This article was downloaded by:

On: 24 January 2011

Access details: Access Details: Free Access

Publisher Taylor & Francis

Informa Ltd Registered in England and Wales Registered Number: 1072954 Registered office: Mortimer House, 37-
41 Mortimer Street, London W1T 3JH, UK

Journal of Macromolecular Science, Part A
Publication details, including instructions for authors and subscription information:
http://www.informaworld.com/smpp/title~content=t713597274

Versatile Reactions of Organoboron Polymers Prepared by Hydroboration

Polymerization
Yoshiki Chujo

To cite this Article Chujo, Yoshiki(1994) 'Versatile Reactions of Organoboron Polymers Prepared by Hydroboration
Polymerization', Journal of Macromolecular Science, Part A, 31: 11, 1647 — 1655

To link to this Article: DOI: 10.1080/10601329408545874
URL: http://dx.doi.org/10.1080/10601329408545874

PLEASE SCROLL DOWN FOR ARTICLE

Full ternms and conditions of use: http://ww.informworld.confterns-and-conditions-of-access. pdf

This article nay be used for research, teaching and private study purposes. Any substantial or
systematic reproduction, re-distribution, re-selling, |loan or sub-licensing, systematic supply or
distribution in any formto anyone is expressly forbidden.

The publisher does not give any warranty express or inplied or make any representation that the contents
wi |l be conplete or accurate or up to date. The accuracy of any instructions, fornulae and drug doses
shoul d be independently verified with prinmary sources. The publisher shall not be liable for any |oss,
actions, clainms, proceedings, demand or costs or damages whatsoever or howsoever caused arising directly
or indirectly in connection with or arising out of the use of this material.



http://www.informaworld.com/smpp/title~content=t713597274
http://dx.doi.org/10.1080/10601329408545874
http://www.informaworld.com/terms-and-conditions-of-access.pdf

16:17 24 January 2011

Downl oaded At:

J.M.S.—PURE APPL. CHEM., A31(11), pp. 16471655 (1994)

VERSATILE REACTIONS OF ORGANOBORON POLYMERS
PREPARED BY HYDROBORATION POLYMERIZATION
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Graduate School of Engineering

Kyoto University

Yoshida, Sakyo-ku, Kyoto 606-01, Japan

ABSTRACT

Hydroboration polymerization of dienes and thexylborane pro-
duces organoboron polymers, which can be regarded as a polymer homo-
log of trialkylboranes. In other words, the organoboron polymers ob-
tained can be expected to be a novel type of reactive polymer. The
present paper describes versatile reactions of organoboron polymers pre-
pared by hydroboration polymerization. For example, reactions with
carbon monoxide or with KCN were followed by oxidative treatment to
produce the corresponding poly(alcohol)s or poly(ketone)s, respectively.
The organoboron polymers were also reacted with bromopyridyl anion
or with furyl anion to form cyano- or hydroxyl-containing polymers via
ring-opening of pyridine or furan, respectively. Reductive treatment of
the organoboron polymer gave the corresponding polymer after reduc-
tive cleavage of carbon—boron bonds.

INTRODUCTION

Recently, we explored “hydroboration polymerization” (Scheme 1) as a novel
methodology for the preparation of organoboron polymers [1-3]. This polymeriza-
tion can be applied to various combinations of dienes with thexylborane to produce
the corresponding organoboron polymers as summarized in Table 1.

The polymers prepared by hydroboration polymerization have a new structure
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consisting of carbon—boron bonds in the main chain, and they can be regarded as
a polymer homolog of trialkylboranes. Generally, trialkylboranes are very useful
reagents for the preparation of a wide variety of functional compounds. This chem-
istry has been mainly explored by Brown and his group [4, 5]. Accordingly, the
polymers obtained by hydroboration polymerization can be expected to be a novel
type of reactive polymers. We describe here the versatile reactions of organoboron
polymers as demonstrated in Scheme 2.

REACTIONS OF ORGANOBORON POLYMERS WITH CARBON
MONOXIDE TO POLYALCOHOLS

The polymer prepared from thexylborane and 1,7-octadiene was reacted with
carbon monoxide at 120°C, followed by treatment with NaOH and H,0, to produce

TABLE 1. Hydroboration Polymerization
between Thexylborane and Various Dienes?®

Run Diene M,* M,?
INAAZ
1 19,000 27,700
ONANAAT
2 18,400 27,400

3 NS 19,000 29,200
4 ~AIA 9,400 16,900

5 S0 o 1,200 2,600
6 o0 1000 4,500
7 000N 1,90 3,200
8 A~O0LD)0n 5100 11,200

o~ EHHD-0n 7,600 15,400

*Polymerizations were carried out by adding a
small excess of thexylborane to a 1 M THF solution
of diene at 0°C.

