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The kinetics of the anionic coordination dimerization of isoprene (i.e., 2-methyl-1,3-butadiene)
to f-myrcene (i.e., 7-methyl-3-methylene-1,6-octadiene) was investigated. The reaction was
initiated with sodium in the presence of dicyclohexyl amine in tetrahydrofuran. Kinetic measure-
ments showed that ionic pairs of isoprenyl sodium were additionally solvated by two molecules
of tetrahydrofuran. A kinetic model of the reaction enabled the time dependence of the iso-
prene concentration to be expressed in terms of a two-parameter equation.

In our preceding paper! the mechanism of the anionic coordination dimerization
of isoprene (i.e., 2-methyl-1,3-butadiene) to B-myrcene (i.e., 7-methyl-3-methylene-
-1,6-octadiene) has been suggested using the scheme (4)—(C):

A
RIRZNM # >—\ = M 3 + RIRINH
: g Ty (4)

(8)

B-myrcene

M= Na, K
RY, R? = alkyl, cycloalkyl

For the sake of simplicity, the solvation effect of tetrahydrofuran in which the
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reaction was carried out is not considered in the suggested reaction mechanism.
The influence of possible association effects of organometallic compounds ‘was also
neglected. These effects, observed mainly in nonpolar solvents, have been discussed
in detail in refs”~*. In this study the mechanism of the dimerization reaction (4)—(C)
was used as the starting point for a kinetic model of the reaction; th solution of wlnch
provided a mathematical description of the conversion of isopréne to B-myrceéne.

EXPERIMENTAL

Chemicals Used

Isoprene (I), tetrahydrofuran (THF), dicyclohexyl amine, sodium and ritrogen were purified
as described in ref.!, The origin and purity of the chemicals also correspond to ref.?.

Methods

In a 50 ml reactor with a magnetic stirrer, washed with nitrogen, eqmmolar amounts of sodmm,
isoprene and dicyclohexyl amine were mixed at room temperature against a stream of nitrogen
in tetrahydrofuran in excess of several moles. The reactor containing a homogeneous initiatioH
solution (¢. 10 ml) formed after 30 min of the reaction was immersed into a bath 10°C. Iso-
prene was added in excess to the initiation solution_against the stream of nitrogen) and the
reaction system was thus obtained. The onset of the reaction (z = 0) was defined by the addition
of isoprene to the initiation solution. The initial rate of isoprene consumption was investigated
as a function of the composition of the reaction system.

Analytical Methods

The composition of the reaction mixture was analyzed by gas chromatography using a Chrom 4
apparatus (Laboratory Instruments, Prague) with flame-ionization detection. A packed glass
column, 2:5 m long, inner diameter 2 mm, packing 15% Apiezon L and 3% NaOH on Chroma-
ton N-AW-HMDS was used. The injected amount was 3 pl of the reaction mixture, with nitro-
gen as the carrier gas. The temperature was program-controlled ‘between 50°C—200°C with the
temperature gradient 20°C/min and plateaus 2 min at 50°C and 12 min at 100°C. The nitrogen
overpressure at the column inlet was 83—120 kPa, The isoprene and B-myrcene concentrations
were determined by using calibration plots.

RESULTS AND DISCUSSION

Two limiting cases of the course of the dimerization reaction of isoprene (I) according
to scheme (4)—(C) have been considered. In the first case (1) the equilibrium (4)
was supposed to be established instantaneously. In this case the rate of consumption
of isoprene would be limited by the rate of addition according to relation (B). This
procedure allowed us to explain the influence of tetrahydrofuran on the reaction
course. In-the second case (II) the back reaction of equilibrium (4) was neglected,
further simplifying rearrangements were made and a kinetic model of the reaction
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was obtained. Both these cases representing limits between which a real reaction
course can be expected are discussed below,

Kinetic Model 1

Within a broad time interval, the rate of isoprene consumption in the reaction systems
under investigation (Table I) is independent of the instantaneous isoprene concentra-
tion (Fig. 1). Experiments have revealed that the initial rate of isoprene consumption,
To, corresponds to the initial rate of the increase in p-myrcene determined as a tangent

