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rcuombkde¶&phoofraetofmobculccbrvipltbc 
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6.10 - dioxo - 1J - diuacychkcmc lr and 4.10 - dioxo - 
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imomcrk~3andaandtbeitrrrpactiveprr- 
awwra,tbccycbk2md5(schancl).Tbepurpoceof 
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bctm0vhthecyclol5. baturbreactioowumt 
obaervcd for the chely related dihctm 6.10 - dioxo 
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cia - 347s.778 
craw ZEE -3466a26 

-3Q3.636 3#1 
-ma4 3.m 

cil iE -3348.462 -291337 
lm#J - 3339337 - 211412 :z 
da CNIW2 -29239n - 28.610 I.611 

tmn8 CNDOIZ - 2933.Y)l -ml7 13314 
cil 

tfus Ez -zE 
-276.59l ldez 
-276.317 

dl CNLW2 - 347Jti - 303.418 % 
tfu# CNIW2 -W6(622 -=a 3421 

cil -3348.1% -29IBB 
trul - 3337.252 -#LlW :z 
dl it!% - 293S.142 -m.786 2797 

aua CNDOR - 2933292 -287936 1361 
da 
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wua -2827aS -275991 2450 
CNDOIZ - Mm0 -2YlSll 3.41) 



lnlttb8tt&propcruuoftbcpbyaiclldtobe 
cmt&idbcbwanbcrchtitotbeorkotatbaoftbe 
HO group ill both cycbts !‘u$# tbc l%zwhth 
pr$zu,butftitimc.tbcrcadcicntkno~ 

co(ltpoMoIyI dau to attempt a coneed with 
such ideas. ConKqucatly, I MuItikcn Popuhtbn Andy- 
~“oftbcC-OmdN_HboaQiatbccydob2~S. 
tfutoftbcC=Nboedinthchcuats3d6b,tadhtof 
tbcc#N,boadintbccycbpcptidc4blccmaipfomis- 
iuginodcrto&riveaomqudtativercsults.Tbebad 
atomic popuktion ML, for tbc involval A-B bond h 
rivea by 
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ov&ppin# urbmrtrices rclpcctively and tbc m 
utcodovertbcrtomicorbitdsbatedoaboth~. 
TberedtsucgivcninTabk2.Itanbcobravedthu 
M~isiadrpeDdcntoftlRconf~~bue 
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CiI 0.671 - 0.493 
mu o&a9 - 0.419 
cil 0.690 - 0.m 

1ma.l 0.689 - 0.364 
cil 0.954 - 

Imu - 0.943 - 
CiI - 0914 - 

mu - 0.936 - 

lkCpJOpCptidC4bhUhrSsymaKEIyphatt&tb8t 
d mokcak la Comcqucotly, tbcrc an two pouibk 
tnmulnuhr illtenctiolts: those betwcca c’#-N, aed c’- 
N,; ~~vmbcku, only tbc former was obwrval.’ The 
tnmwauhrintcractionbetwccaCaadNatomsinla 
mi&tgivetbe.cycblkstnKtwc2,~2totbc 
hctam3bydcbydr&n.Thirhctrmi,r&bc~ 
rystemwitbtbeauncsymmetryaadfun&dgroapau 
t&cyckpcptidc4b.l%alitsbddbciatautiplto 
compuctbcbondrtomicpapuh6oafortbemokdcx 
lr d 8 between the bonds involved ia tbc tnnrrp 
ttuhr intcractbm (5-N for l? and C,,-N, for 4) m 
to tbc cxxnxpondma bicycle syrtcms. From Tabk 2, 
the nhw q=2.l4XlO- is obtaind for the ratio 
MC-JMWW 

Thacforc.iflrwouldhWethesantcbchhouru~, 
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of bnsis orbitrlr, nunely: 250 zp<. &c, 2pr. 2m. 
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tmnwaduitcractiondwldbc10’timcsbwerthma 
the corespoadisg one for tbc atoms Cl0 aad N, in & 
-lXsrdtcuuldinpriacipk,accwatfortbeexpcri- 
meati di&dt& to isohte 3 from la' However. 
altbau& both lDokcuks la and 68 hrve very cktlc 
vahia for their total encrgifa, diUaent nxhdar rym- 
merrier were doptcd for tbcm. Tbcn, it &add be 
doubtfultoconsi&?rt&paruneterquvc.ry~ 
for thh type of riag contraction. 
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C-N distmca r, for a set of aimiht dioxo- 
dix~ycloahoa 1 ate given in Tab& 3. From the 
mronia of &,pN, extt8ctedftom*),itfoltowstbc 
transuYld8tdiBMaCUiDl~bbe 

t,-293A. 

sgnikantty,thisvrhwiB~tbrathcmuimxl 
‘hw tCyN, t-k 3) m to the cyd‘+ 
peptide 4b. netcfon. tk uw8tdu htenctioa 
C-N should be qligibk for the dioxodhcycbdkanc 
la. The betmviout of both hometic ttdeak4bandIr 
ahouldbequitedilTetentandtkbypoth&8~enrboveh 
ahsuppattedbytbeaetbeateticdcoaridentiool. 
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Yokcuk -L&N 

18 454 J.604 
Ib 4.09 4.412 
1c 4.37 4.646 
ld 3.1 4.192 
Ic 4.91 6.032 
u 4.35 4.7s3 
38 4.07 4.267 
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minimumvalueof~drfMxiwn~of 
t, Onlwmdu) wcte 8ruibud to the 4,lodioxo-IJ 
diwcycbdccaw~oathskricdthec~ofrsetd 
cyc~tidec.Tbcm@t&.,of&,~dthi‘ 
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