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« « •*« *»  4a  ^ 0 4 a i0 B » * lii^ 6 1 « W t« r * t  88

Ufc* o#' O*10lBI -3Mi#p̂î l W. BBrMPtip|nF w»Blp(f:'!tiWlWWP T̂W*- .•̂.''■■WWPBPĵti' Î*]p'ŵP̂Ŵ,jp,,l̂%,,*Wjpypr'••P»̂KWMtŴ,flPPP̂ ]pP-pw t(̂WiOTpw‘W* ■wr
w y » i n  8^5 mmmm-rn mtmr » ik ^ r a    99

%% ̂  &M%t̂ %*umA'm ft# 0m0§?|i% Msliiap tvtrl; *Pt*4:#l:fM!tt*iraa>
^ t T t o ^ i a c a ^ U ^ W a t w O T ^ ^ . . . . . . . . . . . . . .  90



j^ p l
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PSl̂ iPMtfbrik̂SI-ĵ ^̂Mib liiHt MlPB  ̂ -iPtj# ,%Pi®̂b,i®iitob fP|||iailB?M JriJMttAfcrtlfltjliâP. -Ht.'̂KflLhrt.t frM.'Wrfl 'FBtotjB- Fft̂ tftiMrPBft̂ iiLX.IP I# ®M0(iPTOi*̂  ̂ <*^ Vp*Jti«:5> #lffiXMr :̂ W w l^  l ^^iSPW EP*»
im  *M L m :**m *^ m *i W ***t*- aafe h ,* M L
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ĵ> lUEitôk Irtb* **totoutot̂4̂'j/*il tSM ijiittdh>'i4'̂tftoirfll~JMEr# flpOMwwdypBSW *w JtomwMT JKMi lfi^ 1EI%Im0W09P®̂
irifetii l#  ia  fm  W ntar a t § « o * s « « s * # i » 6**«s««*«i H IPPFPT̂ff ̂r*|P’,̂*!ff! •(•̂ P J0 P*T:PWWnP1IWI>P<̂FWFr PP" 1*0P5|P 4pr*W ^ »»W^»-WW«»WWTW^WiV-WWiW

g i l i l i l i  mg mmm**$M W&$» i l  ilt t

3S # 8* lw 38SiS- 0#  0 #̂ BB|<S6 t̂ idQatosw®
«e«toto to 8W BtoJa^20?tottoP Bt liO .o ^ .... . .. . . . .. . . . .. . .  US

J^* ®$&w3#w±0 m w*wft$$$p mm0  IW ^  w%MM0m**
a s ****#  in  p | '  »to «»^ 20ie wofew Ms 5&^3° c .. . . . . . . . . . . . . . . . . .  u 6

JtO. ao lre3jnMUi «C 0 ^ ® 6 3  ItoJ*** IM » lQ jw l^ « « to » g rl S riflu o w )-
a o w to to  to  ^  » to s a m *-a ^  M # iw  to  g 9 J ° o . . . . . . . . . . . . . . . . . . .  U T

i i l .  s ttto o iy ito  n f v*Q $kT i m & m  *i w i  t o t *  ft» n  e isto p jw w ri-
M il ^ ^ i ilM itftl. i 3B S096 Wpttl̂  IKt» h0 ^L 0̂ *###•»■***#■•> 11#

y i .  aBtw Jynto « r  a  su m s  n » l« r Hto#d flr tw  tm n  c^jstopwEori-
M M h ^su to n o l in  MMwa*4 D|f UrtMP a t l» o a °C ...............  l io

li3 .  H lm TatO M  a t 0.05208  s a l**1 Ktoad a»8a r to e * 0T b la p ta & l~  
* ii^ o « t o n o l to  60j« to *o # ta -lt0i  Wktor « t • * • • • • • . . . .  182 

n



Mlii|M <m  ^
mKKmm  P *g£

M l* M b n laM b * « r  4M 8KS9 M O ** M M M  «MM» M M * O w lfrprow rl-
M W ***, m4........................... _....... 121
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JilK8% jWEWS' SSÊtX1̂ Imswb so3yBo3jy8!SLfli

© I *fchfiHp|7 #iil̂ i@Ni $& @ieiSiif: jfedLtoWfcdLos# <00*2

W69S6 9tt£MSflF&jMdr J*&3B 3S*€ttKEW9jQt§8Kl

* &* mm- $mtemm»
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*$H $$£MMi£ miMmm m fflliy’f; yg*% tftwilf £oV$B&&9 tiHI%

4̂ >»AifciK |igg|i«MM| w m * n e tt i^ ls i^ ils iH fii^  w m m  *t$ksM ih iiiif^k&sfc ^  .ftw t ̂

* K / ' * ‘

\ > l <
I

. $  *  0

0
HO.

/ « *

oar mfeaar



fa$ BXmtm *> jojt UfP 96%

90$  m o u n t -  IQ * U fp  2 8 * f * *

ttMVB JS IbJ^^lttdStW.'ttfeMh ■ 'B8bk>rifc j/̂MtMk''v'Wttttbft 4fe- jjyh- A*̂k to ̂fc ̂A u.1T3LR ^^ tiylyATIWjfc JwwlHI«*̂ C#* -fiB^ WWJtMr̂ <ÂJKIbW JwI9̂ 8ISWin(I wCTBIJ^  wSI a^ sFBWSI jK$SwB
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SŜo id * o f liotigr* fUo fto lsftto ii 

f& tarttS * and til®  ftlftftto ift 

of other. Jfaft othor 

ihft ftolroaft roaaovod*

f t  | |® f td  fia la iM i

b4 >. I2 3 .s-121i.0°, î » U tfO l,
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Figure 3- Vapor Chromatograph of Reaction Product in 
the Preparation of Cyclopropylmethylcarbinyl Trifluoro- 
acetate (Analytical Column).
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jpstiMb #- <& u n i ofê ffitjQCKii frsisi i44ms

wofoem m%a%&m$ sup* ■#*?# {reported **p.
&£%$& l..̂ .f;ib% «̂>t»t fTONL l ^ j i ^ t  Tfru# j&  'UtiS'fc

■ f̂eiSs aator $ji

M *  C*Xe«d. for a# W*l6j H, l*.p8
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™-»*r 1.3589-1̂592 

SMr lamaMd apaatww (Flgova 5 } indlaatad tbat it  wmi m  aatar.
J a n . C«lo»d. fa r O^FaO,* 0 , U6.15) H, U-98 

Found* C, U548J E, 5.12
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2U

toOW w im  no bands aoar too M W  la fm rod  opooteaa o r m ar

3 4 3 /t- in  too  tnfronod spootam .

8«m m » U |M  o f 0.26 g . o f to la  osto r by too  amo

pm wM ta* m  p rrn iM M ik r dooosiboa ( M  as oloohol to to  an is fro ro d  

OpotoMa (n p o  6) d iffo ro o t ito a  to to  o f eyotopropyim tojftaagfei&ol. 

lb *  in fm o d  119m Am m  o f qyotop»|qam ^  (to g a * 7) ia

laetodad fo r  eojgaa&aon. too easbon to te scb lo rliio  aoUttoaa d id  not 

doeolorLso bretons in  oaatfean to tra cb lo rld o . Ib * jfesaytaratoano o f too 

U Xocboi, roosyotoO isod fm a  potoolaa* M u r, aaltod a t jp -io ® .