TasLE I
Effect of the initial composition of the reaction system on the initial rate (ro) of isoprene
consumption (I) and on the rate-determining parameters 4 and g (Eq. 19). The data are listed
for series of identical initial molar ratios of the given reaction components (amine stands for
dicyclohexylamine)

(Crapdo (€0 Cna ro . 103 rol(cyo - 10° L e
mol [~1 mol 17! min~ min "~ ! min~!
(THF + I): Na:amine = 26:1:1
1’5 81 0-36 10 12 0-28 22
2-6 7-3 0-37 21 29 040 4-0
41 5-8 0-38 22 3-8 0-42 44
52 50 0-40 17 34 0-36 51
7-0 33 0-40 9 27 049 2:6
9:0 17 0-42 7 40 0-40 5-1
I:Na:amine=13;:1:1
1-5 7-7 0-59 9 1 0-34 15
33 66 0-50 15 2:3 0-53 2-1
7-0 32 0-26 9 2:6 0-60 2:3
10-0 1-8 0-15 6 33 0-25 62
THF : Na:amine= 13:1:1
17 85 013 9 11 0-13 42
34 68 0-26 20 29 0-34 42
69 33 053 9 2:6 0-56 2:3
89 16 0-68 6 37 0-87 20
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to the curve representing the dependence of B-myrcene on time at a point t = 0,
bearing in mind a change in the mol number in the reaction

R == e @

Hence, it may be inferred that the concentration of intermediates in the reactions
(A)—(C) is very low.

The dependence of the initial rate of isoprene consumption (r, in moll~*,
.min~") on the initial concentration (in mol1~') of the individual components
of the reaction system (cy, denotes the analytically determined sodium concentra-
tion) can be expressed through a formal kinetic equation

Fo = 2:88.. 10~ *(cre)3:%¢ (c)i*® el , (1)

where formal orders of magnitude of the individual components of the system and
formal rate constants have been calculated by a multiple regression analysis of the
linearized form of Eq. (1) with the correlation coefficient 0-86.

The effect of tetrahydrofuran on the reaction course can be explained by an ad-

™
ditional solvation of ionic pairs Na and Na._ L/_{_ with tetrahydrofuran
according to (E), (F)

10

€ L
(€

o4+

Fic. 1
Dimerization process of isoprene (I) in the
system THF-dicyclobexylamine~Na-I; (ep,
= 50mol 171, ¢y, = 0-4mol 1™, initial
molar ratio THF : Na : dicyclohexylamine=

=13:1:1 40 s %’b_‘
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>—\ +' (CsH;;);NNa + 2 == i’{a}—\ + (C¢H,,),NH
(01 N7\

(E)
I THF 0,

g +1 —2a %}
“Na (F)
@ O Q2

For the concentration of ionic pairs Q, it can be written, assuming an instantaneous
establishment of equilibrium (E),

cQ, = K**(c1)o"® (cru)o €3°°, (2)

where ¢, is the concentration of sodium dicyclohexylamide; substitution of the
initial isoprene and tetrahydrofuran concentrations instead of the equilibrium ones
is a simplifying act due to the large excess of isoprene and tetrahydrofuran with
respect to sodium dicyclohexylamide. Let it also be assumed that sodium is distri-
buted only between the ionic pairs Q, and sodium dicyclohexylamide, and that the
relation

Cna = Cq, + s (3)

is valid. The rate of isoprene consumption is then limited by the addition of ionic
pairs Q, and isoprene (for a region close to the onset of the reaction, where isoprene
in the reaction system markedly prevails by its concentration, and thus Cq, ¥ Cq,):

—d(edodt = ro = kz coe)o = aK (erutlo (7. (4

By comparing Eqs () and (4), we can sce a perfect agreement in the reaction order
to isoprene. The difference between the reaction order to Na (Eq. (7)) and sodium
dicyclohexylamide (Eq. (4)) obviously follows from the fact that all sodjum has not
been distributed in the form of sodium dicyclohexylamide. Eq. (2) can namely be
written as

cg, = K(ey)o (crue)s (cna — €a)s (3)
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whence for the concentration ¢y, we have
cqu = P[(1 + dey,[P)*S — 1]12, (6)
P = K(e)o (crur)s - ()

Only in the case where P is sufficiently small, Eq. (6) assumes the form of (2), and
it holds that ¢, = cy,.

