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(57) ABSTRACT 

A polymer composition comprises: (a) a high molecular 
weight, branched component; and (b) a low molecular 
weight, branched component. Some polymer compositions 
are characterized by a substantial absent of amyl or methyl 
branches and a melt strength (MS) that satis?es the follow 
ing relationship: 

MS 2 i + y 
12 

where X is greater than or equal to about 12.5 and y is greater 
than or equal to about 3. 
Some polymers are characterized by a melt strength (MS) 
that satis?es the following relationship: 

MS 2 i + y 
12 

where X is greater than or equal to about 3 and y is greater 
than or equal to about 4.5 and a molecular weight distribu 
tion of greater than 3. A process for making polymers is also 
disclosed. 

29 Claims, 3 Drawing Sheets 
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HIGH MELT STRENGTH POLYMERS AND 
METHOD OF MAKING SAME 

Matter enclosed in heavy brackets [ ] appears in the 
original patent but forms no part of this reissue speci?ca 
tion; matter printed in italics indicates the additions 
made by reissue. 

PRIOR RELATED APPLICATIONS 

This application claims priority to prior ?led U.S. Provi 
sional Patent Application Ser. No. 60/276,719, ?led on Mar. 
16, 2001, which is incorporated by reference herein in its 
entirety. 

FEDERALLY SPONSORED RESEARCH 
STATEMENT 

Not applicable. 

REFERENCE TO MICROFICHE APPENDIX 

Not applicable. 

FIELD OF THE INVENTION 

This invention relates to polyole?ns with improved prop 
erties and methods of making the polyole?ns. 

BACKGROUND OF THE INVENTION 

Ethylene homopolymers and copolymers are a well 
known class of ole?n polymers from which various plastic 
products are produced. Such products include ?lms, ?bers, 
coatings, and molded articles, such as containers and con 
sumer goods. The polymers used to make these articles are 
prepared from ethylene, optionally with one or more copoly 
merizable monomers. There are many types of polyethylene. 
For example, low density polyethylene (“LDPE”) is gener 
ally produced by free radical polymerization and consists of 
highly branched polymers with long and short chain 
branches distributed throughout the polymer. However, ?lms 
of LDPE have relatively low toughness, low puncture 
resistance, low tensile strength, and poor tear properties, 
compared to linear-low density polyethylene (“LLDPE”). 
Moreover, the cost to manufacture LDPE is relatively high 
because it is produced under high pressures (e.g., as high as 
45,000 psi) and high temperatures. Most LDPE commercial 
processes have a relatively low ethylene conversion. As 
such, large amounts of unreacted ethylene must be recycled 
and repressurized, resulting in an inef?cient process with a 
high energy cost. 
A more economical process to produce polyethylene 

involves use of a coordination catalyst, such as a Ziegler 
Natta catalyst, under low pressures. Conventional Ziegler 
Natta catalysts are typically composed of many types of 
catalytic species, each having different metal oxidation 
states and different coordination environments with ligands. 
Examples of such heterogeneous systems are known and 
include metal halides activated by an organometallic 
co-catalyst, such as titanium chloride supported on magne 
sium chloride, activated with trialkyl aluminum. Because 
these systems contain more than one catalytic species, they 
possess polymerization sites with different activities and 
varying abilities to incorporate comonomer into a polymer 
chain. The consequence of such multi-site chemistry is a 
product with poor control of the polymer chain architecture, 
when compared to a neighboring chain. Moreover, differ 
ences in the individual catalyst site produce polymers of 
high molecular weight at some sites and low molecular 
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2 
weight at others, resulting in a polymer with a broad molecu 
lar weight distribution and a heterogeneous composition. 
Consequently, the molecular weight distribution of such 
polymers is fairly broad as indicated by MW/Mn (also 
referred to as polydispersity index or “PDI” or “MWD”) 
Due to the heterogeneity of the composition, their mechani 
cal and other properties are less desirable. 

Recently, a new catalyst technology useful in the poly 
merization of ole?ns has been introduced. It is based on the 
chemistry of single-site homogeneous catalysts, including 
metallocenes which are organometallic compounds contain 
ing one or more cyclopentadienyl ligands attached to a 
metal, such as hafnium, titanium, vanadium, or zirconium. A 
co-catalyst, such as oligomeric methyl alumoxane, is often 
used to promote the catalytic activity of the catalyst. By 
varying the metal component and the substituents on the 
cyclopentadienyl ligand, a myriad of polymer products may 
be tailored with molecular weights ranging from about 200 
to greater than 1,000,000 and molecular weight distributions 
from 1.0 to about 15. Typically, the molecular weight distri 
bution of a metallocene catalyzed polymer is less than about 
3, and such a polymer is considered as a narrow molecular 
weight distribution polymer. 
The uniqueness of metallocene catalysts resides, in part, 

in the steric and electronic equivalence of each active cata 
lyst molecule. Speci?cally, metallocenes are characterized 
as having a single, stable chemical site rather than a mixture 
of sites as discussed above for conventional Ziegler-Natta 
catalysts. The resulting system is composed of catalysts 
which have a singular activity and selectivity. For this 
reason, metallocene catalyst systems are often referred to as 
“single site” owing to their homogeneous nature. Polymers 
produced by such systems are often referred to as single site 
resins in the art. 