0«a**d. fo r QjjPialJOa* 0 , 70.22| B, 7-371 » , <5-92 

K*wd* C» 7 *M ltf H, 7-371 V, 6.85- 

S o w to  m Q *yo ta lli*rtlo B * fro tt M o n o , eoxtoa to tn w h lo rid o , o r a o to m o l; 

614 n o t afaaspsa too  MO.tine p o in t, fa  a tto ap t m  n b  to  pmparo too

3#5»diM«rtoans<>too,, toot no prodoto M ttoag  to rn * m m  tm p m ta u m  eooM

bs obtalnad. too  in fra m d  apeetm  o f too  ootor (Coiqpoaoto 2) oaf o f 

too. a&oebol boto contained 101 absorption poto to  about 10 J * to to to  

jQttQTli# sSiBB'Sbsdl lib# fUj&g (23b)o
too  aloofaol porUm o f to la  ooto r in  probably Z-M toyXeyolflbtoanal. 

Soto In d ica tin g  too  struo tu ro  o f to la  a lcohol am dlaouaaad in  too

oa raaalt»o N#v«j?thal«»#. Goasgomnt 2 b# w fw tiM  to  a#TtolPpntofPw if** p nmpVtwvW m -Jp- MtonaytotoiWPWto toto totowltotoitoto* tototo|K f# toiNP* oPn# •  #V

f»Hto 4 jhy ifty iiiir ih B iy t In  tb #  jw#bflritactar o f  1% f# ifb fH if f -r

C yoloprapytoaU gfl̂ arbiaol (174! g ., 0.20 ae ls) and to lfltto roooo too  

«oid (254) g -, 0 J2  aolo) warn tonad ia  a 50*to . latm d-bottoaod fla s k .
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ft?

•a ft to * abater* tomam warn. A fte r wtftoadag to *  e o la tion  fo r oaa-fealf 

b **r i t  bad brnoa* ta lc  t a t  and seO ede* m s stopped, to * soteteM t 

to *  to m  *U m *d  to  im tn  to  soon taqparatur* fo r 20 hour*. A fte r 

to ia tto t w tto  $ 0  a ft. o f totwv to * K tr t tn  m s aactrasted w ith  io*-ooM  

10* sodtoat biaaxtom at* u n til to * mguiam la ye r m i m in t ,  and to m  t t  

ugg tf&tth&d 0x100 n lt&  twitaa*. Hha orattz&o «mmi ov«r imaniMriiiffiWtoPtow* wpippiWtoFta m to1"toPt mlWP̂ŵ t̂o UtoHvVP* tom# JpittoFtoto w mW mV̂|NmMP̂0PVnM|pMMR

tolfto* m &  distilled, b.ju 10^ 122®, »g* 1 .363 9-1 .3«lt?. Infrared 
a**l»*i* of tot* protest indicated th a t It m s  p e im x & r (about 9 0*) . 
Smatovlto^ttontpl t*lflH>»faas«t*to. ®ie yield was about

Xu & - Cl&liten fXaarie,, f!t$4M w ltli & pSsos 0# gXcupti

( u t t f f fl T ig flff jftyyf fiTlffofl j  SfeyB

o f th« IM  <*f tfc t flask* H i plae«$ 0*50  g. o f *

H|» M i M iS  ®tes#% to  M tte *  Ami oadjdiaiiig ao lu tiioa , pro*
liuto jgjft ̂ to'totota.’ttotot̂ totôm. 41 “̂S. j£? ~m, totodŜ ittiitii OTijllitiWh jA'if ItotomtoAtodhadta'VMh 41 Cra iiio iifia g  Xajo g* fc* m k i 0jysiipwtii0 QaJajytuPiî ® in  1*5

O f  iM lS08* g U S £${,* O O |$ 0 S 9 ^ |? S t0 d l f t l f i l

i ^ y g l ’lto g rj to a ii  ay M a rf  <S$O pH tlS0 til3 ?9 1 t{ $ l I I I #  f fltff f ff1 f t t  8UQ& A  IM A #

tfc tft ***** aatoztlaX iMtifctinP slowly* Affeoa* f.̂ ,1. q£
to *  wdLdisiag agent had teas added {20 adm tes) m ottos m * applied to  

s tm s -it osar as moh o f toe  ergm to enspsMto* as possib le . to *  water 

layw r m i m tartoad w ito  potasaisn eartonato and to *  organic l i jw

iioniiTiitnrl ultfe a wtaKftjtiiit dhtoBBW* Ai# Wsdo oriEaniG Sjbfw wei.dtio4P̂tô®W0Pp0r ,tô ^̂ !tto* ’WtotoTBPto toto . -tasta wĵ ww to —- - ̂      ... Pl ■» iu to ’** teteŵjp*1 .*

0.J2 g. A fte r drying « r*r D rta rito  m infrared spactrua m * obtained 

to to  bad two paailc* is  to * eaattoagi regtm  (flg o r* 8 ). to la  ox idatio n
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mm m p h n m X / <b®*# t®  y ii ld  kmtam fw w

<te* « o iv w i> o a a ia g  t f M w l.

80bASj|fe JfSaSlMAllfcfkAifc ~ rfafWgA jfrjfc«iiw vnnMw wweKuguwanww jubiowPPbl iprjsrbjbto iVKSr wcixwGi«90 W3JW& 0^  

•o & iu t fcy&cncld®. 8 »  btada «o3at£<m mm a a W ifiw ! w ith  ooaa«i& r«tad 

bgrtfcw a lilo rie  « & d  and octx-actad a ltfa  okrttoa to ta M b lo r ld * . A ft« r  d ry ia *

wx«w vmroQu %«wTOaĵ ri£io sojj) wsom mmr wsarow* tn# SMSNMdi fljpMiKn

•POiiwB *1® 'PlJIWPWsMW* Qk w lf <5WlraQXl@f* IwjroS^pwkOwl jNMUCg*

Tha oavfeoft ts tra o b X o rijiia  m*iiiBfi% |,^if- «H4 n o t g tw  a  fotohfH *vAV fokyfo

t i i f l  _ ftlth a ia h  ... vmA&n MarfUla? a o n d itlo x ia - SfVfi A

py^Hhw î ll iSPFB*

X? 8£L • O f nyir^gH.ir^ftj  tafc t̂fefo fcflfrjt hS&R d& iAd OTAF |R$XfAtA

and d lttH X a d , mm &Mw& s lo w ly  1*60  g* ( 0 .0 1 6  ml*) o f <Jtew!ii»i& tv laK $& t»  

To tk ia  y n llo w  ©©aplax p i  added te>p*&aa w ith  s w ir lin g  o w  a  p a rte d  o f 

tw e n ty  is ta tte a  a  aeOtation o f 0 .J0  g« o f 2-B » ^X o y o lo b u ta x ^ l la  8 m l* o f 

pyy^ ^ t î î  t l t ih la  ^-m|y t fo-** p 3Eli®fl?$l ADA bro i& l* 1*7*1 111 %MO bOttaPS I t  

mm m mry darfc P m *  The asO &tion was s w irle d  fre q u e n tly  fo r  16 hcnare 

and tita n  20  a l#  o f w a te r added and Kdxod th ro u g h ly *  The aspacm* ao-tot* 

ti<w * was oactrootod t&re© tia o a  w ith  ® r*a0U p o rtlo m  o f 20$ h y d ro c h lo ric  

a d d . A fte r d ry in g  o w  eodiam e o lfa te  and rmmtmg th e  s o lv e n t th o  

In fra ra d  apootium  (J lg o ro  9 ) on th o  om do muddao had a s tro n g  oaTbonyX 

psidc a t S*?5 /»» anothor p o p  a t 5 .86 / 1̂  aoead a  a m U a r paek a t $ « A jm*
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iM U fm rti ffir ttn r ty  t i

fagr « t* aatbMI af afaaad, a>«o. (1*1)
ailtflntwtlllll 40km IkllMlilMtf     .

