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3: Me = PdC.H,Os, R = H 
4: Me = NI’CH,COO-, R = Br 
I: Me=RhCls; R-H 
6: Me = RhCI,. R = Br 
7: Me = RhBrCI, R = Br 

tin?mass!qwtrom&icaualysisofthisch3sofcom- 
pounds.Fmthanwbodfordircctisotopeanalysisby 
PD-MS ushg spectra accmnuhth in a multiclwmel 
almlyzcx was introduced.” 

hlcontinuationoftbisworkweaowrcpoftonthe 
applicath of high lulwhhl FLLhf!J for t!M 
iwkathh of clmr8ed and llacba& metal compkxea 
oftheopcachiohc@amc&~2~centnlCo 
atomwanaubshkdbyothcrmetrls.Forthe!h’sttime 
thedinxtanalylIi!softbeisotapkpBttQllwaaosedto 
sqqnnttbchi8lJrc8ohlthdataobtail&. 

1. Axt#ac- cemplarcs of woconin 
c3awauy. metsl CompkxcIl of ocetytcetonate do not 

bavetkechuactgisticfeaturtaof~bntrptb4atkoac 
ofuwahtc4Mpmd8.Thispropatydetarm#r,’ 
addith.tbo~viourofthePd~x3,wboae~ 
paaithiaoccupiaIbythtacetyLcetonrteank.~ 
BbowainF*1tbcpc&30ftbeintactllbAclhioM 

