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-. The stnktié Vas &lved by tho standard Patterson method and wasrefme~~‘I. :-. :-I 
-b$ blc&diagon& lez&-squares. The’quantity minimized _G$s %.LI(]$‘,,~ - IF=[ j*_ Y -:-l: 
where W. = (110.0 ‘_t IF,J+ O.OO1]FO(z)-l. The final discrepancy indexes R- = _.f-’ 1. 

ZllFtil y IF,lfl~iE,land R, = [ZE~D(IF,I 7 l~,!)2/~wIF,12]f~2 were O.O4l_~and~--‘:~ 1.:: 
0.060, respectively1 .;. 

The parameters yaried were- the coordbates of the 42 non-hgdrogen atoms . . -: ‘_ _ 
and their ‘isotropic temperature factors replaced by an&otropic thermal param- -~- :- 
eters in the course of the kkulatiori. 
.- Thë, hydrogen atoms were generated at the expeeted positions (C-H 1.08 A):-. _. 
&nd were included, but no&r+ad, in the let three cycles by Sa&.rming B :e !ST5c:_._-;Tm- 
A*, which ïs an average of the-thermal parameter valks of the a+l&had atonis. if _- 

In the la& three-squares cycle the average iatiomof parameter shift to. &&rd:_:.~~; 
deviation was O-04, The final difference Fourier synthes& showed -15 peaI$of:” ::;’ -;. 
height between 0.4 and.0.5 electrons/A3, 8 of which surrounded the p$@i$$; .:: 
atoms and the others were randomly placed. 

The.atomic scattering factors used-were those of Cromer and l!+arm [28].for.:, 1:~ 
the non-hydrogen atoms and those of Hanson et al. [ 291 for hydrogen Whïle -., -Xi;” 
the corrëction for the real part of the anomalous dispersick for tha palladium. :- :-T: 
atoms was taken from the table gïven by Cromer [30]. 

- 

(conCzued onp. 414) 

TABLE1 : : 

FINALATOMICCOORDINATESWITHes.d.>s 

~At&m x/a -y/b L/C : 

PdW O-24282(5) 0.0729.4(') 0.442&5) :- ,T :. ;. 
Pd<2> 0.07190<5> '. 0.13377(l) 0_38&7<5) : __;-,‘- 
C<l) 0.0913(10) O-0384(2) 0.31;07(9) -: ___-. ;.;._--_.:.{-‘. 
aa --.0.1323(11>. O-0262(2> -- - .0.4469(S). 

‘_ C(3) : o.ioo3ci~j 0;0454(2) : O-5564(?) 
,. .:. .. . . _. . . . : 

C(4) -0.0766(11): 0.x304(3> -.. ,O.*78q8).. ._ ,. ] -” kT<.-;_._]’ 
YC(5) : -O~l678al>- _ 0.1404(3).~ -.. ..,0.2690<10j 

-_ :y . . ;.> -. 

. . yC(6) : .: .-O-1759<9>,: c&1219i2> - - ; +369<iO> :: ~. ._ _- ~_.:;-:~~~:~ ;$:;;,;Y;: 
N(1) .'. _. -. .0.3729(6) 0.1036(l) .- ‘. 0_6fj+@,)- ._-_.: __.-.:_---<-f ;- -. :.,;.;, 

_Nb)_ .: .. ,:0.3153(6> -: .. &.12?3(1) ~ _. .- --‘.:, ., 0*6668<5)_: . . :., !_ -.. : -I 1. -:.: .;_,:;: ?~:~,~:y.$: 
._ _ N(3) .Y:. .. I’,_:. :_ .. : -0.17&(6) ~__ .- -- j.1386-(1>-. :. ,_- : ~~.-;:o;@j~~(~) ;.;<:_;..y_~ --.l~ .Y <~‘+y+;~;: 
-’ -; C(11) -. :._;;: . . :y:-. ;:0.538~~~~~,:::~...: -, -;;:_.$$jg(2)~,, ; '. ‘:- : ,_:,,,+‘j,)(,$j '.f;,::~_,;:; _;?$;;:,~;;:~.:f: ;:;_;';<:<; 
‘ii 49 .:kj-:..i:. :: : -:.;;::_~f; _-i__: O;Sl+(9) _‘:-. L .- :,-, ._ .;-&,,f+(2) :,.,__ ;:;._ j-,i_j.$_ : 0_6@j3-(7) _:;;:;::;i_:_ .~“:_~:,:'_':Is'-.~~-,.~~:~~ 