4RmKCm*1mkmM& iwR̂ p8wS|RHF *

WŜ Ef*’*  tf^OfcrcTtT
#M  o liO a  i b t e t  m t' tp iw M M iM i# Unran# * liS  « *• *«»*»•»«« H i** ' 

•pUmA aojaaa* 9 »  frao tto na, b .j» . 37*39®# m m  aollaatad «ndl uaad m  

M teaflupqlfttwtww (raporfead fe«tp. 37*&0)»  9 m  ra w in io * fra c tio n !, b .p .

33*W °» dUonld tM aabOy a»thja*»«^o3fifcut«» (raportad b .p . U X .7°)- 

tfea dUjonraa gamm%or m t ftp «  fbaomra (lt$ ). A 300-na. 

jH ffttfr ftl jp$^®tiwltottt̂ i3ii6<4 m i' f l t l p i  a  iiXtrogasn, to to t j  flwr*%>i to

it  wffiH ffiify' a jffr tjy  i!1#!#### ws2»y® {u tto  ipqy  a x lt to o n

V B tif) y fj #0 ###•' g,
mwirtuaailtt #Cfl&aM##d dXtttJftiJltf JtaUMtiL* farattAjttriw*wc? t m #0 A of

y iMBffy y fc M ili m d j . feojK afeattijdLd®  (ifc& J i n  M jO  m l .  © f  jf ilib sR ^ M iS  ^  «.

Xu tii#  tXwtte m* |&a**& tt«8  g« (0*16 mOo) o f froafcly diatiXXod 

(b ^ i 3 ^1 2 6 °) bo#®# to & fto o y l^ o t^ ^  eto*a?ato i#  $0 sol* o f dig l̂ ao.

X# a  2S0«mt<» 3-qgKik*# flam e f& to a i a lto  a s p ira l ooadaasar 

o^mno )̂ tjipd to  a  twat#!* b itto  to to ltsp #  mu#! #& to la b  fffofli to #  dtoos#Ki# 

gamrator #o to # i my gm tobItoat to to  to# aoXution to  to# fla ak, waa 

sOaotoi to « t g * (®*2X a o l# } o f to #  la w to a a la r fflOHfctoiiOcI l-a& tigrl<sgnclo- 

W H b#' to  $0 mX» o f aato^M aa to tsra to to m to fto d  to #  fXa#k o oa ta to to#  

to #  o to fto  aaa ̂ aootot to  #a toaNMkXt feato, m l bo to  iXmik s  ##v# # tlr r# d  

a lto  wa&mWt to #  ^suom  wa» fto to to  w^Xi id th  d iy  n itoogesi.
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fit*  ■odion bwfthydrld* aol&t&sa m a added to  the tm m  tr lf la o r id * -  

otfciyl a th ara t* eo lation  over 9 p&rlod o f oioir h m̂y to gonosr&to 

(l*£) * A fte r s tirrin g  m add itional hmx %he « d t to  tbs o le fin  reaction  

£X«iKc 9tt» <31»oosm9Gt«d and tk *  mmm diborane in  th« generating £ M  

vaa hltirolyaad cautioueiy «d*h tb * addition o f a a a ll y&mm o f i«9 *

H it o le fin  raeotlon flu ak vaa aaxLooad irlth  & droiralnff fbnnal ^

JiS aflU Of 3 K eodins hydroxide m a added a* fa s t aa foantng paradttad. 

fitta  %$ an . o f 3Of hydrogen p w n M i m e added over a ported o f oaa boor, 

fit*  le a -s a lt bath m a vaawvad and s tirr in g  continual fo r another fan ir. 

A fte r f ilte r in g  the atoite so lid  obtained and washing l i  w ith eth<» , fit*
*• a98MHtiM999fl A«̂ |HU|k 'afctftaM lAfcwt. J9. 4fc99i9-99MMtt ̂ 9 nfefifenfeiak idlktfcw*w M ^ w n  w9*F9 vvpu'HwWS mwt Wdm ŵ pHOPuiR 9a£ttTw?v9a 0909 IB tW

0tb9T| 99(1 thd OOIeMIKKI OJPgaildtO OV®T «ay.̂ wM|f%im iml ftifat .

D is tilla tio n  tu p p m ra d to glam two main freaction*. fba f ir s t  fraction 
( 6 ,0  g .) , b .p . 130-132.5®, ng* l.!t3 C 0 rl4305 gar* a phengrlurethane, 

n .p . 77 .3-78.0° a fte r ateiraral recryate lliaetio n a fro * hexane.

ca lo 'd . fo r 0*JS*aJW*i <3* 70^ 2 l H, 7.37} » , 6.93

round* 0 , 70*28} B, 7 4 0 } H, 6.88

fit*  3,5-d im trobm aoat* o f th is  fra c tio n , a fte r several re o ry a ta llia a - 

tlons fro * 955 ethanol, bad » .p . 9?*5*98*5°•

Oane'd* fo r C a#s#a°e> c* 5143} 8 , b*32l 2,  10.00 

fooadi c , 5145} 2 , 2*41} 2 , 9*99 

fit*  aooond fra c tio n , b .p . 336*339®, «§* 1.1401-1.1412 gave a

aup. 111-112®. The yield of this fraction t?as 3 .0  g.

a m i. Calo*d. fo r C *# ***)# * 0 , 70.22} B, 7*37} » , 6.93

m om * 0 , 70.20} H» 7.2ltJ * ,  6.87



M * «  J W H ttl& te 4 b « » « ttt, a .9 .  « H 9 ° .  A a lm d  m a ltin g

iaai. 0«lo*<i. for 0 , si j*3 l H, k.ISi M, 1 0 .0 0

VnnriM a , 5140a  S , k 4 0 #  K» 9 ^ 5  

' « * <*>• IjS -d tirttrn lH n tffit t at  «M  7t*6X°» B it M pm tad m ltttig

i t  tad of

tSm  3 #S l̂8ltep*eaeot*t it  £8 .5 *J? *5° Ck?). 9 m ra p oy tn d walfcUia point 

o f 4h& t& fturfttV ifth ttM  ©£ -I# 139*9 ° IM k l*  HitIfeMff

®̂̂p* ~ 4pSt̂9̂8flfcMŜ3hlP jfcflsjt- Ĥ6@P9(NPP̂|pi8MElS @̂|Ĵ s3y0̂^

flfofr in £ r*r*d  spwtafitifi o$ xi&tl&Mfcp &£ ih s  ja  th l&

iiHbttiH tH btlbttbJ? '%2|&% 1D$ '$|t4l jflfrfrffi
in  th is  mm$M* U*U osfc 1&MMN& SNW^QflSil ild i< $ lt6  t$MS ISHKOP

■aria aatwr «m  papastd by a swtlaad analagaus to  th a t fo r cyclo- 

p ro n rla a rb liv l triflacw o ae a ta to . M »thylw rt^<?y8lyl««cbinol (6.80 g . ,  

0 .& &  m l* ) la  85 m l. o f aahydrooa * to * r ma addad to  1.2 g . (0.0? m ol*)



3k

o f H t e 'lg f M i i  ta  25 a&. e f e th er. A eolation o f M flM m w ftg fl 

«tt«KM e la  90 m l. -of eth er, pNppaad fro *  20 g . o f trlfteesn een tle  

•ftM  and M> g„ o f bamojO. ahlerld*.and hearted belev 30^ ftar two hour*, 

■am added la  tM B tr * * * *  mtnatee. M eM lU rtitoa « f tint erode product 

pare 6 4  g ., b<#. 8M 0®  aft 33 a n ., ag* 14 50 6 . Solrolye&e efeodlae

t|M l OSMMIK1&& O jf fiHX1#  #mm a&tBBBQMSXl*. Bhfll nw

bswiainiiBintfe wet at .̂ItaBbaftnsfe Hi ^taftdwi*4 ftrtVi •* —'̂ tyaiff-inM  ̂ antdttMidtĴ ffriWwPW»IP wwAXSmm̂ P̂Ih- ŵ tiwŴP̂ 0̂Pj2p*WNB®» r̂̂ PWwPtwWr ™3î P̂̂P((5Hwff

$o3Mtt* fe.p. §0*5*83 .X° «& 3$ as.* *sg® A e«xit«r ftM U o tt

M il M 9&  M l IN ?  mtitesN&M* M ewtawift 10  1# th®  iil̂ B ttP B Id M M lX M t &£ t i d i  

fra c tio n .

