SYSTEMES  INORGANIQUES CONDOCTEURS
LES  ORGANO METALLIGUES

e dud pag 4 &2
G C/‘“gwj( {‘)\g t(eVm». %&hw \JI,L),V ;ﬂ(}jﬁ/ - MCOWH&W‘Q‘
wmcmq,’ 47D J, (jn:uincg W@W&ﬂt‘:{&w e\g’(m Y (,Mfm Y (M.}r
gcw i‘wt e Mle/adb &mji\(ctctueﬂy.
(o hormad de hatsmn el wdhol M.,M" Im(mi’%ﬁe.‘ owract
Lﬁ NE LU eI o daleice W W0 St pous /t'ou‘a«»ﬁ d»’ff b amde
e thhwa‘%,
e, w«rhu, wﬂtiﬂqw dool” fu /{ngww e youf o krw‘o
Un oy el rwm@lmff de ®h  Godadn . Ley o7 wde do de ookl
de, ogbr Q,sk@yw'ﬂgb\ dewd” /U(Mw eqp 4 YJ)M Oy b da ww‘/{ue, U"b’;{"g)
/ ,U(nffwrsw@ }4 JLMA [ B& (Jncu‘we - cara.d(refrc @u«aa 4D .
Le dgpe do owmman’ do o o lihile dhormine  Jo Focmas AN

porbe—tte—dle dilcalin

Je 4 le rf'—&/-x@'%ﬁ d”’ hL JWT%T d"lf /.,.u dunValig ek welepaive

llfnwr /{r.k ‘LQE“\M&b' d4  Lovde o‘, W&O{r&(& W«faarr‘b .

L’P—«I@M'm d)& erLZ%k/.l (L‘},L \l d& Bd >l{d >2‘3(L

N (ﬂw‘;lem ﬁ» + condudeurs seconk com wwWM ds M\fwx e

GoiG e Lo 37 AGKR . PEET T de Dowid
s b (ﬁﬂoJ& day Yohdea

Mor,i. (‘:..4, i\u.“ h'Evn Jrvw.rf qo.,.
La (.Lv{wk de, oom(,lma, sonk (xj.am Cawc (W i evesad s Ccé)_ Vw?bé .

Lo  witfunw - (e CJD"’YL?M& uﬂ.lﬁa, — sod: Co&) Ni(=) (um)
({L(r,) Ir(‘h) ﬂ;(n) PA(TD)



DA SR Ao G 8 B
T 7,
- er_‘l’ ﬂﬁj\d:eﬂr Ohee oew\{\iwerm o Le o W

-

qrd  owec A wade desVoe ¢ S awvdw |

raw c,r.u'J Orré M ‘Ul.é_)&fl(e 4

QM ot 1 LJ. CM Kro%mm

W, [P[; (CW)#] j-”HLO £C: U’=E.4O'7 LowT
Otfb_f’t = 3,3 )

Mfi de volowe wide - l(LWt(CN)Q] O(O'sa (Hzo),
Y= 2_40& Sem-"
dyalj_Pi: = 3./83 Ha

— bonde de condud {mﬂieﬁcw“ eccufxfe Cpege >

— -dwihe (a-au;w-ql/ J}srw{b VY A
(ot ;mv‘,‘c&@ er’fe\a cu'} A oxxadnﬁ’ / Gnlwava de e (o O{l’}f

e A m-equ/ twhis 4 emadaf) [yo.,.rkeﬂe ngcenile & e%h\ Yalds, dlsr'v&dau@,

A7

e g *
! NS \“/CN] P —c
LN{/”\; ) s/“CNJ pues Y e
‘aj;(waﬁéomﬂ,-ﬂﬂea de &ﬂlaf’e)

\m,nt

\[afr w\m(&uas. ‘G.%Lts \'004..5(1

;Jéré"'( d-l/ Ceo }Gcawxlc ¢ c&q@% de kagl\lyev dﬂ; Q,idﬁ'dﬁ'a .iho&aﬂkweﬁ;, d«\ax%dtgr » Car
L wod ws.a,&\e-; ct’wue,ﬁku A teetr &0 tw nedod (swr 3) Ta
nidwisond Le J‘iwffdaiw. de Codomb s gofriduad Le. dwmy iwe o