With the advent of coordination catalysts for ethylene 
polymerization, the degree of long-chain branching in an 
ethylene polymer was substantially decreased, both for the 
traditional Ziegler-Natta ethylene polymers and the newer 
metallocene catalyzed ethylene polymers. Both, particularly 
the metallocene copolymers, are substantially linear poly 
mers with a limited level of long chain branching or linear 
polymers. These polymers are relatively dif?cult to melt pro 
cess when the molecular weight distribution is less than 
about 3.5. Thus, a dilemma appears to existipolymers with 
a broad molecular weight distribution are easier to process 
but may lack desirable solid state attributes otherwise avail 
able from metallocene catalyzed copolymers. On the 
contrary, linear or substantially linear polymers catalyzed by 
a metallocene catalyst have desirable physical properties in 
the solid state but may nevertheless lack the desired process 
ability when in the melt. 

In blown ?lm extrusion, the bubble stability is a relatively 
important process parameter. If the melt strength of the poly 
mer is too low, the bubble is not stable and thus affects the 
?lm quality. Therefore, it is desirable to produce polymers 
with relatively high melt strength. For these reasons, there is 
a need for a polymer and polymerization processes which 
could produce a polymer with melt processing characteris 
tics similar to or better than LDPE (i.e., high melt strength) 
while exhibiting solid state properties comparable to a 
metallocene-catalyzed polymer. 

SUMMARY OF THE INVENTION 

Embodiments of the invention provide a process of mak 
ing a polymer comprising (a) contacting one or more ole?nic 
monomers in the presence of at least a high molecular 
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Weight (HMW) catalyst and at least a loW molecular Weight 
(LMW) catalyst in a polymerization reactor system; and (b) 
effectuating the polymerization of the one or more ole?nic 
monomers in the polymerization reactor system to obtain an 
ole?n polymer, Wherein the LMW catalyst has an RVL, 
de?ned as 

[vinyl] + [vinylidene] + [cis] + [trans] 

Wherein [vinyl] is the concentration of vinyl groups in the 
ole?n polymer produced by the loW molecular Weight cata 
lyst expressed in vinyls/1,000 carbon atoms; [vinylidene], 
[cis] and [trans] are the concentration of vinylidene, cis and 
trans groups in the ole?n polymer expressed in the number 
of the respective groups per 1,000 carbon atoms, of greater 
than 0.12, and Wherein the HMW catalyst has a reactivity 
ratio, rl of about 5 or less. In other embodiments the loW 
molecular Weight catalyst has an RVL value that is greater 
than about 0.45, or greater than about 0.50. The high 
molecular Weight catalyst of some embodiments has a reac 
tivity ratio, rl that is about 4 or less, or about 3 or less. Some 
processes of the invention comprises catalyst pairs in Which 
the RVL/RVH ratio is about 0.80 to about 1.40. 

In some embodiments of the process the high molecular 
Weight catalyst has an RVH de?ned as 

H [vinyl] 

_ [vinyl] + [vinylidene] + [cis] + [trans] 

Wherein [vinyl] is the concentration of vinyl groups in the 
ole?n polymer produced by the loW molecular Weight cata 
lyst expressed in vinyls/1,000 carbon atoms; [vinylidene], 
[cis] and [trans] are the concentration of vinylidene, cis and 
trans groups in the ole?n polymer expressed in the number 
of the respective groups per 1,000 carbon atoms, and 
Wherein a ratio of RvL/Rvpm H ranges from 0.5 to about 2.0. 
In some processes RVL is greater than about 0.15, greater 
than about 0.20, greater than about 0.25, or greater than 
about 0.35. 

Polymerization reactions may be carried out under con 
tinuous solution polymerization conditions, or as a slurry 
process. In some embodiments, the high molecular Weight 
catalyst or the loW molecular Weight catalyst or a combina 
tion thereof are supported on an inert support. Some poly 
merization reactions may be performed in a polymerization 
reactor system includes a ?rst reactor connected to a second 
reactor in parallel so that mixing occurs in a third reactor. In 
some processes, the HMW catalyst contacts the one or more 
ole?n monomers in the ?rst reactor to produce a ?rst reactor 
product and the LMW catalyst contacts the ?rst reactor 
product in the second reactor. 

In some embodiments, the ?rst reactor is connected to the 
second reactor in series and the HMW catalyst contacts the 
one or more ole?n monomers in the ?rst reactor to produce a 

?rst reactor product and the LMW catalyst contacts the ?rst 
reactor product in the second reactor. In other processes, the 
HMW catalyst, the LMW catalyst, and the one or more ole 
?nic monomers are sequentially introduced into the poly 
merization reactor system. 

Other embodiments of the invention disclose a polymer 
composition. In some embodiments the polymer composi 
tion comprises (a) a backbone chain and (b) a plurality of 
long chain branches connected to the backbone; Wherein the 
value of 2g'LCB—1g'LCB ofless than 0.22, Where lg'LCB is the 
long chain branching index for a fraction of the composition 
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4 
having a MW of 100,000 and 2g'LCB is the long chain branch 
ing index for a fraction of the composition having a MW of 
500,000. 
Some polymer compositions herein comprise (a) a high 

molecular Weight (HMW), branched component and (b) a 
loW molecular Weight (LMW), branched component 
Wherein the composition is substantially free of short chain 
branches characteristic of LDPE and characterized by a melt 
strength (MS) that satis?es the folloWing relationship: 

Where x is greater than or equal to about 12.5 and y is greater 
than or equal to about 3 are described. 