Anal, c iao 'd . fo r OgifafgOgt C, 56401 8 , 5.59 

Pound* c, 60 Jb« 60.951 H, 6.61, 6.71

& t& * H$ ^ N iiid i !iM ? il' ©NNRPWii o s  H i#  m*- i M f

MIsSJBSid Irosa Urtl •d& l M S yg ^y <^iyoMtogyttph«

SgftMMPBX SSNMPH &£ ^3^X^|J3?^^|3̂ 3k083P̂ 4jBK3 X W68NI pJWp&lMSCl 3LH gH 

I t t  -A (g0H (̂M®ttdl i80gA3lto2Mi' H®? Iri îŴoldLo ttluwSÎ ® * TiS&MWWfr ggrtMWPd 1WW?®

nmitiMMmmdt:. *A4tk\ amatl&&*&** 4$ 4>H»4s. jtonft fttm l ftTyr ^ ty y l «m̂

ftvifbaMranaaftnfea, £ran tto  apsa^palafta) aoid ehio rldo  and aodlaa ookOo> 

pK fgftM nlK ln^U iln. lb *  llp ild  mfaum whpo traatLoaatad and «ba a o lld  

a rta n t aw«» araofyatalllaad imm patrolaaa athar <b.p. 30*60°) on fro a  

atolMlwPi a tbanol. H>yaloal ooaatanta, jdaSda and aaalama are gLaaei In  

.M O #  ! •
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3f

> • 8o2M39«&» StKdlne

PlnaBBW w «  pur i f i ed fegr teeaeteod o f H aear (2U ). Cooduetmo* 

eaten aafepUed fear fir*  Twee L . Hy» eee bqployed fo r oaklng tip w fe fw i 

nJjrtw w *. m e letaleiaaee o f the eoa3»(rt«BM w et^f and o f the n M  

atatenee m  as h ||h  th a t I t  eoelA net be Maanraed w ith the wwfcuvteitee

fekftfe *****

wpP JKST^^&fKi Sjjr CwJCT̂  O lw  Wft|p i8 ilU W  JBHRm̂ CU!MCI«

Si# ktiwrt&ci »tudiaa ©nd * * * & * * * *  inm t aattriad out in  iudNsap»t-n-rv -, ueien i i n. rp^m'TT- wŵ r̂ wtp '"r*VŴ 1VPfmME iPp̂F̂pn pp-»pr«m T̂jpp̂ ep qmj&Wwtt ’FWreT (■ftwp ĤMr-w*PM

dtaw ae eeferente o f several veipfe pnr oent e ra fe e ittm e . Predaot 

nmiyiHL* tor m eet o f the enter* ms alee carrted eat in  aatbanollo

jAA d̂kfc-MlL Mt£faiMllMWktf3 Mrikete 4'tah J M  dMtfkiMMHJ#
ŵWP Tpl̂ p̂jjr̂ Q̂MP©#' y eWpirt̂ ^̂ XWF
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ftf oladSlBSji ifafQ ftft£ft tottttoftft#

mdL'ttiMy o f ^ :jff^ iw|m̂ iiP to to# ofttototol fm n x̂ MPViiMpPicP

to  t o im to fto to *  to to  to®  p p to ftt to  n il <̂**1̂ 71# wbsp&

jpSflMQCy ftftf tPSSttoWSSf* lftxO& PP M3iJW0feM̂L ftb tft$ llft$  f3P©$ll tip  IPftlfftftlSlpHPnft 
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Figure 11* Plot of log (R/R-R^) versus t for the Solvolysis
of CyclopropylcarbinyJ. Trifluoroacetate in 60, JO and QO%
Aqueous Dioxane at 50 . Data from Tables 1k , 21 and 26,
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Figure 12. Plot of log (R/R-R ) versus t for the Solvolysis of
Cyclopropylmethylcarbinyl TrLfTuoro acetate in 60, 70 and 80$
Aqueous Dioxane at 50 . Data from Tables 53 $ 56 and 62.
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Figure 13. Plot of log (fŷ R-R.) versus t for the
Solvolysis of Four Trifluoroacetates in J0% Aqueous
Dioxane at 50 . Data from Tables 22, 35* h i and 57.
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Figure lU. Plot of log(^R-R^) vermis t for the 
SoIvolysis of Mixtures Obtained from the Esterifi- 
cation of Cyclopropylraethylcarbinol and Methyl- 
no rtricyclylcarbino 1 in ?0$ Aqueous Dioxane at 50 . 
Data from Tables U9 smd 6iw
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Figure 15. Plot of log(R/R-R*) versus t for the 
So lvolysis of Cjrclopropyljuethylcarb igyl Trilluoro- 
acetate in JO% Aqueous Dioxane at 50 - Data from 
Table 57*
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Figure 16. Plot of Resistance versus t for the Solvolysis
of Methylnortricyclylgarbinyl Trifluoroacetate in 10%
Aqueous Dioxane at $0 . Data from Table 68.
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fia  y i^ reijiH ^  ,, jwm# OesMxM^ y i,^ ^  ftHii4nm<Vl  an sutommmmti to  th f l m *m *

etaMfetoMllOSBI# tilltimtotfc.MUltoMK dfcfet-̂u* pQiŵOrtfĉt artrlMihnanH •’•flflati-iwAf'taTrft̂'t —■ ‘-̂ 1̂#‘tm̂m% .naOa.tâ  ̂ al Jl *m.WlSSrggr Jm Ww®3PW *®3f JSUNWMMw*

A S9ipHpfSliW6ifc O f t bOiflj1 Wffiltffffl f<te&t©P$* S A ill thflO# Obll&|$©d $H o ther © ttldlae 

iff gixen to  M A e  8* !Ui# o f the prim ary alcohol© and

mmik 'Wo Vm9 IffWPŵ llP wfcf̂ y 0- SLL{HW!l&jySI 'flBwPB̂ Pw wICm# OJt wjWjypptlTO

©ato&3$0l. IISPO XO llrf̂ Valp XIOpR̂ LlNI OtltflrOpiea#

l i t  th e se  oeaea th e  ra te  o f eolxolsnsdLe is  © o n iro lle d  b y  th e  h ig h  o rio n * 

teH ltm  o f g^^^fyjtr is^tont tb #  ty j, - fl^ ^f^ ii^ i^ f î

xu& sroaptipisi fiflncs e^hsiiaasff ox i^ i^ v e tis ii p p  to© ©oxTo^Bdii ox

tHPiJDs^wsootetiS #yf* to  tiho#o fox

eetexe o f to xM o isr A lo i^ho is EtesiSioiS bp JbCfO’t  b ^  ( 15 ) sod bp H a rt 

