
8H CIIE.lIISTIIL n :M;. LEn-Iii. _~XD DI11('K.I.IHiU I'""". N. A.~. 

TABLt: 2. llta'" of TCOI'tion. 
M1t~ri:11 (kb) II fey) 

AN'lrl acelullale ;.t!.'jDK 375-1\ 
tiO 0 . 15 0 .25 

100 " . 105 0 , 15 
1:.0 1I ,06J fLUs:; 
c'\JO O.W:! O.Wl 

Ba,.ic ft,(,.-ellilc _"K 
75 u .9:J 

100 u.w 
100 0 .... " 

Onlllle :11.;°1\: JW"K 
25 U. HI O.M 
70 O. :!'J O.3U 

100 U.26 0 . .(2 
100 U.2'J 

StrontiuRi ferric oxalate :l.13"K 
20 0 . 11 
00 0.1:' 

100 fI . :!O 
200 0 .2« 

lures C:HI prohahly he :1S."OCioded with thcnnal rebx!ltion of the str..uw;. The 
heat of renetion decrea..o;es ma.rkedly n;th il!C"~.N.ug prr.":'4:"un'. 

On the other hund, tit. ox:lb.tcs exhibit:t value of B(P :0 I -jilT) .lId ~ hcut of 
fonnation of the Fe(l1) ~itc Atit'h iucrea.o;e,. 1rith J.,n-&iurc. i.e., the work to 
perform the rt-ductiull is greater ut high than :It~· h .'fllpcr.lturc. It is known 
that oxulatcs tend to reduce pbotochcmicnlly,''2.. U :md when heated in the dark. 
they undergo l\ series of rea.ctions; first rcdurtioll, tlt<'"f) oxidation. 14 III both 
cu....~ cOt is evolved and the pl"QC!C::S.'S i~ irrevenoible. 

As indicall'<l earJi('r, the b.igh;n·c:-sure n'Clurtiou i., l"e\-"'{"r.:iblc ami iuvolvcs a 
lowering of energy of ml'tal antibontliul.!; levels \\;lh rerJl(."('t to UJt:1nd nonhoudiug 
p-orbittll~, so it i'i no t nrc~ to po.-ilUlate fom'btklll uf (;(),; in the b.tti('l'. 
Nevcrthclcs.IO. the rarlical formed in the Pr"()("'C.'o'Sfluitc pc~,:.ih ly ha.., a vulume in the 
lattice that is rather tcmperat~cpcndcllt. It L'5 -of iuu·n:.....:t to lIote that tlte 
slope 8, nod thcrcfnrc the volume difTcreore (l-Ul - ,-u), ;g lI(,ti('cahly ilmu.ller 

for the strontium snit Hun for the ferric oxnlute, :tItIJou~h the numhcr UTlO gro:-<."'i 
symmetry of the ligand. .. is app:t:rently the SMile for both eom l)()ullds. Thi~ il
I~trlltes the import:lnt effect of the :lhility to n..-di~tri"utc tlu:~ slr.J.in to IWXt
IIC3rest IlcighlxH'ls ailU beyond OIl the l'OnV{'n-iOI1 "tuiliJJriutn. 

While the main inl('r-e;L in t~s1utly Wtt.~ thccon\'",n-i.m jJf Fe (JII) tft Fc(II ). 
L,onwr shift n.lld quatiru)li)lc: s plitling uat: .. wt:re (llit ainc:"(.1 '. ,th fur tlte Fe(III) 
und for the Fc(II) fnrnwd at lU~h pn-'l"':';Urc, ,'h(>:oO(' n ':i lllt;o; ;tpl.M·:tr ill Talll("_"1 
;j and 4. r~,,"("r :-;hift uata :Ll"e:.JMl\\·1I ollly at. OlUm It'luflt'ra 1llrf', fur it w: ....... IIf'1't'.S-

JUlry tf, (,11:111/.:(,1111' :iOIiITe 11)~ 'aiion ~ij.!hlly wifh ilU ·"-:I,.in~ pn'1'o."I1"', whit·" t'!lll)O:('fI 

1\ lflight. C'hllllJ1;l' in il '" It '1UI""r:d:un·. I"" :lk ktf':d.inn,.o c,..1:lftli:-.ht .. 1 willi dl!w,LtillJ!; 

IUllfllllll :'! nf 1"(,( 111 ) Itlll i Fdll) ftr'f';-'( ' uI arr' 1I'~o(!.trify It .... .. :"·f·lIr ... l~ th:w I.htl~· 

obtuiucu ill IIf1ltn!acting SYdtCrns,. but. (mC (":1.U t"onuocut. un t"'O In'mb. rtf irtlcn. .... t 
wh~e magnitude nrc well i.Jcyoad :lily c.xpcrimt!llt.a.l error. 
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'FIG. l.-Ln K n. In P-scetate and ftcel.yl acetont\te. 

7.0 ~ 
:;0 . -335· / 

/ 
• - 383· / 

So-.OXALATE -- ,-
~O 0-295· / 

.0. -383· / 
2.0 / 

K'£u.. ~ 
Cm / 

LO / 
/ 

0.7 . / 
/ 

0.5 "" 
03 

02 

10 20 30 50 70 100 200 
PRESSuRE (KlXlrl 

-l 

FlO. 2.-f..,n K VII.. In I:J--fe:rrie uX:llnt.e unllslrrmLium ferric OXD.In.t~. 
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