In other embodiments, polymers comprise (a) a high 
molecular Weight (HMW), branched component; and (b) a 
loW molecular Weight (LMW), branched component 
Wherein the composition is substantially free of short chain 
branches characteristic of LDPE and characterized by a melt 
strength (MS) that satis?es the melt strength formula 
described above Where x is greater than or equal to about 3 
and y is greater than or equal to about 4.5 and have a molecu 
lar Weight distribution of greater than 3. 

In some embodiments, the disclosed polymers have a melt 
strength that folloWs the formula Wherein x is greater or 
equal to than about 12.5 and y is greater than or equal to 
about 4.5. In other embodiments x is greater than about 15 
and y is greater than or equal to about 4.5. Still other compo 
sitions have a melt strength that is greater than the formula x 
is greater than or equal to about 20 and y is greater than or 
equal to about 7.5. In other embodiments the melt strength 
folloWs the formula Wherein x is greater than about 5 and y is 
greater than or equal to about 4.5, Wherein x is greater than 
about 7.5 and y is greater than or equal to about 4.5, or 
Wherein x is greater than about 9.5 and y is greater than or 
equal to about 7. 1191 Some polymers have a value of 
2g'LCB—lg'LCB is less than or equal to about 0.20, less than or 
equal to 0.15, or less than or equal to 0.12. Some such poly 
mers folloW one or more of the above described melt 

strength relationships, While others may not. Additionally 
some compositions have a molecular Weight distribution 
from greater than 3.0 to about 12.0. In some embodiments 
the molecular Weight distribution of the composition 
includes a high molecular Weight (HMW) component and a 
loW molecular Weight (LMW) component. In some 
compositions, the HMW component, the LMW component, 
or both have a molecular Weight distributions of about 1.5 to 
about 4.0. In some embodiments, the polymers include a 
HMW component With a molecular Weight distribution of 
less than about 3.0 and a LMW component has a molecular 
Weight distribution of less than about 3.0 In some 
embodiments, the composition includes a HMW component 
and a LMW component that have substantially equal 
amounts of comonomer incorporation. Some embodiments 
other the disclosed compositions have a ratio of the molecu 
lar Weight of the HMW component to the molecular Weight 
of the LMW component, MWH/MWL, that is greater than 
about 10. The HMW component may comprise from greater 
than 0% to about 50% by Weight of the total composition 
and the LMW component comprises from about 50% by 
Weight to less than about 100% by Weight of the total com 
position. Preferably, the HMW component comprises from 
greater than 1% to about 10% by Weight of the total compo 
sition and the LMW component comprises from about 90% 
by Weight to about 99% by Weight of the total composition. 
In other embodiments, the HMW component comprises 
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from greater than 2% to about 5% by Weight of the total 
composition and the LMW component comprises from 
about 95% by Weight to about 98% by Weight of the total 
composition. 

In some embodiments, the composition has a HMW com 
ponent that has a MW greater than about 300,000 g/mol While 
the LMW component, in some compositions has a MW less 
than about 200,000. Other compositions may have a HMW 
component or LMW component greater or less than these 
values. Some compositions are characterized by a degree of 
separation, DOS, of about 5 or higher While others have a 
DOS of about 20 or higher, 50 or higher, or 100 or higher. 
Still other compositions may be characterized by a DOS of 
1000 or higher, 10,000 or higher, or 50000 or higher. 

The polymers described herein may be used for a variety 
of purposes. Some polymers may be used as ?lms, such as 
sealant ?lm layers, shrink ?lms, laminating ?lms and stretch 
?lms. Some polymers are used as ?bers, Wires, cables, 
moldings, or coatings, including rotomoldings and extrusion 
coatings. Some compositions can be used as pipes, pro?les, 
carpet backings, liners, and sacks, such as grocery sacks. 
Some polymers are useful as bags or pouches, including 
bags and pouches made by form-?ll-seal (FFS) equipment. 
Some pouches are also fabricated using form-?ll-seal (FFS) 
equipment, including vertical form-?ll-seal units. 

BRIEF DESCRIPTION OF THE DRAWINGS 

FIG. 1 is an imaginary GPC curve illustrating a bimodal 
molecular Weight distribution. 

FIG. 2 shoWs a GPC spectrum and its deconvoluted peaks 
for a polymer made in accordance With one embodiment of 

the invention; and 

FIG. 3 is a plot of the melt strength as a function of melt 
index of polymers in accordance With some embodiments of 
the invention. 

DESCRIPTION OF EMBODIMENTS OF THE 
INVENTION 

In the folloWing description, all numbers disclosed herein 
are approximate values, regardless Whether the Word 
“about” or “approximately” is used in connection thereWith. 
They may vary by up to 1%, 2%, 5%, or sometimes 10 to 
20%. Whenever a numerical range With a loWer limit, RL, 
and an upper limit RU, is disclosed, any number R falling 
Within the range is speci?cally disclosed. In particular, the 
folloWing numbers R Within the range are speci?cally dis 
closed: R=RL+k*(RU—RL), Wherein k is a variable ranging 
from 1% to 100% With a 1% increment, i.e. k is 1%, 2%, 3%, 
4%, 5%, . . . , 50%, 51%, 52%, . . . , 95%, 96%, 97%, 98%, 

99%, or 100%. Moreover, any numerical range de?ned by 
tWo numbers, R, as de?ned in the above is also speci?cally 
disclosed. 