*GPC (dry THF), polystyrene standard.
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a polyalcohol [6]. This conversion includes migrations of the polymer chain and
thexyl group from the boron atom to carbon as shown in Scheme 3. Table 2 summa-
rizes the results of the preparation of polyalcohols from various organoboron poly-
mers. The temperature effect of this reaction on the composition of the polymers
obtained (polyalcohol and polyketone segments) is shown in Table 3. When this

V\R/\j; N Pt ‘e/\/sé?)?\ Small ”(\/\R/\/géy

0\7"% SR
—_— \MR/\/C\)n —_— MR/\/C\%

NaOH NaOH
H;0, H,0,

vg/vgu\., \a/\/\{))?

SCHEME 3.
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TABLE 2. Synthesis of Poly(Alcohol)s by the Reaction of Organoboron
Polymers with Carbon Monoxide?

Poly(alcohol)s
B polymers, — —
Run R M, M,* M, Yield,® %

—(CH,),—
1 19,500 4,080 13,500 82

—(CHy4~
2 20,500 4,200 9,600 60
3 & 14,600 2,990 17,650 74
4 —cu,~-ci,— 9,300 5,400 12,300 77
5 —CH,(XCH,), OCH,— 1,520 1,280 2,200 24
6 —CH,XCH,),0CH,~ 2,280 1,620 2,800 59
7 —CH,0{(CH,),0}; CH,— 3,200 2,200 3,720 47
8 —CH,0{%-0CH,— 6,800 1,940 3,700 39
9 2,320 4,400 89

_CHzOOCHl— 11,700

*Reactions were carried out in the presence of 0.1 mL ethylene glycol under carbon
monoxide (20-25 kg/cm?) in an autoclave.

®GPC (dry THF), PS standard.
‘GPC (THF), PS standard.

“Isolated yield after reprecipitation into methanol/water (v/v = 2/1).

TABLE 3. Reactions of Organoboron Polymer with Carbon Monoxide
Composition'

Run Conditions Alcohol  Ketone M,® Yield," %
1 50°C, 15 h; 120°C, 5 h® 100 0 4,080 82
2 50°C, 15h® 50 50 2,500 80
3 RT, 18 h° 32 68 2,500 61
4 0°C,15h° 34 66 590 67
5 —25°C, 40 h° - - No polymer 0
6  50°C,15h° 35 65 3,900 N.D.!
7 50°C, 15 h® - - Gelation —

Run 1: 50°C, 15 h (CO; 25 kg/cm?), and then 120°C, 5 h (after CO was released).

*Runs 2-4: CO; 20-25 kg/cm’.
*Run 5: CO; 30-35 kg/cm?.

H,0 (1 equiv.) was added at the carbonylation stage (CO; 30-35 kg/cm?).

“In the absence of ethylene glycol.
ICalculated from 'H NMR.
EGPC (THF), PS standard.

"solated yields after reprecipitation into methanol/water (v/v = 2/1).

Not determined.
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reaction was carried out under milder condition, polyketone segments were included
in the polymer structure due to the incomplete migration of the thexyl group. These
conversions may offer a new synthetic method for the preparation of poly(alcohol)s
from the corresponding dienes.

REACTIONS WITH CYANIDE ANION TO POLYKETONES

For the selective preparation of polyketone, the organoboron polymer pre-
pared by hydroboration polymerization between thexylborane and 1,7-octadiene
was subjected to reaction with KCN [7]. After oxidation of the reaction mixture
followed by coagulation, the desired polyketone was obtained. The polymer formed
was a white solid and stable under air. This stability indicates no C—B bonds in the
main chain of the resulting polymer, that is, complete conversion. This reaction also
includes the migration of main chains of organoboron polymer from boron to
carbon as shown in Scheme 4.