,_- .; .:, I _- y:’ - .._ L _ cc .._..-.: Z.‘ ;: .._ -__ iI- _>_[ -~ _ 2._ _.: :_ / ,: _ .,,_L’ 
.~ ,. -_,: : :;-_. _ . .- -Y--:_ . . . . . ..~ _:./_ . . . . -G- -. i- -‘, ,L-. -.-’ ~.-=.:.I.i_lr.-coniinUe’a),~~ . ___ ~. .i_ _ ._; z-. -::.:-.‘_ -:-. ..“‘~__s_.:-;‘_l ~I.y“_:~_iir... <‘. _I;I-:, _.. ._. . ; _-. _‘ _ _._ a.-.. ii i‘ :- ;:.;; ~. .-:.-:-.~-; .~ ; .-._.; ‘_;.c:..: .A,-: :’ - : :_:‘-: -‘.... 3 _~__._,._ . . _,=.: _~(-:~:,-~~.-~~~.r~~-~-i’~..~~~: ..-.+:.~_e.~ _ _ ---.;:..~._.-. _ .-. . , 





Pd<l, '. l36.4(7)- 4.6(O) . 83.9;5> -8.5(2> 
Pd<Z> i20+(7) < .;. 6_3(0> >.79.8<5> : -. 1.6<2) 
,X1) l 23!(16>. -.. S(1): 168<12) ,' 43(5) 1 

_. C(2).. 264<17)' ';.7(1) -. 190(13)_ 49(5) .193(24) : +q4>-:, .‘. :: 

c<q> _259(16> : _ ,6(l)--. .179-a -23(5> 232<2& .-. _. +6(4j '-.Y . . 

c<4> -. 226<16> -- -_ ,15<lj. 77<9) 6<6>- -2(i$'- 3(g) :--._ ;: ..:; 

C(5) 176(15). -.. .16(1> '. 165(13> .-. 19<6> ~29<23> --. ..:~2(6)..Ij :- ‘_;- 

‘X6). 138<12> .: 13<1> '-.172(12) :7<5> :, g3(20). :,+(5j,' : _y- :LT: 
-N(l)..' 134<8> . . : 5(O) .. .85(6) 2<3)_ .. .. 50(11) -5_i2> _‘::.'-;; 
N(2) -.-. .142(8j ._. .4(O). 82<6) l(3) ._ 54<11) --4(Z),- -.--i 
N(3) 151(g) _’ ._ 6KW . . _:_’ 826) l(3) ;19<12)_ .’ .-;i(2)c -:;.. . . 
C<il)- 127<10>_ 5(O).- -87<7) -3(3> 76<13>. 

_oC3). ..:. -‘.~~: 

q12> -198<12) 4<0) _102(8) . . 6(4> . 114$16> .: .‘. -5(3) 2 -‘:_‘_ ~. 
C<l31 '176(12) . . -- 6(O) 104(8) 7(4) .. .~' .83(16). 

'_Oc$, .: : 5: 

C<l4> 149<11> ; 6(l) 91(S) 7(4) 76(15). .' .‘.4(3)::::-y 

C(15). 123(10) ; 6U-M 115(S) 2(3) : 47(15) -y1(3) :.:;, 

C(16) 144<11) 5(O) 121(9) .~ ..5(3) 66(16). _+(3)-.: 1:. 
C(l71 16102) : _. ?<l> 145(11> .21<4)-: _ 46<1.!)- :5<4>:;-: -‘ 

C<31> ?26(9, . . 6<o> " 87(S). .’ - -3<3>': .. 95-41 -1. -73<3>-: -.~ 
C(3W 135(10): 6(l) 119(9> -2<4> 82<15> .~ -9<3>;::_ : 
C(33). .-199(13) : .' -7(l) : 113(9). : -13(4). '_ i93(18) :. : ..' +15(3j-:,;-Y I: 

'a341 ,201(X4> 6<1> 164(11) iss(2oj ; _ _ &19<4> + :_:;._ 

Cc351 :. 174<12> 7<1> 146(10) 103(18) -- +5(+>.;' L--I.:. 