1yŷ  Saaslafi* (1 2 ) • I b o  ex# i^ i^ gp  w h ile  th e  e o tro p lo o  e re

ro to tlx e ip  p»«^PL# b e t © t i l l  n o g a tixo * th is  ia d ie a to s  th a t th e  ra te  

o ^ e tro llls ^  fe e to r in  theee eeee© M th e  oleavage o f ^ ie  eQJsyl̂ oxygm 

bond (id jifflh  nosOiS haaro *  rO U U v o ly  Oarse oaorgjr w q o ip w a a n t).
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mtmm ®i tarfciary alcohols* (m 0mm h&m), Mm (50) hm *taft«d
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that* Hin  o M tr fo r t& tft elooraga t© ©ecaa? w ithout aold cataO^als, the
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m&M&tm icm to bo M  mmM bo mm or tbe eaioa to bo

forwtd thoaOU* be io tt b w ic , or botfe** $boa tb it , m l oouuildarlaag tho 

m^Tyw* 0$ mm trifluoroaceiataa mi ott&o|®©|jg^^ cud ayoV}**
i t  i t  ovidont tfcoi tb# it« b illt3 r o f mm ttooadary 

•m tm lw i i©» ( P>gh-gh3) th a t io  foraod i t  ly  greater than

tb e  s ta b ility  of the y tim ty  m ^nSm  ion ( £>*$1* # th a t vm id b* 

f tiM f i f  el]^l~<ncy&en euMfani had oaoerred) to  ollotr fo r the observed 

dmCiity  of laaohan tgKMi- fo r tteats toe m ters*
IMfe t̂Jfe tiAfê tL ol̂ tosi0RLnH&efc!|flitMihâk:Sewt& i« |l miHk■mtikmm* •  iwWwdfl mmmw 'mm mSNmm 1 mmm. IBWWi«i■ #1» ĤP1 ■! JP.1 W liiijr m wFmm

Sv968wlw Wm£3kmw $Pt$ mWBTO fw / 0JP jKMMTOwSfte FC3?
rmtoM wtifr ttd flttO I^ iM y B te tt to  solvolarao v l l l  a lis l*  

cMtyeeen f is t lo iie  tb e  r ln s  m is t be  ***!& **» in  it iM ljy d J ie

ion th a t i t  forststl*
Itey aflftloflrr. wMjyfrJh -t^ lany is ttrl^a^4*yto<1 */*4

to ivo i^ ttt br mm mm mckim&m m mm ^MJmmmm%m o f 00^mW^m
m***nan gtâ fe4 m&\ ~ $*&, im t& t  r t t t  o f s^lto lssiS ’ o f tho a tttr  ofBŵ̂Pr TlPO"fĉÎf0K^wwfW0^ WPW|NBJIbB*>®Pb ™ PffBBB *P*PPfl̂P •̂B'1 nP1 BPPP P̂PP ̂PPPPB PBPr 'Ŵ

a > jfa s la ya ly le « rt> in o l aay b« mkssUmmI  to  •  g v m to r xwCtoMto o f «to*>lc

Stemtii or to  an «ir̂ pyi|<yBĥ  ttotetiyitjjr of tb i  oeiboxiiujR Ion foraged in  tfeti 

«mM la  oonbxaBl to  too to ifi»o t»a3«to to  o f ^ X o ^ jyJ U o rth y lo a jb iao l.
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BfTSCOBGTXCSf

&!tt ĥ̂ Ali A &A AAAAfiHAsiAiril iaA.*4A4 Â u4vfefrAhA4f At AttM&WMMmww Jpr̂ŵt Hb '̂ nsr̂p M̂fŵMIRwiMBr -flBiiW "fSiWiWfiqBŜWEB̂ŜWis VmMv* wPb® hpHWiP 4M̂4UMHPŜ0AippMr flWŜHw

JteA)AdlllMlfklti£fcAlî l 1A4ll̂6k*SHWtiflfc'1l ''ttMlkiHilMiNlMKAfe 4bMî fĉk uii4WfcttAMhttiifM̂& akm̂ ) AifcAi%hĴî fcmwmmBqpwmm lmmBmvamm S^RViSPRgpfflWPAB 0 * 43f|yijMiP|9drvr̂  pZlSAQr̂  vWMKP V */ *

Sa tfcla athar to * cyclopjopane rin g  la  in  a poaitlon  aaalagsa* to  th a t
a

W # o f jp*tiy^ p& sa^l a the rs fo##

Studied hi#  two h&nr& b<Wi wt&%fy&& (32 *33) * Ifcecimfc fWflpk has banei

$3&tB ft lt tC tU fa i o f H ^ t^ 1 lllHRSBlMMPy fo ?

Sm M M  toad w  t t *  n ^ it  « y  tea in  a lip h a tic  tM U *  te a t, aa in  an 

ta s l athar * r  a a in y l rtfcar* »  p a rt « * an aronatlo M ag, aa in  tha 

pbaaal atoara (3 3 ). Tha raaavaagananfc la  bast rapraaantad by a oonoartad 

ayalla  wwrhantaw, w ith  to * fo raatioa « f a  dianona iatanaad lat* tolefc 

than anaUaaa to gtva tha e tn a , product.

«f thn eartwa-oartww doufrla  to n s  la a U y i jfe a q d  athar (n )

cosiQomsd v ± th  *tha D-O l&ls&h rearir^K a fiiftn t* {3 k )*

o » $ » o * o * s « c
T i t  I I



T2

CHa -  CH « CHa ,GHS *  CH ® GHj|

simtlaritlee between the cyclopropane ring and the carbon^ 
carbon double bond are wall recognised (1). It was of interest, there* 
far®, to determine whether cyclopropylcaiblryl phenyl ether (1) would 
undergo the Glaisen rearrangement * A plausible mechanism analogous to 
that already demonstrated for allyl phenyl ether, and in agreement with 
the current concept of the cyclopropane ring, can be envisioned.

A partial increase in the positive character of the o-caTbon atom 
of the ally! group in the Claism rearrangement has been postulated (3U) • 
Urns, in accord with the postulated resonance structures ascribed to 
the cyolopropylcarbinyl system in unlmolecular displacements, it was 
further expected that cyclopropylcarbinyl phenyl ether would undergo a 
Glaisen rearrangement.

this part of the thesis is concerned with the synthesis and attempted 
thermal rearrangement of cyclopropylcarbinyl phenyl ether.