REACTIONS WITH DICHLOROMETHYL
METHYL ETHER TO POLYALCOHOLS

As an alternative method for the preparation of polyalcohol from organo-
boron polymer, dichloromethyl methyl ether (DCME) can be used [8]. Various
organoboron polymers prepared by hydroboration polymerization of dienes and
thexylborane were reacted with DCME at 0°C in THF followed by treatment with
lithium triethylmethoxide. After oxidative treatment with NaOH and H,0,, the

R; «CHga
e CFs\c—o
o '
— - \(\/\R/\/ \B/)'n —_— VR/\/C*
lNaOH
H,0,

SCHEME 4.
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corresponding poly(alcohol)s were obtained (Scheme 5, Table 4). The structures of
the resulting poly(alcohol)s were the same as those prepared by the reaction with
carbon monoxide described above. Because the reaction with carbon monoxide
requires relatively severe conditions (e.g., 120°C, 30 kg/cm?) [6], the reaction with
DCME provides a more facile way for the conversion of organoboron polymers
into poly(alcohol)s under mild conditions.

REACTIONS WITH PYRIDINE OR FURAN RING

We also explored novel reactions of organoboron polymers via ring-opening
of pyridine or furan moieties. As shown in Scheme 6, the organoboron polymers
prepared by hydroboration polymerization were reacted with 2-bromo-6-lithio-
pyridine followed by treatment with NaOH to produce the cyano-group-containing
polymers [9]. The results are summarized in Table 5.

On the other hand, the reaction of organoboron polymer with a-furyllithium
was followed by treatment with acetic acid and then with NaOH and H,0, to form
a polymer having primary and tertiary alcohols (Scheme 7) [10}. These conversions
include the migration of polymer chains on the boron atom and the ring-opening
reactions of pyridine and furan, respectively.

REDUCTIVE TREATMENT OF ORGANOBORON POLYMERS

In the conversions from organoboron polymers prepared by hydroboration
polymerization of dienes, reductive treatment instead of oxidative treatment gave
different polymers. For example, the organoboron polymer was reacted with
DCME followed by treatment with acetic acid. This treatment results in the reduc-
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TABLE 4. Synthesis of Poly(Alcohol)s by the Reactions of
Organoboron Polymers with DCME?®

B polymers, Poly(alcohol)s

Run R M® M,° M,
1 —CH— 12,700 3,600 10,600
2 —(CH)e= 18,400 4,900 14,700
3 —9— 19,200 2,200 5,400
4 —CH,~9)~CH,— 9,400 1,700 9,700
5 —CH,0(CH,), OCH,~ 1,200 780 1,600
6 CHOCH,0CH,= 1,900 560 1,200
7 T CHOUCH,01CH,— 1,900 550 1,300
8 —CH,0{2-0CH,— 5,100 1,300 2,400
9 —cu0{{HEocH,— 7,600 2,300 4,700

2After adding 1.2 equiv. DCME to a THF solution of organoboron poly-
mers, 1.5 equiv. of Et,COLi/n-hexane was added at 0°C.

*GPC (dry THF), PS standard.

‘GPC (THF), PS standard.

—+ Br/(Nj\Li . Iﬁ)@\(ﬁ?ﬁ m
" B w5y

HOM o S
) CN | CN . C()\-%
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TABLE 5. Reactions of Organoboron Polymers with 2-Bromo-6-lithiopyridine
M, of . .
Run Diene B polymer®® M,? M,? Yield,© %
NSNS
1 3,420 3,980 7,500 72
NSNS
2 3,120 2,990 4,910 57
(8}
3 IR 680 1,090 1,950 17¢
O 7

4 T 2,670 2,200 2,760 59

5 AU O 1,240 1,570 2,120 80

6 W 1,970 1,490 2,940 71¢

7 1,670 1,020 1,400 79¢

4\,0@,0\&

*GPC (dry THF), PS standard.

*Not isolated.

“Isolated yields after reprecipitation into diethyl ether/n-hexane (v/v = 1/4).

4Not characterized.

“Isolated yields after reprecipitation into MeOH/H,0 (v/v = 1/1).
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tive cleavage of carbon—boron bonds. As a result, the hydrocarbon polymer was
obtained as shown in Scheme 2 [11]. The reaction of organoboron polymer with
a-furyllithium was also followed by reductive treatment to form an allyl-alcohol-
branched polymer.

CONCLUSIONS

Generally, the polymers with functional groups described here are not pre-
pared by means of conventional synthetic methods. Thus, these conversions demon-
strate the useful and versatile characteristics of organoboron polymers as polymeric
precursors to give functional polymers.

A wide variety of dienes can be used as the starting materials in hydroboration
polymerization with thexylborane. This means that conversions of organoboron
polymers may produce various functional-group-containing polymers. Scheme 2
demonstrates the versatile potential of organoboron polymers prepared by hydro-
boration polymerization as a novel type of reactive polymers [12].
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