O&Ougbl% tiﬂ(})-”l"'"" B y ¢~ we \é ¢
N G



> (onduch %ME 4D ?a%‘i : ‘fm o ﬂ% mieods g0 .
—sa AQD Some
%r‘JaJ-r- Y é@ﬁ‘(ue; bk Jong 4. &
o edtlehe e & T

o b oo o SLC G, (< 5)

Uld iﬂf lePJ(; GGWP&L :"’_
(MM ,&- UL\MVLL)

wawmi n)l’mamgl'&m s«moffonie;tw’f‘,@ A0 (-.Leiow E)
fodisad b ¢ o ek d d e (pugec)

S /S\‘ /'8
= M )

I

‘y'-& L@L mu“cafvt)imvﬂi\‘lﬁowé-) H = (dl"“):M M- M", 1013) Pl

SMJA' condedl s wte/mh %Q(meq ) e T cﬁfno&k&ﬂ;} Fondance o
L W[u!w
hoswal d4 BC f:a»’(teﬂwjf nmrL pee

—

gy;\,bo\u,@’ ]otwv &?& .

[we[and],) RNew, =5 (toeb:] (v,

r

A a1 o Vo .

Al
pesp 8« mpillen de ww{ﬂwxea .4 Wm@»d
ewbe,ﬁ mwmr de, (le'()”« UV iaieriens N e
2 \f&ﬂ-dﬂa Cb FLMMW 1 alo
e v G

O {Jw o TTF[N‘(."’WHL]a_ —> Su\frctﬂ' o TET - (o

méfd/u"t"@ .
Wi raudier
p A el de 4
| rapiakid - diYosg & Ja donudore

— me\'» m?mw kwc(w%\w WTT"' )wd’uﬁ_gﬁﬁewkg A 5




04

o woledi  Geed o Vromd do o fucl .

T = 3op S et o0 K
TR A% C e L

-JE‘A-f‘N- Lota 7\?\:&1‘ Tc_,:dffcaK

[Mf(dm'})l]t (CH&)Q ) - Te = 85K soua %\Lw




4

| LES ORGANOMET rxu_iﬂ)sas

X
dx'

i dy, ' dyz

Atomic s, p_and d cehisale

ik 32 7 1 )



=N

cE




ISOL ATED
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ENERGY

P1-P1 SPACINGS, 2

Schematic correlation diagram for the electronic energy levels of isolated PY{(CN)4%~
as the ions approach each other. E

ENERGY

. Schematic illustration of oxidation of a filled 4,2 energy band; (a) forming a partial-

_ ly occupied d,2 electron energy band, (b) assuming a constant bandwidth before and after

partial oxidation. Note that _the change in metal-metat spacing will affect the bandwidth.
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_ _(_)ry_stal Structure gnd Conductivities for Several Krogmann-Type Conductors*

. Space dep (A) Conductivity*
Conductor group® at 298 K (ohm em)~t . Color
Pt metal 2,175 9.4 x 10¢ Metallic
K IPt{CN)(I1Brys0- 3H,0O Pdmm 2.89 4-1050 Bronze
K {Pt{CN)]Cloxw 3H:0 Pimm 2.87 ~200 ‘Bronze
K:[Pl(CN)qlBru,uClo,u * 3H;0 Pdmm '
Rb:fP{CN}L]Clox3H,0 Pémm 2.877,2.924 10 Bronze
Cs,[Pt{CN),1Clox I4/mem 2.859 ° ~200 Bronze
(NH.)i(H0)0.17[Pt{CN),]Cly 4, - 2.83H,0 Pamm ©2.910,2.930 0.4 Bronze
Csa[ Pt{CN)J(N3)p.2s - 0.5H;0 P4b2 2.877 Reddish copper
Rb;(H,0) . [Pt{CN),1(0,50 - H- 0803)5.65- {1-x)H,0 Pi 2.826 : Copper
K.2s{Pt(CN),]- 1.5H,0 P 2.965, 2.961 115-125 Bronze
_Rb.,u[Pt(CN).] -1.5H,0 d 2.94 1 Bronze
Cs,.fP(CN)]- 1.5H,0 d 2.88 ~25 " Bronze
Ko[PUCN)J(FHF)o.2+ 3H,0 Pdmm 2.918,2.928 Reddish bronze
RbE[PHCNLYFHF) o0 H4imem 2,798 2300 Gold
Rb:[PHCN)LJFHF)o26+1.7TH.O C2lc 2.89 B Greenish bronze
Cs;[PUCN)YIFHFE)o3 I4imem 2.833 1600 ~ Reddish gold
Cs,[PUCN)JFHF) 2 I4tmem 2.872 250-350 ~ Reddish bronze
Cs2[PHCN)IFoi : Immm 2.886 Reddish gold
{C(NH;),);Pt{CN),){(FHF)p.2- xH:0 2.90 Bronze
{C(NH,):[P1{CN),]Brgss- H,O fdcm 2.908 ~ Bronze