I
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A .S y a tb t t is  o f O yolopw jylO ajtfeljaiya Jfe iM yl B thor

£ ^ 0 8 *  .  0

flrth a4Jk,,, J IM im p #  + f J fo J M ito lt , je a n  J 3 l«

A 300-aO.. ttu ro -m o k o d  f lu k ,  f it te d  w ith  *  Bwtbibmrg B tiw w r,

J'OjfiLttJC CtolldSBSSP# thiSJ'fflOlftiri&AP #*** A dlPOpplUg f̂ U98S*X VS#

26.U mU © f m& f  * f g* (0*1  ml*) o f

to  **3 In  AH icMS^AAXt ha th  # p*1^1]Si#ni9Ulfoi!Qrl ohlox'ldA  

(3##0 g ** OO. wol®} la  J ftr iU  ®# wbijyOAiwi d fc lo ridA  m® a tid td  la  fo r ty *

— . .̂.gfc A M J i. JHfaMift J*#dfeaifc liiî iH tflf MttfcIbJift fttodllrJt tMlttitiuA Mb iiiir t  iM ii AllHU** OX «BnBi5yf3SEHl CnDUJOXILwO IvwEI MH9MB® MRS PMXuP3*lg flw  w S U * v

fO X  h#0 feOttJP# # ^Ql# OO-̂ iljMwStOBO 18801 36l#168tMPftiila.COd V11W1 fj?  WX * O f 3£̂  ]K 

MjXOXSLO MQuSf #«#  rOM3JSa«8$ 003011 *■? * 13ft# JMgWffm WWPi

SOpMBSotl MhS 1h8  ftffiO ffltf %&j$W3t OHO# #&$& t 5  sfll* o f a tth y la iM i'

c k lo r id * . lb #  A ^ b la id  asrtfcyi®**® G hlo& id* ®o3atl©a m i e x tra c te d  t l im  

M a®* K ith  tQ tiL*~parblom o f io#*o® M  1 4  K « h lita p i«  ao id  aad d rie d  

o re r p o ta m la a  carbonate*

Th# ml&wak mm vwemA a t reduced prooaaro id th  a® hea t a llie d  * 

?b* r«« id»A  m  a  roddiA h a ll*  H a  m l o i l  m i d im a lve d  la  50 ax* o f 

w fcydroue o th e r and added (3 0  adm it os) to  a euepenaion o f aodiujs



t o

ffanmcfcto, prepared tows 250 g . o f pb«i»l and 31.5 g . (1 .5  *> la ) o f 

•n ito n  to  'too nfll. o f a to ar, in  a > 1 . toraa*aaakad fla to  m ta d  w ito  

& M tix M r . tudBhtte &&&&&&&&» d vo M lB fi: l^u m g i>wto » WP iMpilinnVw M̂Rtop>'WŴlRWtoiRRW1RWton S RRPSwtoBRtoRlto'̂Wtô̂ R̂̂iP"*

•ad oeolad to  an lo e b a th . to t eolation  « n  than attoxad to  aoon 

t4B&>«ratttr« fo r  f ly *  d in  • fha ssM M ss ttog filte re d  find i lx

tin ea in to  10£ ifcKttna bydroxlde and tw ieaw lto  w ater. A fte rranw rtog  

to * aotoanb d to tilia ilo a  yielded 1 .0  g . o f eyolopropyieartitorX phenyl 

atoar# b .p . i«5»l*8* *1  2 an.# ng8 1.518?. I t  gava a negative fam rle 

ofolori.d« isjHi'ta t h ift ttisektetiaS ura 110% losalyiiaii* lu i i t  dirf ta rn  fllH tt#1!*

tokttto4/*to*t totoKtotfetoiii.'feto «»*§ «M ijfowtofe t̂otoi (M clzttm  brfMi 4jh* HflTTltl■Ww ̂ RnPBR̂RÎPit 'URB̂toto BBtoRiRR̂RalF̂ R* HFFtotoW**̂ R*P v̂bw WFP FWB toFP

»»r«A tfl4  rMgttoavtoBtorfl \v& to fH  ̂ tototow .̂ toto&kftd$ »

Fotaeston tartd a*y  to tosto * (0 .5  »»1») wee prepared * » »  aaeaaa 

anfcydrooa te rtia ry  to ty ! aloahol and 20 g . (0 .5  mole) o f potaaatoa to  a 

to l *# teree-neeked flaafc fitte d  a lth  a Serahberg e tlr re r , refUm  eoa» 

daoaer# toarw w aiar and a dropping funnel. toa aaaaaa ta rtta x y  b u ty l 

t l pahni ana vnevad by d la tU la tto n  and toa potaaatoa te rtto x y  butoxlda 

diriad a t about loo® a t 1 « •  to r  four houra. A fte r 000lin g  to  an le e  

bath ttd  breaking ap to * potaactoa tartto xy  butoxlda v ith  a glam  rod 

and a lto  toa a tir ra r , toa white ponder waa covered « ito  165 g . (1 .2  nolaa)

(a ) 2,;M»biren(»oyi!^^ phenyl atoar (3 5 ).
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o f a&3p2 pbwagrO. atemt wad WO A .  o f H tg rin w  p tatem . In n f t n i  

<326.^ g .* 0*5 k>1«) a w  A M  aLM  e tta rta g  la  m  te w . B»* atx tex* 

iw aA M rtttjr texw d omngo-md and la te r  teow a t e a t .  S tirrta g  «w  

oawfelnuod m add itional flv a  team  cb ro w  t nqporaturo* during A t e  

w  aM ltio tH a  200 a l.  o f psnteM  a w  addad. A fte r pouring ia te  

200 a l.  o f ra te r tea  organl# laarar a w  m psrotod, the Ctfgaesua liiy w  

w te w ta a  oam r it e  75 AL. o f pantena and tea ewbtaad p w te w  a o la iio w

©¥&!* H IM fteelllXa S llM W Itt'# ' aowa W M<wa|te|| a llV l  lahwwarl

e th e r (333 f  • )  e**§ i*X*t a* ©C n g fe e rle lj b*p. Xt$*>126° a t 1  m u w&lah 

$&&cs M^tar iw e re L  z^ax^tal3JL;&a%i.Q^i froisnpW M tewtef ■ŴWP*̂Ŵ1SP,P teF w JflMWf WaBW teJtef A .AwMN 1P*mp Ute APrteP|W-.̂p 9^- te2̂̂MWWMflfekaitwi*'AHwteq,2AteHWP.

o te a w l tea  prodtet <31.5 g»« 215) ted a sa ltin g  point o f 53*51** * 

jg £ . G ain'd. fo r Qxlf t u$rgQi 0* 39-231 H, 3.271 Br» 52.32

Ite W i G» 39*21* 39.06* H, 3 .32* 3.311 B r, 5*.W » 52^7

I t l l  S&8tdha6M,OB ©Jt ft rtfifrtrayft twrt t&finS'X, ©tb®? (36) •

A %~1* lamse-neoked ilmsk ma f it te d  w ith  m o f f ic ia l  re fin x  

©©ndessBerp EwiBbwg e$£$rer a dxeppi&g fteiinal aŵ  vae ©harged wjtffii 

100 A. o f 955 atew ol* 6© g. o f away niokal a llo y  and 30.0 g (0.033

AAB.%te\  f t f  6 ̂ w an '©ia©*ift!L e th e r. H*la  zsdxtstiuna waa<ŴM2»AwBteP'JF mte ŵ■‘MPr ^̂WtetêFwP teBWa'WuF ,,w;Bp?jdaÂw»AfÂ̂teA-owwateaâ»f tew ” ÂaTfW “ te*wtep̂̂A Aw.gpteWte

tamtam idtfo 600 A *  ® i 1 0 $  m dt e  (ana 2»mr)» Edition «a»
0.lm  a t t o f e  bmmm Warn nm m iaadaati^a potiod batasm th «  baas 

bagm jra&oiing w ith  th© a llo jo  B10 aoM tloa w  rafluasaBdi

an a d a iti^ m l tw© h « ,  fS lta x ^ l, aad th #  f i lt r a t e  waehed w ith  lo o  *& • 

© f 10^ e o d im  h ^rca d d e  end t lm  w ith  liOO ®a* ©£ penta»e. H ie  aqueous 

Xa^er wa» peared lu te  U00 nX* ©£ oom eatra ted i^d ro © h l© rio  ae id  acadt th e n
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, e d e e w tw l te e  t i n  w ith  1 0 0  a a .-p o r ti» n a  o f  penfcaaw. J k t t m  d r y in g  th o  

: « m W k *<  panfcm a e o la tio n #  w  a o & ttn  a u lfa & o  and rem oving th e  eolvaofc  

« w  p rw h ic t 0 . 0  g .# 6BjQ ( t la t lU n t l a t  ii3 -5 5 °  a t  2  mb.