Embodiments of the invention provide polymer composi 
tions With relatively high melt strength. In some 
embodiments, a polymer composition With relatively high 
melt strength comprises: (a) a high molecular Weight, 
branched component and (b) a loW molecular Weight, 
branched component Wherein the composition is substan 
tially free of short chain branches characteristic of LDPE 
and characterized by a melt strength (MS) that satis?es the 
folloWing relationship: 
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M82 5 +y (I) 
I2 

Where I2 is the melt index, x is greater than or equal to 12.5, 
and y is greater than or equal to 3. In some embodiments, the 
value for x in (I) is greater than about 14, greater than about 
16, greater than about 20, greater than about 25, or greater 
than about 30 and the value of y, in some embodiments, is 
about 4.5, about 5.0, about 6.0, or about 7.0. In other 
embodiments, the melt strength is greater than or equal to 
formula (I) When x is 35 or 40 or y is about 8, about 10, about 
15, or about 20. 
Some embodiments provide polymer composition com 

prising: (a) a backbone chain and (b) a plurality of long 
chain branches connected to the backbone Wherein the com 
position has a value of g'2—g'l of less than or equal to 0.22, 
Where g'l is the branching index for a fraction of the compo 
sition having a MW of 100,000 and the g'2 is the branching 
index for a fraction of the composition having a MW of 500, 
000. 

In some embodiments, polymers are characterized by a 
melt strength (MS) that satis?es the folloWing relationship: 

MS 2 + y (H) 

Where I 2 is the melt index, x is greater than or equal to about 
3, and y is greater than or equal to about 4.5 and a molecular 
Weight distribution of greater than 3. In some embodiments, 
the value for x in (II) is greater than about 5, greater than 
about 7, greater than about 10, greater than about 12.5, or 
greater than about 15 and the value of y, in some 
embodiments, is about 5.0, about 6.0, or about 7.0. In other 
embodiments, the melt strength is greater than or equal to 
formula (II) When x is 35 or 40 or y is about 8, about 10, 
about 15, or about 20. In still other embodiments, the melt 
strength may satisfy a formula Where x is greater than about 
any of about 14, about 16, about 20, greater than about 25, or 
about 30 and the value of y, in some embodiments, is about 
4.5, about 5.0, about 6.0, or about 7.0. 
Some polymers are characterized by a melt strength (MS) 

that satis?es the folloWing relationship: 

Where x is greater than or equal to about 3 and y is greater 
than or equal to about 4.5 and a molecular Weight distribu 
tion of greater than 3. 

While certain embodiments possess some polymeric 
properties that are similar to properties of LDPE (for 
example, melt strength), the novel polymers described in the 
invention can be distinguished from LDPE in a number of 
Ways. One example of the differences betWeen the novel 
polymers described herein and LDPE is the nature of the 
short-chain branching. Because LDPE is prepared by radical 
polymerization in high pressure reactors, the short-chain 
branches are of varying and characteristic lengths. For 
example, a typical LDPE With a total of 6420 methyl groups 
per thousand carbon atoms contains 243% methyl, 31*37% 
ethyl, about 2% propyl, 34*37% butyl, 11*13% amyl 
(pentyl) as Well as longer branches. The ethyl branches are 
mostly present as 1,3 (predominantly racemic) ethyls, or 1,3 
ethyls With one ethyl group on a quaternary carbon; isolated 
ethyls are rare, as are hexyl groups. These distinctive branch 
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ing patterns are the result of back-biting of radicals gener 
ated during the LDPE polymerization mechanism. 

Thus, the novel interpolymers described herein are char 
acterized as being substantially free of short-chain branching 
characteristic of LDPE. The term “substantially free of short 
chain branching characteristic of LDPE” means the folloW 
ing. For ole?n polymers that do not contain 1-heptene as a 
(co)monomer, the level of pentyl (otherwise knoWn as amyl) 
branches is less than 0.30 pentyl branches per 1,000 total 
carbon atoms. For ole?n polymers that contain 1-heptene 
(co)monomer (Which produces pentyl branches from inser 
tion of the l-heptene) but does not contain 1-hexene (co) 
monomer, the level of butyl branches is less than 0.6 butyl 
branches per 1,000 total carbon atoms. For ole?n polymers 
that contain 1-heptene (co)monomer (Which produces pentyl 
branches from insertion of the 1-heptene) as Well as 
1-hexene (co)monomer (Which produces butyl branches 
from insertion of the 1-hexene), the level of ethyl branches is 
less than 0.6 ethyl branches per 1,000 total carbon atoms. 
For ole?n polymers that contain 1-heptene (co)monomer 
(Which produces pentyl branches from insertion of the 
1-heptene) as Well as 1-hexene (co)monomer (Which pro 
duces butyl branches from insertion of the 1-hexene), as Well 
as 1-butene (co)monomer (Which produces ethyl branches 
from insertion of the 1-butene), the level of propyl branches 
is less than 0.03 propyl branches per 1,000 total carbon 
atoms. 

It should be understood that one can make blends com 
prising the polymers according to the embodiments of the 
invention and other polymers, including LDPE. Therefore, it 
should be understood that the NMR test to determine if a 
polymer is “substantially free of short chain branching char 
acteristic of LDPE” should be conducted on the polymer 
before producing the blend With LDPE. 

The polymers described herein also differ from LDPE in 
that they have a relatively narroW molecular Weight distribu 
tion and a controlled longchain branch structure; on the 
other hand, they differ from a typical metallocene catalyzed 
polymer in that their processability is better. Thus, certain of 
the interpolymers bridge the gap betWeen LDPE and cur 
rently available metallocene catalyzed polymers. 

