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@‘OKfIG rold (10% I 12.,5+ lo atrongor than bonsoio l oid 

(lO% - 6.2?)? 2,3-Mmthqlbonaolo mid 18 atromr 8till (105, I 

18.7) duo to buttn.Bln&2. 2,6-Dimtbflbonsofo aoid ir vow lrtrong 

(10% I; %A)2 krt m double buttnm*in@ in 2,3,5,6-t.trwtby1bans0i0 

aold lomU muprimlagly to lower l troa&th (10% - 37)’ for rhloh m 

wtion -6 .dwmo.d'l. A 8imilu-&0romo in 6tlwl&hh88now 

boon found on plmw fmm 2,6-diimopropylbmsoio l oid (105K - 65) to 

2,3,5,6=totni&pmp@kruoio aold (10% - 7). 

Ehdrumo In the latter trtra mid mart bo vow hi&. The 

oonatiturntm~lgroupm of rdjroent imopropylgroupr will bo forood 

outmrdm to impinge olowly on the omboql group* (I) l 8iturtioa not 
. 
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1190 Highly hindered aromatic carboxylic acids No.25 

ooourring in 2,6-diinopropylbon5oio aoid (II). DenpIta the great 

hindranoa thie tatrr aold ie alaoat aa uaak ae bsnzoio aold. 2,4,6- 

Trl-t.-butylbonsoio aold, another highly hindorad aoid, wan found to 

ba l v@n worker than bensoio sold'. Thw moderato sterio hhldran0~ 

atrengthenr an aoid but intonne eterlo hindranoe laade to weakening. 

Star10 hindranoo of aolvation of the oarboqlate Ion ha bean 

hold rempon8iblo for lor strength in hindered aliphatio aoidrP and 

hindered diterpenoid l oid.7e8. The lor etrongth of one of theaa acid6 

uid to k the moat hindered known' i.8 aaaooiated tith shielding of the 

oarbolyl. 

Ewulting from aterio oomprawion, distortion of the aarboml 

group with altaration of the OCO angla and CO dietsnows might impair 

oarboqrllo rwaananoa and weaken an aoid. Examination of the infrared 

apeotra of bonaoio aoid, 2-W@-, 2,6-dinetlql-, 2,4,6-trimetul-, 

2,4,6-triimopropyl-, 2,3,5,6_teramethjl- end 2,3,5,6-tetraiaopropyl- 

bmaoio l oid8 end their m&by1 eater8 revealed no irregulariti*m except 

that in 2,3,5,6-tstraisopropylbenaoio aold there ir, a diatinot doublet 

(%I I 1741, 17481 La I )oo, 255) at the frmquenoy expeofed for the 

oarbo@ bond in the monomer. A similar doubling is pxwsent to a 

leeeor extant in 2,3,5,6-tetraaetbylbensoio acid ( gCC - 1737, 1750; 

ca = oa. &I, 325). lmia indioatw aterio oompretwhn aa it uj be 

dua to oonmtnlnt of the oarbo& group into two different oonforma- 

tional mtruoturee but it doea not l ppur in the O&Or& An abnormally 
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low value (1690 or?) for the CO etretohing frequenoy of Ap&non, 

sduards and Howe’s eoid ~8s obaemed’. 

The eolubilitiee of 2,6-di- snd 2,3,5,6-tetra-ieopropylbensoio 

8Oid in water 8re Very low 5lld it h_86 been neOe6~ t0 08rrJ Out the 

determinatione of the diaeooiation constants (olreeioal) in wriouu 

etrengths of 8qUOOU8 ethanol. A epeotrophotometrio method’ has been 

ueed. With bensolo 8Oid Orunualdy obtained 8~ allDo& 1in98r relirtion- 

ahip between pK’ and ethanol oonoentratlon below about 7t$ ethanol- 

water (W/w). We have oonfirmed thie and find that it 81BO holds good 

for the above aoida within the r8nge measured. One 08n thue 

extrrpolste to C$ ethanol 8nd obtain their pK value8 in water (aeo 

Table). 

49.3 1 64.4 1 69.1 

pKg Value8 in &qUeoUS Ethanol 

$ Ethanol 

0 7.7 21.9 40.5 43.8 

2,6-dlieopropyl- 3.w 3.55 4.24 5.13 
bensoio 8oid 

2,3,5,6-tetrai-m- 4.15* 5.48 
pro~1ben5010 8Oid - 

5.62 1 1 6.22 
I I 

l extrapolated 

Datsil8 of the determin8tion8 and of the prqmr8tion of the 

hitherto unknown 2,6-diiaopropylben5oio aoid till be given elaeuhore. 

Ao&oule~ont#. ’ L are iadebtod to Dr. C.J.W. Brook8 of the Clkrioal 

Chemothm8peutio be~roh unit, &8tWn .bfirOy, Cl88g58 for the 

infruwd mamuromentm, vthioh will aloo be publimhmd In d&ail elme,vhen, 

8nd to Nr. P. Cr8haa for the pnp8r8tion of 2,3,5,6-tetr&iaoPro~l- 

bemsoio 8oid by ThieO'8 method". 

y,, CrunUmld 8nd B.J. Borkori.ts, J. Amer..Cha. 900. & 4939 (1951) 

"5. Thioo, Ina. Chia (P'r8noo~& 51 (1954) 