C<36) 1'49(11)-: 6(l) . . 107(S) ... . . q(4): 1. .- 90(15)' : :._ :; 5(3).:::a--z ;:, 

C<37) '280(20). l?(l) '. : 206<15> .' 21m .: 179(29).- -: '._ -+2<6);:'-i;, -y. 

N(4) 148<9> . . ._ 6(O) 98(6> . . -.~1<3>., '.. '_ 94(12> -_-I ~~..'--<2)~:~;: .;-_ 

N(5). 140(9) 5(O). 109(7)- .,-’ --3<3)-- -.-. 8lQ2) -- .: '_:" -;.t-_5(3) :,;.f-:_t:;, 
N(6) 125(S) ._ ‘X0) .' X05(7) 4(3> .. .. :-8fI<l2). :-. 1. ‘-(2>:.~_.;:-~__~ 
c<41>: 147(10). ;. 6<0> 90<8j: .-5(3> 89<ï4j -._.: -: -7(3)0 Y.. -.r 
C(42) 205<13) .. 6(X> 125(9) -2<4) 153(19> -. ._._ -_~~3<3)-'-~-_‘::,-: 

C<43) .. 176<12>- - 8<1> 126<9>- .- .r2<4> .. ’ X53(18>. 1.. -_. :- ;-~&~~:~;~<::' ,-. 

C(44>- --:156(12). _i'(l> 12i)<9> ‘.. 1[4) ‘- -.-.- &00,(17> ._ :-.’ A15{3>'_-;:.;' 
C<45>.. 234<15> 7<1> -120(9X. .12<4> ._117<19)__._ ::_;. .-y: 1;(sj'::; .J:_- 

-C<46>_-. 211<13> .,-. ?<l,~. ., '-lOS<S> :. 1oc4> : : ii1(18)L_ .Y -. :&~(&::~%;~y 

C(47). .207<ï5>'.. ._ S<lj._ .~ '143<lij :y_: ..’ 15<5)._. _ :_309320> .:_ ~~~'.I_ii~4,c.:~_,i-:. 

~._C(t_il, :. 180(12). : 5(oj ,I . . .1%4<9> ._:, -1 _5(4) -. - ::- ?ql?); -;. ;_.-y :'::~_-5~4)~~~.~(_.i~~~ 

.C<62) -:258(1?>.. . . . -. ’ 70) ~zz7_0<17> : !:..- 045) _:-- :' 295<2?>_ : -..._---~~~~!5?:r;_ ‘:G 

.,cye.3> :.; 3&9<22V 
,.5(i)_ _ : -' -.. 

37?(24) ‘;._ :. :. 10(5)-:_ ..:.--_ '-~~_;37;LJ3.9?'~. ;<; $-,+r‘-?:G;‘::. L: 
C<64> :’ lf$7(S4); -. --.:Y. 6(l) _ i ‘. 280<17)~;‘:- i t -- -'12(4) :_r.:'. 1: .~.-J51<25)~_':. .<'Y: : -r:.~14,(5);~~~7-~:1_ 

-i:gt5> -.:::205<162-~--..; 1 1 1; i(l)' ,. r. _,: m1$32(ilj:'.'-. ;:,i_ $iij_:__:y.I .: ~-2gg~&j: .~ r;I; i_:!,-i_ ;J<~),f~$.~~S~:j 

~:: CcSS).: -:.;:&76(1ZJ>. --: <-__- 6<1,;- :- -_ -.:._:. 2.94<+):;;_. 1.1 ._--_ _io<&;i -A __ -G:;_L:_+@ jl~~$i,::~:J:;: ,::':i3~~~~~.::~~~:~~ 
.’ C(g7>;;1 :.;255<19);;~:__ :_-_.; ::.5(1)_1_. : : .-; :.. ;_4@!26)_ -;,F:-,:-_~.-,:::_ -_-.:ê(5)~.;:~:_1,;~._262<37).._~~..~1 ~.1:.~~i'~~:‘iscs)~~'r~~.~~~. 