The term “polymer” as used herein refers to a macromo 
lecular compound prepared by polymerizing monomers of 
the same or a different type. A polymer refers to 
homopolymers, copolymers, terpolymers, interpolymers, 
and so on. The term “interpolymer” used herein refers to 
polymers prepared by the polymerization of at least tWo 
types of monomers or comonomers. It includes, but is not 
limited to, copolymers (Which usually refers to polymers 
prepared from tWo different monomers or comonomers), ter 
polymers (Which usually refers to polymers prepared from 
three different types of monomers or comonomers), and tet 
rapolymers (Which usually refers to polymers prepared from 
four different types of monomers or comonomers), and the 
like. 

The term “bimodal” as used herein means that the MWD 
in a GPC curve exhibits tWo component polymers Wherein 
one component polymer may even exist as a hump, shoulder 
or tail relative to the MWD of the other component polymer. 
Of course, in some embodiments, a “bimodal molecular 
Weight distribution” may be deconvoluted With the freedom 
to ?t more than tWo peaks. In some embodiments, the term 
“bimodal” does not include multimodal polymers, such as 
LDPE. FIG. 1 illustrates an imaginary bimodal MWD and 
the loW molecular Weight and high molecular Weight com 
ponents derived from the deconvolution. After 
deconvolution, the peak Width at half maxima (WAHM) and 
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8 
the average molecular Weight (MW) of each component can 
be obtained. Then the degree of separation (“DOS”) betWeen 
the tWo components can be calculated by the folloWing 
equation: 

M5 - M5, (IV) 
DOS : i 

WAHMH + WAHML 

Wherein MWH and MWL are the respective Weight average 
molecular Weight of the HMW component and the LMW 
component; and WAHMH and WAHML are the respective 
peak Width at the half maxima of the deconvoluted molecu 
lar Weight distribution curve for the HMW component and 
the LMW component. The DOS for the neW composition is 
about 0.01 or higher. In some embodiments, DOS is higher 
than about 0.05, 0.1, 0.5, or 0.8. Preferably, DOS for the 
bimodal components is at least about 1 or higher. For 
example, DOS is at least about 1.2, 1.5, 1.7, 2.0, 2.5, 3.0, 3.5, 
4.0, 4.5, or 5.0. In some embodiments, DOS is betWeen 
about 5.0 to abut 100, betWeen about 100 to 500, or betWeen 
about 500 to 1,000. It should be noted that DOS can be any 
number in the above range. In other embodiments, DOS 
exceeds 1,000 or even 10,000 to 25,000 or 50,000. 

In some embodiments the HMW component and the 
LMW component are distinct. The term “distinct” as used 
herein in reference to the molecular Weight distribution of 
the LMW component and the HMW component means the 
DOS is greater than 1.0 and there is no substantial overlap 
ping of the tWo corresponding molecular Weight distribu 
tions in the resulting GPC curve. That is, each molecular 
Weight distribution is suf?ciently narroW and their average 
molecular Weights are suf?ciently different that the MWD of 
both components substantially exhibits a baseline on its high 
molecular Weight side as Well as on its loW molecular Weight 
side. 

In some embodiments, even Where the HMW component 
and LMW component have a large DOS or are distinct, the 
overall MWD of the composition is still relatively narroW. In 
some embodiments, the MWD of the overall composition is 
about 3.0, about 3.5 about 4.0 or about 5.0. In other embodi 
ments the overall MWD may be greater than about 6.0, 
about 8, about 10, or about 12. Some compositions may have 
an overall MWD greater than about 15 or 20. 
One factor that in?uences the overall MWD is the differ 

ence betWeen the molecular Weights of the HMW compo 
nent and the LMW component. In some embodiments, the 
ratio of the molecular Weights of the HMW component and 
the LMW component, MWH/MWL may be about 1.5, about 
2.0, about 3.0 or greater than about 4.0, about 6.0, or about 
8.0. Preferably MWH/MWL is greater than about 10. 
Generally, the ratio, MWH/MWL, is in the range from about 12 
to about 60, preferably in the range from about 15 to about 
40, still more preferably from about 15 to about 30, and most 
preferably from about 15 to about 20. In other embodiments, 
the ratio MWH/MWL can be greater than 60 (e.g., 70, 80, 90, or 
even 100), but it is generally less preferred. 

Another factor that can have a substantial effect on the 
overall MWD is the “polymer split” of the composition. A 
“polymer split” is de?ned as the Weight fraction of the high 
molecular Weight polymer component in a polymer compo 
sition. The relative fraction of the high and loW molecular 
Weight components are determined from the deconvoluted 
GPC peak. Compositions With a split of 1% to 50% are 
preferred. Some compositions have a split of about 1.5, 
about 2.0 or about 2.5 Wt. %. Other compositions have a split 
of about 3 Wt. %, about 5 Wt. %, about 10 Wt. %, or about 15 
Wt. %. Still others have a split of about 20 Wt. %, about 30 
Wt. %, or about 45 Wt. %. 
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The interpolymers produced in accordance With some 
embodiments of the invention have relatively high levels of 
long chain branches (“LCB”). Long chain branching is 
formed in the novel interpolymers disclosed herein by rein 
corporation ofvinyl-terminated polymer chains. As such, the 
distribution of the length of the LCBs correspond to the 
molecular Weight distribution of vinyl-terminated polymer 
molecules Within the polymer sample. Long-chain branches 
for the purposes of this invention represent the branches 
formed by reincorporation of vinyl-terminated macromers, 
not the branches formed by incorporation of the comono 
mers. The number of carbon atoms on the long chain 
branches ranges from a chain length of at least one carbon 
more than tWo carbons less than the total number of carbons 
in the comonomer to several thousands. For example, a long 
chain branch of an ethylene/octene substantially linear ethyl 
ene interpolymer is at least seven (7) carbons in length (i.e., 
8 carbons less 2 equals 6 carbons plus one equals seven 
carbons long chain branch length). The level of LCBs refers 
to the number of long chain branches per 1000 carbon 
atoms. Typically, the level of LCBs in the interpolymers is 
about 0.02 branch/1000 carbons or higher. Some interpoly 
mers may have about 0.05 to 1 LCB/1000 carbons, or even 
0.05 to about 3 LCBs/1000 carbons, Whereas other inter 
polymers may have about 0.1 LCBs/1000 carbons to about 
10 LCBs/1000 carbons. Still other interpolymers may have 
LCB exceeding 10/1000 carbons. Preferably, the level of 
long chain branching is 0.05 to about 10, although higher 
levels of LCB may have some bene?cial effects. For 
example, an ethylene interpolymer With LCBs is observed to 
possess improved processability, such as shear thinning and 
delayed melt fracture, as described in US. Pat. No. 5,272, 
236. It is expected that a higher level of LCB in an interpoly 
mer may further improve the processability and melt 
strength. 