®a» jwodaet fow* cmvantX ro& ictloae were ooablmd and fraetloaaiad  

: te  # *»  ghe ip l a th a r, b « . 51-53° a t 2 m .,
. ng* I . 5193.-1 .535? . 11 p m  a negative fo rd o  ah led d * t u t .

& & . c*io»d . fop OjoKiaO* c , E , 8 J .7

F o h *}i C, 81.11,  8 1 0 6 }  a , 8 .8 ? , 0 .3 tt

a * Attonpted 3Btemel iisamageiiesrt o f
ttM & L  m t* r

On> a&« o f avoSfltoBofflslanbSHBfl shamo! ether m  reflmcad f2111 1 a t 

a1aa0i*ph«3?l*3 pn&G&p®3pQ $&$* hwesi # 'IHif lost isafiBB jfttS seg&G&zwb

M a t a k i U  ja tu ^ J fe b 'd k lA ^ M .M id fr-  nlk&aa P td a ^ -^ f o  a n ^  » i p  J  >lf*mPiiii t "  wkifee~tllLiiAt aH tJB t ■ i 'fcn .nfo i i w i u  Aww0 ©EflwKSjOtWE* t»Ma& eCBSt Xw^w w l®^ ©X w»0 |RiSlIrcXI*g WWWIJF*

ffiyf-i* lysgyjpy fot.a^i 414 W b

4Ch*> jjggg^ 4MN& flgPfflltBHHA*

A oiseh-ml* pa'PtliODi &£ 4^4 ®t*h®r n ^ i &©©,%©& in  $ #jm|,#4. 

vo3tt»a was aupsoalmttfLy l l  jfu , a t 500 1 1*° fo r tan  hour*. foe in fo *

raa apaefcn» o f th in  s e ta rla l am  id e n tic a l w ith  th a t o f tha a ta rtta g

« tt« r . Both a fta r js*0»*tag  fo r  a ip ta a n  home and t f t w  heating in  a 

sealed fo b* the f in a l M ateria l per* a negative fond® ohlortdo te a t fo r
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HBHBJffll JOBS' DISCU3SICB

ptm&k «tber va* properod by two lntapoodoab 

awtlwda, a * etttiUiMd is  m  foU tw iag  nahmm.

* m  o a ^ ,, aB g*^~ ^>0» * e * m

f \ a - t

Q - o -  qhjK ^ I

isBSffif xu&jcijyit 4uu.oy
W K ,  9 5 ft S#«tOi

/ V o  « <J8„ - «i » GH# * a w * * ^  y *  0 »  SB

. S S l (3 )  ilW W ' i& O tlll I lNfffc Sb# o l

«*wrt1 ftwoftww l ta  A-fekaittttl | | f | i  ttn y ^ yt«M â«id m m l ftanH4 war!

aefeĥ t ĵwtfc tfOSylfldbe disintiyi vim in fen vmMienfc n&sk

INI6WWI' î fc- l^ l̂Ttl? b t 390FH SlWlllS fflHPH $$}# f r AX&O* th ft
Wkawtowŵfiffa 4a» rtmnalil tuft, m afe»P«fflBl» aaul jHnmlnil 4 ft ♦Kan tttW I

a i MWHi *M #  aLhrtttî  &&Q&V& a  M&3&8& Sh2 tyD « rs a tttio n  i& v o lv ljttr  a>tpQ£gtp|PallWmJpp?flP> QH*AW9A pP*WIp®f»>̂ ■ .âp̂WTapp̂wapa wwttiwp-ff WRpmflff Ffjpw v ■ ’fl -̂r*̂ î-p

W llT  |» i* i)» lU ty  fo r p n n c M f*
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MMLomfomm Imm foaaa poatia*i©d m infcaroodiato* in  the 

Wn9&tm o f haloforma e lth  potassium t-buttndd* <35#37*38>* $*a 

iirtar»© di& t* dibiaocartHwao nU X add to  o le fin * to  g Ire  dthaloeyolo- 

jm pw ** d eriva tives . a fte r  (36) o f the

propane cofflpound obtained in  th in  $*§*£#* the product had illa U a r 

( t if it iM l p?e#«rble§ m l an idantl& al in frared  apeotrua mSM.1 th a t obtained 

by tfo* H ra t aynthetio uieihod* % e second method *aa used to  prepare a

s u ffic ie n t quantity a t phenyl ether fo r the a&tawpted

r*a rr * ieig*isas& ♦

8̂w -dfcftlf' jUrilii etrakîeaA -dk.4toMMiifĉiMk4Kj8MiaEatiUakWia' dfc filt' „..l̂ -l4 tV&ft mmM i&1Lu. MkAMk Jvid Mm Mt̂dfciaBtaill jfejftjifc itffa.det^ iB w Waai IftpMSt ISwP® v *  ** +$ m«Q> 3F#BwwMSlJl JMw&wCiO

tan to  f i r e  hours* ^*utt w  a solreisfe as dixshaisrfL ether o r
tff asAttNfcetfftl aMmi di'Sejm 'tekaaafctih eaaasbei' ■ 9 tn8b&â peî âh1.-̂®. ja-dr aamuieituaMiiae Mk*tê â̂ee4frk 8̂ *e 'vetfadfc<W|̂ jy*ip̂ ĵ PBiiwjgriifc.̂j>wiihiiwata*wp o w l SHW** m w i \  jl?  /  ■* •***» 1111 ®* jth rittw i^m B B w  se xicx#

greatly  affected by aoetlo sold o r diaathylanl l l ng ( j f )  *

Three attas^ts to  osne© a cOysliNisptiyp* rfla^njaa^snaaa t̂ o f cyoiopropyOL** 

oaTbltfyl phasyl ether a r t  aade* the ether aaa fle e t rsfluxed (SQU^O) 

fo r »iK hours and then fo r IB  hours, in  the th ird  abiaapi the tim p  

am  heated in  a sealed tuba a t about JOgPg** fo r tan  hours* In  a l l  

ijtlbured ap®K5truis o f the heated ^ 0  a ith

the atarti& g  a *tw i*2 . and ao paMMm tmvio chloride Umt tor phm»3M

namm t̂ hmmmnâ ..

