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Vinyl acetate (VAc) is an industrially important monomer for
the production of poly(VAc)s and ethylene/V Ac copolymers, which
are used directly or after hydrolysis in a wide range of applications
including paints and adhesives.' The polymers have been conven-
tionally produced by radical polymerization; however, it generally
does not give well-defined polymer structures because of the high
chain-transfer constants of VAc and VAc polymers.'? During the
past decade, the coordination polymerization of polar vinyl
monomers by late transition metals has been extensively investi-
gated, since it allows more precise control over the microstructures
of polymers.> Nonetheless, VAc has been among the most chal-
lenging monomers for metal-catalyzed coordination polymerization
and copolymerization.> For example, Brookhart et al. thoroughly
studied the reactions of VAc with Pd and Ni o-diimine complexes
to provide significant insights into the difficulty in the coordination
copolymerization of VAc with ethylene.*® The problems could be
attributed mainly to (i) weaker ;r-coordination ability of VAc than
ethylene to shift the equilibrium between I and II to the left (Scheme
1) and (ii) low reactivity of L,MCH(OAc)CH,R species (III),
formed by 2,1-insertion of VAc from II, toward the coordination
and insertion of the next monomer. The low activity arises from
the formation of a relatively stable five-membered chelate structure
and the presence of an electron-withdrawing acetoxy group at Cy.>¢
In addition, -acetoxy elimination after the 1,2-insertion of VAc
might also retard the polymerization of VAc.
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Recent developments of Pd/phosphine—sulfonate catalysts®*
have enabled the main-chain incorporation of polar vinyl monomers
including methyl acrylate,** " vinyl ethers,*® acrylonitrile,*® vinyl
fluoride,*" and other important comonomers*2™" into linear poly-
ethylenes. In this regard, we have succeeded in the copolymerization
of VAc with carbon monoxide as the first example of coordination
polymerization of VAc.” This success motivated us to investigate
the copolymerization of VAc with ethylene.® Herein, we report the
synthesis of novel palladium complexes bearing alkylphosphine—sulfonate
ligands” and their successful use in the coordination copolymeri-
zation of VAc with ethylene, leading to linear copolymers that
possess in-chain —CH,CH(OAc)— units.

Pd/alkylphosphine—sulfonate complexes 3a* and 3b* were
synthesized from dicyclohexylphosphonium—sulfonate 1. The
structure of 3a was unequivocally determined by X-ray crystal-
lographic analysis: 3a possesses a distorted square-planar geometry
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around the Pd center, which is similar to that of the Pd/
arylphosphine—sulfonate complex 4.
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Figure 1. Catalysts and ligands examined in the copolymerization of vinyl
acetate with ethylene. Cy = cyclohexyl.

Initially, the homopolymerization of ethylene was investigated.
The palladium catalysts in situ generated from Pd(dba), and 1
produced completely linear polyethylenes with less than 1 branch/
10° C (activity = 6.0 g*mmol '*h™'; M, = 2.9 x 10% M /M, =
1.9; at 3.0 MPa of ethylene pressure in toluene at 80 °C).” The
catalytic activity and molecular weight were lower than those
obtained by the corresponding arylphosphine ligand 2.*¢

Table 1. Copolymerization of Vinyl Acetate with Ethylene®

OAC  catalyst (?AC
Nt N —— ffCHy-CHy-CH-CH,
m n

toluene

VAc activity M, VAc?

entry catalyst (ml) (g-mmol=-h~") (109) M./ M, (%)
1 2, Pd(dba), 7.5 0.22 7.6 2.1 0.5
2 1, Pd(dba), 7.5 0.66 9.9 2.3 0.6
3 1, Pd(dba), 12 0.30 6.1 2.0 1.2
4 1, Pd(dba), 15 0.17 4.7 2.0 1.5
5 3a 12 0.67 5.8 2.3 1.9
6 3b 12 0.97 5.0 2.3 1.7
7 4 12 0.44 5.8 2.1 1.6

“ Conditions: 0.10 mmol of Pd(dba), and 0.12 mmol of 1 or 2 (or
0.10 mmol of 3 or 4), 3.0 MPa of ethylene pressure, 15 mL of total
volume (VAc and toluene), 80 °C, 15 h, in a 50 mL autoclave. ® The
molar ratio of incorporated VAc.