For certain of the embodiments of the invention, the poly 
mers can be described as having a “comb-like” LCB struc 
ture. For the purposes of this invention, a “comb-like” LCB 
structure refers to the presence of signi?cant levels of poly 
mer molecules having a relatively long backbone and having 
a plurality of long chain branches Which are relatively short 
compared to the length of the backbone. LCB’s that gener 
ally are less than about one third of the length of the polymer 
backbone on average are considered to be relatively short for 
the purposes of this invention. For example, a polymer com 
prising individual molecules having a backbone of about 
5,000 carbons on average and 3 long chain branches of about 
500 carbons each on average Would have a “comb-like” 
structure. 

Various methods are knoWn for determining the presence 
of long chain branches. For example, long chain branching 
can be determined for some of the inventive interpolymers 
disclosed herein by using 13C nuclear magnetic resonance 
(NMR) spectroscopy and to a limited extent, eg for ethyl 
ene homopolymers and for certain copolymers, and it can be 
quanti?ed using the method of Randall, (Journal of Macro 
molecular Science, Rev. Macromol. Chem. Phys., C29 
(2&3), p. 285*297). Although conventional l3C nuclear 
magnetic resonance spectroscopy cannot determine the 
length of a long chain branch in excess of about six carbon 
atoms, there are other knoWn techniques useful for quantify 
ing or determining the presence of long chain branches in 
ethylene polymers, such as ethylene/1-octene interpolymers. 
For those interpolymers Wherein the 13C resonances of the 
comonomer overlap completely With the 13 C resonances of 
the long-chain branches, either the comonomer or the other 
monomers (such as ethylene) can be isotopically labeled so 
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10 
that the LCB can be distinguished from the comonomer. For 
example, a copolymer of ethylene and 1-octene can be pre 
pared using 13 C-labeled ethylene. In this case, the LCB reso 
nances associated With macromer incorporation Will be sig 
ni?cantly enhanced in intensity and Will shoW coupling to 
neighboring l3C carbons, Whereas the octene resonances 
Will be unenhanced. 
The branching index may also be used to quantify the 

degree of long chain branching in a selected thermoplastic 
polymer. The branching index g' is de?ned by the folloWing 
equation: 

IVBr 
_ IVLin MW 

(V) 
8 

Where g' is the branching index, IVE, is the intrinsic viscos 
ity of the branched thermoplastic polymer (e.g., 
polypropylene) and IVLl-n is the intrinsic viscosity of the 
corresponding linear thermoplastic polymer having the same 
Weight average molecular Weight and molecular Weight dis 
tribution as the branched thermoplastic polymer and, in the 
case of copolymers and terpolymers, substantially the same 
relative molecular proportion or proportions of monomer 
units. For the purposes, the molecular Weight and molecular 
Weight distribution are considered “the same” if the respec 
tive values for the branched polymer and the corresponding 
linear polymer are Within 10% of each other. Preferably, the 
molecular Weights are the same and the MWD of the poly 
mers are Within 10% of each other. Intrinsic viscosity, in the 
formula above, in its most general sense is a measure of the 
capacity of a polymer molecule to enhance the viscosity of a 
solution. This depends on both the size and the shape of the 
dissolved polymer molecule. Hence, in comparing a nonlin 
ear polymer With a linear polymer of substantially the same 
Weight average molecular Weight, it is an indication of con 
?guration of the nonlinear polymer molecule. Indeed, the 
above ratio of intrinsic viscosities is a measure of the degree 
of branching of the nonlinear polymer. A method for deter 
mining intrinsic viscosity of polyethylene is described in 
Macromolecules, 2000, 33, 7489*7499. In this speci?cation 
the intrinsic viscosity in each instance is determined With the 
polymer dissolved in decahydronaphthalene at 1350 C. 
Another method for measuring the intrinsic viscosity of a 
polymer is ASTM D5225-98iStandard Test Method for 
Measuring Solution Viscosity of Polymers With a Differen 
tial V1scometer, Which is incorporated by reference herein in 
its entirety. 
The branching index, g' is inversely proportional to the 

amount of branching. Thus, loWer values for g' indicate rela 
tively higher amounts of branching. The amounts of short 
and long chain branching each contribute to the branching 
index according to the formula: g'=g'LCB><g'SCB. Thus, the 
branching index due to long chain branching may be calcu 
lated from the experimentally determined value for g' as 
described by Scholte, et al. in J. App. Polymer Sci., 29, 
3763*3782 (1984), incorporated herein by reference. 
Preferably, the Weight averaged long chain branching index 
g'LCB of the composition is less than about 0.9, 0.8, 0.7, 0.6 
or 0.5. In some embodiments, the branching index is in the 
range from about 0.01 to about 0.4. 