Ti 4iHh> awmdMairHa th a t daa®itS & MlrihMl CMlfiDJt!!®?'!*

enebinyX phauyl a^har a i l l  m t uadorgo a tharnal aiaiaaii*lyp» ra a rra u ^ * 

a n ii  and th a t in  th is  particsular aaaaf tha csyolopropaua rin g  is  not 

analagoua to  tha oarbospoarboa dcsubl® bond*
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% • % *  W W im m m v rn m  «r 4rti»pw«A*Ertiiwi, aa«*i!t*n&l.~
*■ *  ^^vsl̂ P^^AJiaffSSÎ  'TOruiSi ** I  W&& p&ffyfflifm  4tt& IMWfflXiJiffi *SjP

f » U n i n ite s  «*£ m tim 1® m &  « ^ n m  m m  f& l& m M  o s im itto M ^

Ww IBBmS « ® P  ^ “W P li^  w w *

«o3gp$39M l -M s^H aqflgW i I t a M iu  H ast* tp«& qpn99& »

gbm

3M®teĵ 9L IM iO eom KNm al# to l * Atom,

M q &  im  m ^m m X &sm  s a ii^ rl ft* il!!!» M m tt*$ *l*

le d  3km ftfswer

m ^ m lm ^  ^ im  t&m m m ?  m i w%j$mem& %&

m ^m ’k ^ iM  is  mrnmmk •-:** # :^  ? a ^ « s lk  t»  y l^ M

rnMWX tffclmr* 1to® ^ l^ ^ s s d i a $ $ w * te>- £&&■%&?$ wkth 

m&mm&v* m «*#*&» m teatfl ts ^& & im irn £ « te

(p m e m lk ly  jWiari/Hs £ m * a*$«r> «*?

f g «  «&§& <&A9gv*& ;i»  $*aa# ®&^3$t>«K.<. 'ilm  ?*£<*$$, s ^ im l affasp*!* m 5  

$Kf « f ^vilvm$5.«s?. fe? m il o f *ii&  maiM&'B 35$% ssss-

«trtt4s$ ’wfitfcfe ite# modmijlMUi 0m m i & s m **& w )

ikuNNa*
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"3U ®»* 1»lf3*M»aftafcaitaa o f syo&ap<ofyUuufe£aol, ao rtrlo yoJyl- 

eaxt&aol and dg^epM fgO ^^ ware prepared and poxlftad fcgr

wamatAouO. w theda. a  resweagad « rt« r efcieh i*  probably 2 -a e ttv l- 

tp e M M M t tsrtf3JK«»*o«fc*it0 waft alea foraed during the ayatheai* o f

9Wn̂ ||p tiJMSffOÔ  ̂99|9b9^pr 4^? vOOk-wwOktJOOnn^tOt^niAiO^^OHlvwPtn O'

$£* $|t# fwlittt Of frolVoLvaiS Of #Mapl OO&Saftt lifl fQllsmd WB^hlOlSpSF"P I'l 1 »F ^ iW ip -̂ipMF̂pjDiWIWr ŵtpa .tppM̂̂pQpnffy ^̂VWr-'PF'DP̂w WŴPPP̂Pr 1̂  wapppprwtpreipwwe ^̂TOT̂NpMgip-ow pw- nWfc

mSmî Jk$ Ĵ Jr̂ 3̂ 3̂rC4̂ *©«»TA«yMgrX 6*»a |r*wRPlOyrĴ l̂M»OPK̂  ̂ w#w*
fl&OX^O&OliOtiOO inl^OijfOOi fejP f$00iOI4e ISftttSj 0^Ol|3$SP |̂0^M'

oos&dLOjjrl* t̂ i*3^ttoî oootHtt̂ o oo^olyiod ^tfofidaolic ^Oowoo to  ffvo
aOO%tMLJ>LMitelkPP̂ ii-AiiMlk iiMli jtkgtifajO tflim'nMrtlî  tfteiMvWdŵ tMkancfO: ^NhiMi'40&fk'n 4ifcjMk.** ft **lf MBnfla *lfl' m MpOliiOfclbft ippft 9nw<iii*i j% ■ ■ ■m m W iffm vlfo*JIJwOl̂ gteOOvOMO m m  ©yojJ»pt3̂ p̂  ̂ * JJUP9* ^am^^figrBUO*1

tsntyX %ai*f in  &otlun3n& ,|̂ yo ^ ily  mol̂ ylL 1&£fXU0VO0OO&0t&

oml  2^soHsthyl̂ 2y©1^1^%oE!!oX * U rn o ttooo o^po lo^o^^ilno î i^lnoscls^^s^^

Orii^fr 9lMfrn'M lii I^if ini gii liifdii m  Oh frtir dU rfu *% llMrt ̂ ilPPaO l i w A  A  iifc ibN& j^«M0MMNfedttJift0Mr jtFif iMMjihf iflfcJMk iMbitik OlMtlHtiifc'̂ diBdMEMk'riPdMhdA: l u M9 0 ymM OSm^mrvm ]̂(P *l **0B3O*I# 90 W W wwO u wgr

oolw l^o io  in  mtibmmX or $0% wMmwM® ^smm to  ytoM  ®p^prswl~
■I» m A1hi ■■ ijfll ■*- rt 11O i i i f '^ t  weotffcf tfcnn^t ifiiAinOfciMi '<QM*kok 'iiHin^t itii aKliiktOOOOOkiHBiitfk ^tdOL T¥M9Mri> m Pit aril #*1* fe iift& 'lMWttmB̂k VWiMr* IB9 appwKHI w  pTOWWIB WSfcW

rMnwoKttaont M  A l« r p  pesooatae* o f aaatiiyX irtfb io ro oeotirta  

(iwwamdbly orladme f » »  roozrsRged awtor) and 2-M othyioyolobttt«»l 

M s * aOao obMxvacl la  those m‘3m%f$m* & »  zw tM , solswot «£fecrfe« and 

aa^R ^lM  and entbaa&iM o f aB tlw id ra  fo r a l l  o f the eetatrs axe ooa- 

a la tan t w ith  the aaohanistlo poatailates (bead oloaaegw<) naatloned

ÂuHHRtA•wetFWw*



3 . taiCtm tteaaata&a w i «3ao prnpand

1 s t «aOd set ba *n *A flad . A fw  kbM tio  stadias on ths Japan* w ftar 

in dic ated th a t i t  so lrelyM d by slkyX-ojgrgsn fis s io n , and th a t i t  was 

w ssy isnnatisM i#

a * ^jpitnyaaiiyta nntdtfyii phswpi sthss? wan fspspsasd by tan indspssd^
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Figure 19. Plot of log k versus l/T  for the Solvolysis
of Cyclopropylcarbiryl Trifluoroacetate in 60% Dioxane-
kO% Water*
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Figure 20. Plot of log k versus l/T for the Solvolysis
of Cyclopropylcarbinyl Trifluoroacetate in 70% Dioxane-30% Water.
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Figaro 21, Plot of log k versus l/T  for the Solvolyois
of Cyclopropylcari&inyl Trlfluoro acetate in 80% Diocacane-
20% tfater.

Sa * 9.82 kcal./inole
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Figure 22. Plot of log k versus l/T for the
Solvolysis of Nortricyolylcarbinyl Trifluoro-
acetate in 60% Dioxane-UO# Water.
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Figure 23« Plot of log k versus l/T for the
Solvolysis of Nortricyolylcarbii^rl Trifluoro-
acetate in J0% Dioxane-30# Water.

11.7 kcal./mol<
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Figure 2U* Plot of log k versus l/T for the
Solvo lysis of Nortrieyelylcarbiny 1 Trifluoroacetate
in 80$ Dioxane-20^ Water.
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figure 25- Plot of log k versus l/T for the
Solvolysis of 2-Methylcyclobutyl Trifluoro-
acetate in 60% Dioxane-LO^ Water.

-3.7

3-1 3.2
l/T x 10



Log
 
k

163

Figure 26. Plot of log k versus l/T for the
Solvolysis of 2-Methylcyclobutyl Trifluoroacetate
in *10% Dioxane-30$ Water.
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Figure 2?. Plot of log & versus l/T for the
Solvolysis of Cyclo prop vlmethylcarbinyl Trifluoro-
acetate in 60% Dioxane-UO^ Water.
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Figure 28. Plot of log k versus l/T for the
So lvolysis of Cyclopropylraethylcarbinyl Tri-
fluoroacetate in 70% Dioxane-30# Water.
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Figure 29. Plot of log k versus l/T for the
Solvolysis of Cyclopropylmethylcarbinyl Tri-
fluoroacetate in 80$ Dioxane-20^ Water.
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