for the mebl c.ompIexea containing tbc iaotopa ‘=Pd 

(arhwlabundweOJ6%)and’~d(natwdabundaw 
109756)arenotfomKlThebascpl!akoftbcspcchumia 
themcbilfrccpwMmted socochn 2 at m/c 1011518. 
It.sfunnathmcanbeexphkdasathrmaUyhducfA *. . 
-oftbecentralPdaaditsaxial@ndbefore . . . 
-Thispnnxsscanal8obe~~intbocase 
Of-~ioniEationofsimply~ - 
metal cmpkxaL” The tmpmmc rpqoe = 
optimddcmptboandatlwthgthamrl~ia 
ody8mdl,rccadindyitiaaiticaltogdtbebestaaJ& 
tempentpnfordwrpthbymanunlappmeATke 
fore,lMiugbighri%ohhmllndpbotogrphic~ 
fortbiacumpmadoalyall~ of low ill* 
8ndwithmilbmlpbisotopicpattanofthe- 
hlc4mldbeobtakd.Elccthldetectioaofthemola 
cukionrc8uMinapattcqt&in~oftih 
amonlyQlproxilMte4yin~twiththe~ 
vahu%.BawJcofth!e#blxtdworptilmtimeofcom- 
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is strongly dependent on the teopmtmoftbesampk. 
H8logeIlS~&8titUkd~&lythIUltbcllikogNWp 
oftbecum%pondhlglMtrocompWd.Iacontraatto 
theecetyhoebartecompkxofthepalWom3,andon 
~~~~~~~~,~~C~l~~Xf~ 
stable ion uurenb of h&h intensity dur@ de~ptkm. 
The loaetpstipsr, intena km clureots enable the amdysis 
of the isotopk pattern in a simpk way by ape&a ac- 
cumuhtioa usiag a maltkknel analyzer. CoaqAng the 
theoretical and expe&nentai hlten!3ities of the mokular 
ionofcompouM4inPig.3itisobviousthatihese 
in~afehlgoodalpament.Tbecal~ofthe 
emubetweenexper@ntalaodtkureticalvaloesia 
shown in Table I and gives ao average deviation of 0.4%. 

Tabk1.Dimisotopc-noftheationofcompod4 

exp. theor. error 

62.7 62.9 -0.2 

30.1 38.7 +l.O 

100 im 

5816 57.7 +0.9 

44.7 46.2 -0.5 

22.7 23.5 -0.8 

12.2 12.3 -0.1 

4.7 4.8 -0.1 

2.4 2.3 +O.l 

1.0 0.9 +O.l 
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This drastkally restricts the number of &mental corn- 
bhtiOUSWhiCh8ECUIl@bkWithtJlCplktCbClMSS 

meaSUre~tsandthuSwpportstbehighresOlutioadatil 
in an excelbnt InanWr. 

Inor&!rto&~Mtratcthatthedirl!cti6otopcdl!ter- 
miMtioninPD~vcandonlyapoodindicatioafortbe 
corrcctaaaignmelltoflnokclhioasorcationabutalao 
ofPD~~theplotofthe[cation-Br+H]+ionb 
shvninPii4.usiqte4ectrk&icctionaQdthcmldti- 
chanuclanalyxerthefoundandexpcctalvaluesforthc 
isotopicdi&iinofthiafra8mcntareinmuchbetta 
agrccmcntthMtllcdatarecohdwithtkcphotoplate 
(= F-l-@. 2). 

3. unchatged conlpiexe.s of secocoti 
TbcrhodiumcompoundSi8anexampleforaouncharged 

.Woconh metal. Pii 5 displays the compxriaon of 
the pbomy 0%. 56 d el=~Y 0% m 
recoded IDllpem of thill metal complex. Again thix 
compahn clearly vimalh the diaadvanbhgc of PIN+ 
tographicdete&n.Asintbeca6cofthccoalpounds3 
afMi4,tbchotopicpattcmoftlKkasiutcnsiveioImxre 
incompl&becauacofthelowdynamkRpseiuthcion 
response of the photoplxte. For example t&e pattan of 
thclnok!cularionsofcompwadSatm/e1182tomlr 
1187 is much better rdkctcd by elect& nzordhg and 
avcrag& of 8 cyclic mmgoctk acans with tbc dataays- 
tern.. TIM fragment of the hi&cat maan at m/e 1147 
rcprcacntsthefnqucntlyobscrvdlossofoReaxial 
IigXdiUtbCCOtiS)%tCllluponfkldtlCSlXptiOll.”T& 

pcakaintbcmassrangc111Oindkateamofciutcnsc 
tbcrmalstrxinduringdesorption.Tbefragmentatm/c 
1112 is formed by thermal elimihon of &~h axial 
ligxh xnd @an&ion into a rhodiumocompkx. This 
dqradxhproceaaissimihrtothtofthcPdcompkx 
3 and was hat mcntioncd for the frqpncntation 

[Cation-& + Ii]* 

‘06’ \ 

bebaviourofuXrimidmchlcompkxcsoB&rekctloa 
impdtctconditioar.“Afurthatypcofgenasllyoccar- 
riugthamanyiMhlccddl!gf&hrecrctioadprialPDia 
hdkatcdbythefragmentxatnJr111Oand1111aadcan 
bcexplahaibyr&~oftbesecocorrin 
skekton, preunhly by famath of a A18. 19 do&k 
bondandctihathofbothaxixl~.Depsndiqeou 
theexpchentalumdithxnddatecUkbyc~of 
~fraemeatpattan,~nrnltiaodepndrtioapfodWb 
arercco&dbo&asmdicalcationatmlc111Oofa8 
pMmatal ion at nJc 1111. Thix change of illtaIsith ia 
tbccouncofdesorphmnyalsobcob8cevcddircctly 
byaccumulationofthcxepeakauaiugtbemuhhuucl 
xW=. 

TbeoriginofthcstroogsigMiatm/cll27,ba8cpcak 
inthcqsctnunwhichwaarccor&dbypbotoonphic 
dctcction(F~5a),isstillunknowhTbedihcncctothc 
mokcularionandtbeiaotqiipattanofthixpeak 
exclu&nitasa&gradahpnhctoftbcrbodium 
compound5.Dyrrpmicbjebresdotioameesurements 
uaingekctric&tcctionaadaccuntcmnssdctc+ 
minationeont&p&tophrevcakdthttiionha 
mass of m/c 1127.433*2mmu. The isotopk pattern is 
10096 (m/e 1127). 61.4% (m/e 1128), 21.9% (m/e 1129), 
6.756 (m/e 1130) xnd 2496 (m/e 1131). Prom the data it 
ixck!artbxttbeunknowncompo&haaavcry* 
ekmental composition to the currina invehgatai Pee 
exaa&acompwndwithtbcckmcntalcumpo&h 
C~3&6N4016Rh, thccw. mass 1127.431 and an avaage 
dcvixtioaofthcisotopkdisththofO.8%isapoaaibk 
8dution.Tllepfc8cnccofchhinc,hfomincWametal 
MthwithmOrethD1isotopeillthheccompgnyipo 
subscaace cao dehitcly bc exchlded. careful chmato- 
oraphicpurihthoftheor&nxlsampkaadrepated 
PD invca~ MWalcd that tbc relative intensity of 
theionatmlell27isstroq$yrcduced. 
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tioa1Obyhydrog+m.Onacunmtofthelowintensitieeof 
‘tbc m, fragment8, the &viatiDM from the expected 

I 
iSOt&CpttUlIlUChtbiSkXSC~yhigh.Tbe 

cubrioMafeilInunx~rqeemen 
&tah&by&ul&m(Fig.7)iuvkwoftbcfactthat 
ody one Kaa was rcc4x&d and aMlyI!ed. simul- 



X = Br M.W.:T304.205 

X=C[ M.w=12txm6 



iqctmatkadstom iacmshgprdonrtioaofthc 
mokcuhrion.Thirprocu~iss~bythc 
&hy~oft&oalrrinsystcatseartipgathigher 
SMtpk~ditrewltsiDpnappreciaMeShift 

oftkofighdi8otopicpattan. 
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