In some embodiments g'LCB is substantially uniform 
across the polymer composition. In some embodiments, sub 
stantially uniform across the polymer composition means 
that the value of g'LCB of the HMW component and the value 
of g'LCB for the LMW component are substantially equal. 
Alternatively, in some embodiments a substantially uniform 
long chain branching index may also be determined by mea 
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suring the branching index for tWo different Weight fractions 
of the polymer composition. In such embodiments, the ?rst 
Weight fraction has a molecular Weight, MW, of 100,000 and 
the second fraction has a molecular Weight, MW, of 500,000. 
In the case, the polymer does not have a signi?cant fraction 
With MW of 500,000, the branching index of the fraction may 
be determined by preparing a polymer using the same cata 
lysts at conditions that produce a suitable amount of a frac 
tion having a MW of 500,000. The long chain branching 
index of this fraction is determined and attributed the poly 
mer lacking the 500,000 fraction. One skilled in the art 
knoWs hoW increase high molecular Weight fractions in a 
polymerization process. One method for obtaining such 
fractions is by preparative GPC techniques. For the purposes 
of branching indices, the terms “substantially equal” and 
“substantially uniform” mean that the difference betWeen 
the Weight average long chain branching indices is less than 
or equal to about 0.22. In some embodiments, the difference 
in the long chain branching indices is less than or equal to 
about 0.21, about 0.20, about 0.18, or about 0.15. In other 
embodiments the difference is less than or equal to about 
0.13, about 0.12, about 0.10, about 0.05, or about 0.02. 

In some embodiments, high levels of branching in the 
HMW component may be desirable. Thus, in some 
embodiments, the Weight average branching index g'LCB for 
the HMW component is less than 0.95, 0.93, or 0.90. In 
other embodiments the g'LCB for the HMW component, is 
less than 0.88, 0.85 or 0.83. In some embodiments, the 
LMW component may have a high degree of branching. The 
Weight average branching index g'LCB for the LMW compo 
nent is less than 0.95, 0.93, or 0.90. In other embodiments 
the g'LCB for the HMW component, is less than 0.88, 0.85 or 
0.83. 
TWo other useful methods for quantifying or determining 

the presence of long chain branches in ethylene polymers, 
such as ethylene/1-octene interpolymers, are gel permeation 
chromatography coupled With a loW angle laser light scatter 
ing detector (GPC-LALLS) and GPC-FTIR as described by 
Rudin, A., Modern Methods of Polymer Characterization, 
John Wiley & Sons, NeW York (1991) pp. 103*112 and 
Markel, E. 1., et al. Macromolecules, 2000, 33, 8541*48 
(2000), the disclosures of both of Which are incorporated by 
reference. 

Alternatively, the amount of long chain branching in the 
LMW component may be determined by comparing the 
deconvoluted LMW peak to polymerization models for 
single-site catalysts. These models are reported by Soares 
and Hamielec, Macromol. Theory Simul., 5, pp 547*572 
(1996) and Costeux et al., accepted to Macromolecules 
(2002), incorporated herein by reference in its entirety. After 
deconvolution, the number and Weight average molecular 
Weights of the LMW component are calculated and LCBs/ 
1000 carbons can then be determined by 

The molecular Weight averages are determined from GPC 
With a light scattering detector to properly account for long 
chain branching and comonomer. Since all of the polymer 
segments under the loW molecular Weight peak originate 
from the loW molecular Weight catalyst, the comonomer dis 
tribution Will be constant throughout the loW molecular 
Weight peak. Therefore, the presence of comonomer does 
not complicate the analysis. 

The amount of long chain branching can also be deter 
mined by ?tting the predicted molecular Weight distribution 
to the deconvoluted LMW peak. The ?rst step of this 
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12 
approach is to determine the probabilities of branching and 
termination based on input values of the molecular Weight of 
the loW molecular Weight component, MWL and LCBs/1000 
carbons. The experimentally determined peak due to the 
LMW component is compared to a summation of the equa 
tion: 

VII 
w<M> = 2 WM. y) ( ) 

y 

over a range of branch contents, y. 

Adjusting the value of MnL Will shift the predicted 
molecular Weight distribution so that its peak Will occur at 
the same molecular Weight as the experimental data’s peak. 
For loW molecular Weight catalysts that incorporate long 
chain branches, the Width of the predicted molecular Weight 
distribution Will only match the breadth of the experimental 
peak if the input LCBs/1000 carbons is greater than zero. 