As demonstrated in Table 1, VAc and ethylene were successfully
copolymerized by Pd/phosphine—sulfonate catalysts. The copo-
lymerization was carried out by exposing a mixture of Pd(dba),
and ligand precursors 1 or 2, or preformed complexes 3 or 4, to
VAc and ethylene in toluene at 80 °C. The polymers were isolated
by precipitation with MeOH and purified by reprecipitation from
hot 1,2-dichlorobenzene/CH,Cl, to remove any traces of catalyst
residues.'® Alkylphosphine ligand 1 exhibited higher catalytic
activity than arylphosphine ligand 2 (entries 1 and 2). The increase
of the amount of VAc enhanced the incorporation efficiency at the
expense of catalytic activity and molecular weight (entries 2—4).
Preformed complexes 3 exhibited higher catalytic activity as
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compared to the in situ generated catalysts (compare entry 3 with
entries 5 and 6), providing the copolymers with a VAc ratio of up
to ca. 2%."" The activity of alkylphosphine complexes 3 was higher
than that of arylphosphine complex 4 (compare entries 5 and 6
with entry 7).

The characterization of the products revealed that the polymers
obtained are undoubtedly copolymers rather than a mixture of
homopolymers. According to the 3C NMR spectrum (Figure 2),
the copolymers possess highly linear polyethylene backbones
without a detectable branching unit (<1 branch/10° C). The acetoxy
groups were linked to the main chain as well as to initiating and
terminating chain ends. The comparison of the '*C NMR data with
those of some model compounds also supports the NMR assign-
ments.’
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Figure 2. '3C NMR spectrum (1,2,4-trichlorobenzene, 120 °C) and the
assignments for the vinyl acetate/ethylene copolymers obtained in entry 5,
Table 1. Further assignments for other minor signals are shown in the
Supporting Information.

Chain-end analysis revealed the presence of two major initiating
chain ends, n-alkyl (C) and 2-acetoxypropyl (D) groups (C:D =
ca. 2:3). The copolymerization initiated by 3a would begin with
the insertion of either ethylene or VAc into the Pd—Me bond. In
fact, however, only group C was detected when the copolymeri-
zation was quenched at a shorter reaction time.® This corresponds
with the fact that ethylene insertion into the Pd—Me bond was the
only pathway to initiate the copolymerization. Initiating chain ends
D gradually appeared with a longer reaction time, which can be
attributed to the initiation by the 2,1-insertion of VAc into a Pd—H
bond. There were two types of terminating chain ends, vinyl (E)
and (E)-2-acetoxyethenyl (F) groups (E:F = ca. 3:1). Group E is
formed via -H elimination after ethylene insertion or via f-OAc
elimination after 1,2-insertion of VAc, and group F is formed via
[B-H elimination after 2,1-insertion of VAc. The resulting Pd—H
species can initiate the copolymerization to form initiating groups
C and D.

Control experiments clearly exclude the possibility of radical
polymerization:® (i) A radical inhibitor, galvinoxyl, did not affect
the copolymerization of VAc with ethylene by 3a. (ii) The AIBN-
initiated radical polymerization afforded only VAc homopolymers.
These results suggest that the copolymerization of VAc with

ethylene by Pd/phosphine—sulfonate catalysts proceeds via the
coordination—insertion mechanism.

In summary, we have developed the copolymerization of vinyl
acetate with ethylene by Pd/alkylphosphine—sulfonate catalysts,
leading to highly linear copolymers possessing in-chain and chain-
end VAc units. The present study provides the first example of the
coordination copolymerization of VAc with ethylene. Further
investigations to enhance the catalytic activity and VAc incorpora-
tion ratio as well as mechanistic studies are currently underway in
our group.
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