:: ._- _:;:_ 1; ;_: : ~ ._+. ,-y> "..'r';~_~_~~.~.~-7-;.:: :&-;;~ _i _:__.._. _ .-. , ..-. _:. 
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-- 
‘kg. 2, Sche&ïc drawing of the allylpalladium triazerddo complex showing bond angles with e.s.d.‘s.. : .. :- 
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A .and ++es betwee;. 1.3 7 &d 

.: .. ._, : .- ..Y ._ -. : 1 
stqctures [23+26] of &lyl .. 

@lladiti~caibo~~ &statices 
by .the tër&nàl &rb&% at -, 

..‘L :>-.--Y. . . 
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&ongtheca&. . . _’ 
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chemis@$ in Solution, indic.ate tw0 possible cotio*ers:.with,the all*l@ &its .‘. -_i- 
stere&hek+ll~ non-equivalent(F), or equival&$ (D of E). In,the~soli&~&t$: i.-f... 
th& fi&-conformer w&_fo&d.for the kelated_ [Pd(l-3$rC,H,)(AcOj]~-_-[~]~ -:y’; 
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.-..Dihedml &gle+ c) formed’by the pknes given abouèr 
’ : .TRI&Zl/Tq:AZ%_ 
-.~~NiI%N&/N3P$Ntj . : 

84;l. PNlNBP/PN4N6P 85.9 
32.7. 32.5 

:'"ALgyLQAccYL2 
TOLl/TRIAZl 

26.9. 

-iypJlPlti4/&L%Ll 
TOL2/TRIAZl. 23.0 

120.0 T_OLI/TRIAZô 28.8. 

II ',N3P2N6/ALijrL2 _. 117.9 _. .TOL4/TRIA!Z2 4.3- 
- :.. . . -: _. ,_ : ‘: 

j-.._-+tomïc dèidatio~~ CA). fiom the plnkes: 
:__PNlN$P ’ .’ PN4N6P 

I .’ Pd(l;.-:-- h.225 
-,:: .Nilj : __- 

pd(ï) -0.192 
0.252 ; . ._ 0,296. N(4) 

y?(3) -.; - +J.+ : ; N(6) -0.250 
~.:--.~d(2i'. ; 0.221 ‘. Pd<2). 0.190 

:-., _-1 ._ 
.::?Atomic d&tances f& frqm the plones: 
- '-NlPl--_ 

‘. 
: N3P2~6 

:. .- 

‘-:Y+ C(l>--. : 0.0'11 ,- C(4) -o-i46 



,forces iqhich_ are rather Weak, ail the-intra- and inter-molecular-contacts beirig. ‘. 
. . no shorter than the u%&values. The best Van der I@als mtemctions-oc& _ :y, : 

between barbon- atoms belongïng to the allyl groups aiid nitrogen &oms (k3.2 
’ A) &d ckrbon atoms and methyl groups (-36-3.7 A). -: .~ 

A view of the unit cell along the u. axis .k shown in Fig. 5. No evicence exists: 
: about &r! interactions. 

-_ 
:. ,- 

._. 



~~:h.n~ -pi-ocess:Of .+-type proposed for the magnetic equivalence of the allyl ,- 

-:. ~g$ciüp$ of the D and E ïsomers of the closely-related allylpalladium(I1) carboxy- 
.:. late-systëms-[37,38]; However this possibility has to be dismissed since the F ~ : 
..I.: isomer,of. OU~ system does .not show any such dynamic processes *. Therefore, 
.-:either.isomer-E does not form at all;or it may be present in non-detectable 
-- amouxlti.: : 
. _. Finally, it-should be noted that the-three carbon atoms of the allyl unit prac- : ;.: 

txally lie:on the same-side of the N-Pd-N plane (see Table 5), as found in :. 
: ~~~Pd(~-mëthallyl)(dmt)]z [21], and in contrast with [Pd(7rniethallyl)Cl],. [26] 
c where:the two terminal carbon atoms lie below the Cl-Pd<l-pkme with the 
-rcentralcarbon atom above the plane. It has been suggested that this contra&. 
-‘may-be due either to an electron repulsion effect of-the 42 electrons or to a 

‘. ~PdlPd interaction- 1211. It might be due also to the short hydrogen-hydrogen 
_. contacts (2.0-2.4-A) mentioned above which compel the two allyl units to be 
.. fa.r apart, with the three carbon atoms on the same side of the corresponding 
‘: -N-Pd-N plane. 
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