phosphate buffer. 

The discovered reaction is similar to the known (see, 
e.g., Ref. 3) reactions of  the decomposition of  plati- 
num(ll) [Vaminoethyl complexes in nonaqueous media. 
To perform this reaction, p t lvCH2CH2NH3 + should be 
prel iminari ly  reduced to the corresponding Pt II deriva- 
tive, since stabil ization of  the resulting olefin by r t -com- 
plexation is possible only in this state. 
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It has been previously believed I that 1,2-di-tert- 
butyldiazi r id ine  could not form due to steric hindrances 
of  cycl izat ion.  However,  this compound  has been re- 
cent ly obta ined,  although in a low yield ( 6 2  %).~ 

In this  work,  the more  s t e r i ca l l y  h i n d e r e d  
1 ,2 -d i ( l - adamanty l )d iaz i r id ine  1 has been synthesized.  
C o m p o u n d  1 is of interest as an object for the study of 
the inversion of N atoms and as a precursor  of the 
unknown 1,2-di( 1 -adamantyl)hydvazine.  N , N ' - D i ( l - a d a -  
man ty l ) fo rmamid ine  hydrochlor ide  (2) was isolated as 
the second product.  The formation of  compound  2 can 
be presented as tile result of  1 ,2-dehydrochlor ina t ion  of  

the common  intermediate A or oI  the direct leact ion of 
AdNH 2 with C H C I  

Tile N M R  spectrum of  d iazi r idme I has a record 
high-field shift (3955 ppm) of the signal of  tile ring 
carbon  a tom for tire series of' known 1,2-dialkyl- .  
d iazir idmes (by 182 and 2.4 ppm compared  to those of 
the d i - M e  and di-Bu t analogs, respectively),  which is 
explained by the maximum compress ion of  the HCH 
angle of the ring z 

Synthesis of compounds I and 2. Paraform aldehyde 
(54 mg, 18 retool), ButOCI (018 g, 165 mmolL and finely 
powdered K2CO ~ ( g, 72 retool) were added with rigorous 
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2 AdNH2 + CH20 + ButOCI ~ [AdNCH2NHAd ] 
I 
CI 

A 
H 

K2~3 \N + -----',lD,- i N ~ (AdNH~)2CHdl 
C~C13 H \Ad 

1 2 

8 

stirring to a solution oFAdNH 2 (05 g, 33 mmol) in CHCI 3 
(20 mL) at 0--5 " C  Then the mixture was boiled for 48 h 
until the characteriqic signal of HN of AdNHCI at 4.05 ppm 
(in CDCI3) disappealed from the I11 NMR spectrum of the 
sample After the separation of the precipitate and evaporation 
of the solvent, the residue was dissolved in CHCI 3 (5 m L )  
After 2 h (at 20 °C) precipitated crystals of product 2 (I 2 rag, 
2 . 1%)  were separated. IH NMR (CDCl3), 8 : 1 . 6 8  (br.q, 
12 H, 8-CH 2 ,ABspec tmm,Av  = 30.0,2J = - 1 2 2  Hz), 1.85 

(br.s, 12 H, 13-CH2), 217 (br.s, 6 H, y-CH),  7.37 (t, 
I H, NCHN,  3j = 129 Hz), 1031 (br.d, 2 H, HN). 

ProxJuct I was isolated from the mother liquor by chroma- 
tography on a column with silica gel (100--160 ram, eluent 
CHCI3--CCI 4, I : I )  Diaziridine 1 (51 rag, 98  %) was ob- 
tained after two c~tal l izat ions from acetone, mp.  195 °C, 
Rf = 0.38 (CHCI3--CCI  4 I I). Found (%): N, 9 1 9  
C?IH3zN 2, Calculated (%) N, 8 9 6  Partial MS (El, 70 eV), 
m/Z(Ire ~(%)): 312[MI + (518L 177[M--Adl + (6oIL 135 [Adl + 
(100), 42 IM-2Adl + (497)  ~H NMR (CDCI3) , 8:1.56 (brs, 
12 H, [~,-Ctt2), 1.59 (brq,  12 H, 8-CH 2, AB spectrum, 
~,v = 21 I, 2j = - 1 2 2  Hz), 204 (bns, 6 H, -¢-CH), 255 (s, 
2 H, NCH2NL 13C NMR (CDCl3): 2941 (d, -:,-C, I j  = 
132.2 Hz), 3676 ( t  6-C, i j  = 1280 Iqz), 3955 (t, NCH2N, 
Ij  = 173.0 I tz) ,39.66(t , [VC, I j  = 1280 Ilz), 5415 (s, (x-C) 
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In add i t ion  to tile known me thods  for oxidiz ing  ell20 H 
allylic a l coho l s  to the co r r e spond ing  carbonyl  corn ] 
pounds ,  t we suggest  a new me thod ,  ox ida t ion  with 
ch lo r ine  d iox ide ,  wh ich  has not  been  previously  used ill Me 
organ ic  synthesis .  Being a highly react ive ox ida t ion  re- 
~ 1 ~  CZ) 2 is wide ly  used in the paper  and pulp indus-  Me 

1 
tW tq.~r w h i t e n i n g  ce l lu lose ,  z The  m e c h a n i s m  and prod-  
ucts of  the ox ida t ion  o f  mode l  l ignin c o m p o u n d s  (sty- 
rene and s t i lbene  der iva t ives)  with ch lo r ine  d ioxide  have Me 
been  s tudied  in recent  works.  3 J . _  

The  t e rpeno l s  myr t eno l  (1) and trans-verbenol (2),  
whose  ox ida t ion  results  in the fo rma t ion  o f  myr tena l  M OH 
(3),  m y r t e n i c  acid (4),  and v e r b e n o n e  (5), respect ive ly ,  
were chosen  as substrates .  2 
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