- eData taken in part from Williams and Schultz (1979a). .
*For the space group P4mm the Pi-Pt intrachain distances are not r
determined to be different both distances are tabulated.

equired to be equal, but often appear to be so. When they have been

cResults are for a range of literature values for room temperature and by the four point probe dc conductivity method.
“The crystal class is monoclinic but the space group is unknown. The {attice constants for the Cs salt are a = 18.35, b=5.760, ¢ =
19.91 A, and § = 109.03°; for the Rb salt the lattice constants are a = 10.56, b = 33.2, ¢ = 11.74 A_, and B = 114,23°,

-1
A
T

“Ln{oy/oqy)iohm [cm)

!

Témperature dependence of the in
. structural type P compounds (space group P4
RbCP(Ch); closed circles, KC_I_’(Ci); and triangles,

(v

(0% THK™)

20

30

-chain dc conductivity for the four iso-
mm): full line, KCP(Br); open circles, .
ACP(Cl). [From Willian_l_s et al. (1982).]



Electrical Conductivities of Several Dithiolate Salts

opr (Compressed peliet)®

“Cation Anion (ohm cm)-!
NEtz .. INi(S;CNa)1~ 1.0x 10°%.
NHi® (@) - [Ni(S:CN2):1" - 40x10°¢

(b) _ 1.0
Na** (a) Ni(8:C.Ny))~ 4.0% 107
®) ' ' ' 2.5 % 10!

NEt} - [PA(8:C4N;),)- S 2.5x% 10-% -
NH: [Pd(S.C.N1):]1~ 1.1
Na* . [Pd(S;C.Nz).1~ 4.0% 107

“Taken in part from Perez-Albuerne er al. (1977).
*The defer:nces for the NH salt 2 and b for Na were attributed to the state of hydration
* (a being anhydrous while b is hydrated), It was also determined that two forms of salts
could be crystallized, which had different conducn\nues

-2r
A» .

-G . ’ . .

infoy/og(RT)]

=B}

=101~ ’ : 7 -

Wi 26 30
1070
Variation of conductivity with temperature In{c\/oy(RT)] for a smgle crystal
of Li[Pt{S:C:N3).]- 2H;0 {From Underhill and Ahmarl {1981).1
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(a} {b) .
Comparison of chains of square planar Pt(CN);~ groups in (a) K;{Pt(CN).}
with o= 5.0 x 10-7 {ohm ¢m)~! and (b) K{Pt(CN).] Bro3H:0 with o= 4.83 (ohm
cm)™! (298 K). C _ . : :
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The ¢* axis projection of th i
(Pmnn,}2H,0, o ® elystal steucture of Lisay

y . .
Z
i ; STRUCTURE OF I’AePh_\ sl Ni{dmit}.]

Perspective view of the molecular packing.
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_ Orthogonal projection of a stack onta a plane defined by the stacking
direction [110] and the molecular axis S(51)—5(101). The level of the Ni atoms above
this plane is indicated in arbitrary units. Interplanar distances in A. Number 1 and 2

refer to Ni(1} and Ni(2) respectively and superscript i indicates symmetry through a
" centre of inversion. - - o : .
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STRUCTURE OF {AsPh.); . [Ni(dmi1)]

entitics within a tetrad (a. b) and between two

Overlap of Ni(dmit):
Ni(1) and Ni(2). respectively. and superscript i

. tetrads (¢). Number 1 and 2 refer to
-, -indicates svmmetry through a centre of inversion.
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) — Variation de la conduciivité en fonction de la température du composé TTF [Ni{dmit),], (référence 28y, () =températures
décroissantes; D=_lempératures croissantss). ' ’ ’
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