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SUMMARY

295i and *>C NMR chemical shifts in Si-substituted phenyl- and benzylsilanes
are determined and intercorrelated.

It was recently shown? that the electronic interactions between a benzene ring
and MR, or CH, MR substituents are usefully studied by methods which do not involve
the need for other ring substituents acting as a probe. 3C and 2?Si NMR spectra meet this
requirement, furthermore aromatic carbon-13 chemical shifts correlate with structural
parameters®. For this reason the data presented in Table 1 were obtained using the spectro-
meter and experimental techniques previously described®>?.

Unfortunately, the latest and apparently best correlations® cannot be appiied to
our results without reservation because they were obtained under experimental conditions
{1Q mol % solutions) nat attainable in our lahoratories at present. The average value of the
apparently constant difference A&(Cp) between the chemical shifts in C¢Hs CH; X and
CsHs X (—6.02 ppm) corresponds® (£20% error due to solvent effects®) to the total charge
density in C¢Hs CH; X compounds being shifted by 0.02 units to more negative values
compared with Cg Hs X compounds for the same X. Simitarly, the oT consiants are T.3
units more negative for CH, X groups as compared with X groups These ﬁndmgs agree well

* For part CVII see ref 1.



oo L , *O[qRIIeAR JON  °G ‘JOI UIOI) UDXEY, / DANLALIOD Qoﬁ,oﬁ .
. snogojeus 1oj onjep 1 ‘Punoduros oualsjey i *Juanyisqus o o} uopisod-p/rd uj U0GIBI JO 3JIYS [BIUWAYD D, § RACLIS Y1) *HD-duy ¥3uldn0d (D¢,
. WWN woxj paurussoyap sangua 9o ¢y Jox ur X *H 0 *HO-d Jo ssuawous ajodip wioxy paurustajop sangea b 5 (X *H *0)()8 ~ (X *HO'H 0)(90)¢ = (9D)ev p
~OKHD)S)9 = (XPHO 'HO)IS)9 = (15)94¥ 5 °(X *HO)(S)® ~ (X *HO *H*D)(15)9 = (15)9°V se poujuriayop dnod 11D Jo 100130 JUSMINSANS ¢ *OfEsS STy} Uy
" wdd 1871 ST 0UAZUSq JO YIS [BOHUOYD D, ‘tidd £°0F J0I1D wnwpxew o) ‘SuIpjorys 10mof 03 Jurpuodsariod sanjea oArysod 3w syrun urdd uy '3y ‘opess @
©75 . UL USAI3 OT8 131U OU, “OUBMISIAYIAUILI}0} [BUI0IXA O) OAVIE[aI SPInbY] Jueus u *dsel ZHIN T6°TT PUC 60'ST 3T POINSESUL OXoM SIIYS TEORUIAYD §S oz PUE D¢y p

" PRELIMINARY COMMUNICATION

v

) L0°0 §h— 6'€ y 66— 6T 095- 6%l . °HIS
L . 1850 15°0 69~ 0'6 _ y CTEL- LT T9- gsTl 18,
RO - 820 0t°0 6'9- §'6 W) pEv) vTi- STET 6T 9%TT . NS
. , CST0 €20 09- gL (re-)  G0E) 86T TOET #LT Tl 0 APWS
g L] Y (] ) I X L9 8- Svp-  ves—  §6TT LTS 9eTE. . SGFONS L
(ST0) BT Te- €8 g's- I'9- . TOL- 88Tl 611 9€LT - “(HOMWIS ’
1010 ;@10 9'g~ 9'9 8'1- SeT. IS 0'6ZT  L'TT - p€CT - .(4E0) “oWIS:
LE0 (4] 8'9- 08 0~ Tl g0~ 8Tl TL o9zt - ‘oIS
- Two 10 L's- 0'6 6 gIE 6L OTET 69T  ESTI *109NIS
ST'0 0€°0 . £'e- 66T , 99T Tl DN
900 - S0°0- (A §'s 0 300 IS~ €871 0 1574 S 11/
gl mate  pldlev  hsiely gas)ev . Gs)e sl sida)e  fsle g()s X memipsqns
- W XHD. CX'HO'HD .

e » aao%o TATIS SNOTMVA 40 SINTVA o ANV SINVIISTAHLAR ANV “TANAHd ‘~TAZNEH YO VLVQ 4AN 6-NODITIS ANV EI-NORYVD,

C T

R




PREILIMiNARY CQMMUNICATIONU . S - e

with the estabhshed (see eg ref. 2) electron-acceptmg propertles of S1R3 group% and
electron-releasmg ability of CH, SiR3 groups and with the charges calculated by Nagy et aI 9,10
The present data show an interesting linear correlation between 8(Si}(Cs HsCH; X) and :
8(Si)}(C¢Hs X) characterized by unit slope and correlatxon coefficient of 0.999 (ten data '
points). This and other correlations involving 8(Cp)and o G or 0p constants will be discussed

in a forthcoming paper.
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