Kinetic Model 11

The kinetic model of a reaction in which for the sake of simplicity no additional solva-
tion of pairs Qy, Q,...Q; with tetrahydrofuran is considered has been suggested
using schemes (G), (H).

k :>. :
>f_‘\\ {QH,I);NNa - N‘a\’ \ s {CSHH)J.I:H (@)

ska Ikz
G B L o

In the equilibrium (4) the reversible reaction had been neglected. The concentration
of dicyclohexylamide has been found constant during the reaction. For this reason,
and assuming that sodium is mainly distributed in the form of sodium dicyclohexyl-
amide (¢, > Y ¢q,), it can be written that
i
k]. . CA = k;_ . (8)
If, for simplicity’s sake, we consider the rate constants of the addition of isoprene
to ionic pairs Q,, Q,, ... Q; to be equivalent, for the dependence of the isoprene
concentration and ionic pairs Q on time it can be derived that
_ch(d‘ = kchcl + kic, 3 (9)
degidt = kic . (10)
For the dependence of the isoprene concentration on time it holds that
Cp = — 2DCZ!kik2(e‘J((D)JZJI T o J([DJFZ)I)J. (“r)
D = ik + 2k,C, , (12)
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where C’,, C, are the integration constants. Eq. (/1) can be advantageously rearranged

to a two-parameter relation

af(cr)o = 1/(cosh ot + A sinh of)? (13)

02 o

o

CZ 08

FiG. 3

Comparison of the dependences of ¢/(¢)),
on ¢t according to Eq. (I3) for the deter-
mined average value A 0-35 with correla-
tion of experimental data for the determined
parameters ¢ at the initial molar ratio
{THF + I): Na: dicyclohexylamine = 26:
:1:1 (Table I); (cp)p (in mol1™'): 81 o,
73e, 5580,508,330,1'7@

FiG. 2

Dependence of c¢;f(cp)y on ot for chosen
parameters 4 4 according to Eq. (I3). 1 4 =
=0224A=0334=05A4=10

10

[
el

0§

o2r 1

I L i I

04 ot

Fic. 4

Comparison of the dependences of cy/(c;)
on gr according to Eq.(13) for calculated
values of the parameter 4 with correlation
of experimental data for the determined
values of the parameter ¢ at the initial molar
ratio THF : Na : amine 13:1:1 (Table I).
1 A=013; 2 A= 034 3 4= 056
44=087
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with conditions

-C, = (1 + A)J(1 — 4) (14)
—2DC,[k;k; = 4eof(1 — AY?, (15)
e = D2, (16)

where ¢ and 4 are parameters. For parameter A one can derive, by combining (10),
(13) and (9), that

A = {1 — [kiky(e)o/2¢°]}° (17)

where
20% = [ky + ka(cq)o]?/2 + Kiksfer)o - (18)

Differentiation of Eq. (/3) and substitution f = 0 into arguments of hyperbolic
functions give for the product of parameters ¢ and 4:

, rof(c)o = 2¢4. (19
Eq. (19), into which measurable values of the initial isoprene consumption rate, o,
and the initial isoprene concentration, (¢;)o, can be substituted, was used in the cal-
culation of the parameters ¢ and 4.

Fig. 2 shows the dependence of the function ¢;/(¢;), on ot for various values of 4
and suggests the way of calculation of parameters ¢ and 4. The value of 4 was
estimated. For the estimate, the product gt for ¢; = 0-7(c;), was ascertained. By divid-
ing the product ot with the real time at which ¢, = 0-7(c;), (Fig. 1) was reached, the
first estimate of ¢ was obtained. Substitution of the estimated ¢ into Eq. (19) along
with the respective values of r, and (c), gave the corrected value of parameter A.
The calculation cycle was repeated until two subsequent values of parameter 4
differed by less than (0-01). On the experimental condition that the initial molar
ratio (THF + I) : Na : dicyclohexylamine is 26 :1:1 (Table I), the average value
of parameter A lies close to 0-35. According to Eqs (17), (18), it must hold, under
the circumstances, that

[k, + ka(cqdo]?[2 : Kika(er)o = 1: 10 (20)

and the magnitude of parameter A is little sensitive to a change in the isoprene con-
centration (Fig. 3). Hence, in the subsequent two series of experiments, the condi-
tions were chosen so (Table I) that in one series there was a constant initial molar
ratio of isoprene, sodium and dicyclohexylamine (for the investigation of the effect
of THF), while in the other seties the ratio of THF, Na and amine was constant;
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in this case, the ratio of the terms of (20) assumed a limiting value of about 10 : 1,
which demonstrates the high dependence of parameter 4 on the isoprene concentra-
tion (Fig. 4). '

By using a simple kinetic reaction model, a very good description of the time
dependence of the isoprene concentration was obtained even for high values of the
isoprene conversion, (ci/(c;)o & 0-5). The result indicates that a simplifying con-
ception of the reaction mechanism leading to a kinetic model may to a great extent be
regarded as adequate,

REFERENCES

1. Bartoii J., Volka K., Ka¥par M., Ri%i¢ka V.: This Journal 46, 1600 (1981).
2. Kaspar M., Trekoval J.: This Journal 41, 1356 (1976).

3. KaSpar M., Trekoval J.: This Journal 43, 2583 (1978).

4. Kadpar M., Trekoval I.: This Journal, in press.

Translated by L. Kopeckd.

Collection Czechoslovak Chem. Commiin fual 47 renam



2°Si AND !3C NMR SPECTRA OF SOME
ALKYLDIPHENYLCHLOROSILANES, ALKYLDIPHENYLSILANOLI
AND BIS(ALKYLDIPHENYLSILYL)CHROMATES

Antonin LYEKA’, Dobroslay SNoBL?, Karel HANDLER?, Jaroslay HoLESEK?
and Milan NADvorNik® -

“ Research Institute of Organic Syntheses, 532 18 Pardubice-Rybitvi and
® Department of General and Inorganic Chemistry,
Institute of Chemical Technology, 532 10 Pardubice

Received May

#98i and *3C NMR spectra of alkyldiphenylchlorosilanes, alkyldiphenylsilanoles, and
diphenylsilyl)chromates ' (CsHj),Si(R)X have been studied. The chemical shift:
are most affected by nature of the electronegative substituent X, f.e. Cl, OH or Cr(
.(CsHs),. The 5(*°Si) shifts due to effects of the substituents R can be correlated su
with values of the Taft constants ¢*. Slopes of the correlation dependences have nega
for all the groups of the studied compounds (increasing electron-acceptor ability of sub:
causes upfield shifts of 6(*°Si)), and their values decrease with increasing electronegativ
substituent X (sensitivity of the &(*?Si) shifts due to substituent R increases with i
electronegativity of the substituent X). Methyl groups at y-position of the chain of subs
cause a diamagnetic shift of 8(*°Si) by 0-6 to 3-3 ppm. The 6(*3C) shifts,depend little «
of the substituent X. Chemical shifts 6('3C) of carbon atoms at a-, B-, and y-positio
substituent R with respect to silicon show a good linear correlation with the 8(13C) shi
corresponding carbon atoms in aliphatic hydrocarbons CH;R. Slopes of the correlatic
dences of all the groups of studied compounds are close to 1, the intercepts for «- and p-
are negative because of induction effect, Positive value of the intercepts for y-position
the influence of sterical y-effect,

Our previous paper' summarizes results of studies of 13C, 29§, 117
'*?Sn NMR spectra of the compound type (CsHs); YX, where Y are element
IVb group of periodic system (C, Si, Ge, Sn), and X are halogen atoms, h
group or CrO;0Y(CsHs); group. Out of these compounds the most im
industrially are esters of chromic acid ((CsHs);Y0),CrO, which are used
cursors of catalytic systems for low-pressure polymeration of a-olefins?'3,
Besides perphenylsilyl chromates analogous ester with one alkyl instead of
group (i.e. type ((CeHs5),Si(R)0),Cr0O,) have gained technical importance
The present paper deals with a study of 2Si and > C'NMR spectra of bis(:
phenylsilyl) chromates and compounds of general formulae (CeHs),Si(R)
(CeHs),Si(R)OH, where R = methyl, ethyl, propyl, isopropyl, butyl, se:
isobutyl, octyl, benzyl, and cyclohexyl. Alkyldiphenylchlorosilanes and alkyldi;
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