In some embodiments, polymers having relatively high 
melt strength have a relatively higher degree of long chain 
branching in the high molecular Weight component. For 
instance, some polymers have a high molecular Weight com 
ponent that has an average of greater than about 2 branches 
per polymer chain. Other embodiments may have an average 
of greater than about 3, about 4, or about 5 branches per 
chain in the high molecular Weight fraction. Still other poly 
mers may have a high molecular Weight component With an 
average of greater than about 6, about 8, or about 10 
branches. In some embodiments, the number of branches on 
the high molecular Weight component may be even higher. 
The formation of long chain branching depends on a num 

ber of factors, including but not limited to, monomer (or 
comonomer) concentration, reactor temperature, pressure, 
polymer concentration, and catalyst(s) used. Generally, a 
higher level of long chain branching may be obtained When a 
polymerization reaction is operated at a higher temperature, 
a loWer comonomer concentration, a higher polymer 
concentration, and using catalysts Which can generate a rela 
tively high percentage of vinyl end groups and have rela 
tively high comonomer incorporation ability (i.e., loWer r1). 
Conversely, a loWer level of long chain branching may be 
obtained When a polymerization reaction is operated at a 
loWer temperature, a higher comonomer concentration, a 
loWer polymer concentration, and using catalysts Which can 
generate a relatively loW percentage of vinyl end groups and 
have relatively loW comonomer incorporation ability (i.e., 
higher r1). 

The polymer composition may be made by a variety of 
methods. Tailored polymers With desirable properties can be 
prepared by controlling the distribution and nature of 
longchain branching betWeen the high molecular Weight 
component(s) and the loW molecular Weight component(s) 
of the polymer produced using more than one catalyst in the 
novel process described herein. For example, a suitable pro 
cess comprises: (a) contacting one or more ole?nic mono 
mers in the presence of at least a high molecular Weight 
(HMW) catalyst and at least a loW molecular Weight (LMW) 
catalyst in a polymerization reactor system and (b) effectuat 
ing the polymerization of the one or more ole?nic monomers 
in the polymerization reactor system to obtain an ole?n 
polymer, Wherein the LMW catalyst has an RV, de?ned as 
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[vinyl] (VIII) 
[vinyl] + [vinylidene] + [cis] + [trans] 

wherein [vinyl] is the concentration of vinyl groups in the 
ole?n polymer produced by the loW molecular Weight cata 
lyst expressed in vinyls/ 1,000 carbon atoms; [vinylidene], 
[cis] and [trans] are the concentration of vinylidene, cis and 
trans groups in the ole?n polymer expressed in the number 
of the respective groups per 1,000 carbon atoms, of greater 
than 0.12, and Wherein the HMW catalyst has a reactivity 
ratio, rl of about 5 or less. Preferably, the high molecular 
Weight catalyst and the loW molecular Weight catalyst have 
the ability to incorporate a substantially similar amount of 
comonomers. 

The process described herein may be employed to prepare 
any ole?n polymers, including but not limited to, ethylene/ 
propylene, ethylene/l-butene, ethylene/l-hexene, ethylene/ 
4-methyl-l-pentene, ethylene/ styrene, ethylene/propylene/ 
styrene, and ethylene/l-octene copolymers, isotactic 
polypropylene/ l-butene, isotactic polypropylene/l-hexene, 
isotactic polypropylene/l-octene, terpolymers of ethylene, 
propylene and a non-conjugated diene, i.e., EPDM 
terpolymers, as Well as homopolymers of ethylene, 
propylene, butylene, styrene, etc. 

Ole?ns as used herein refer to a family of unsaturated 
hydrocarbon-based compounds With at least one carbon 
carbon double bond. Depending on the selection of catalysts, 
any ole?n may be used in embodiments of the invention. 
Preferably, suitable ole?ns are C2_2O aliphatic and aromatic 
compounds containing vinylic unsaturation, as Well as cyclic 
compounds, such as cyclobutene, cyclopentene, 
dicyclopentadiene, and norbomene, including but not lim 
ited to, norbomene substituted in the 5 and 6 position With 
Cl_2O hydrocarbyl or cyclohydrocarbyl groups. Also 
included are mixtures of such ole?ns as Well as mixtures of 
such ole?ns With C4_4O diole?n compounds. 

Examples of ole?n monomers include, but are not limited 
to ethylene, propylene, isobutylene, l-butene, l-pentene, 
l-hexene, l-heptene, l-octene, l-nonene, l-decene, and 
l-dodecene, l-tetradecene, l-hexadecene, l-octadecene, . 
l-eicosene, 3-methyl- l -butene, 3-methyl- l -pentene, 
4-methyl - l -pentene, 4,6 -dimethyl- l -heptene, 
4-vinylcyclohexene, vinylcyclohexane, norbornadiene, eth 
ylidene norbornene, cyclopentene, cyclohexene, 
dicyclopentadiene, cyclooctene, C4_4O dienes, including but 
not limited to 1,3-butadiene, 1,3-pentadiene, l,4-hexadiene, 
l,5-hexadiene, l,7-octadiene, l,9-decadiene, other C4_4O 
ot-ole?ns, and the like. Although any hydrocarbon contain 
ing a vinyl group potentially may be used in embodiments of 
the invention, practical issues such as monomer availability, 
cost, and the ability to conveniently remove unreacted 
monomer from the resulting polymer may become more 
problematic as the molecular Weight of the monomer 
becomes too high. 

The novel processes described herein are Well suited for 
the production of ole?n polymers comprising monovi 
nylidene aromatic monomers including styrene, o-methyl 
styrene, p-methyl styrene, t-butylstyrene, and the like. In 
particular, interpolymers comprising ethylene and styrene 
can be advantageously prepared by folloWing the teachings 
herein. Optionally, copolymers comprising ethylene, styrene 
and a C3_2O alpha ole?n, optionally comprising a C4_2O diene, 
having improved properties over those presently known in 
the art can be prepared. 

Suitable non-conjugated diene monomers can be a 
straight chain, branched chain or cyclic hydrocarbon diene 
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having from 6 to 15 carbon atoms. Examples of suitable 
non-conjugated dienes include, but are not limited to, 
straight chain acyclic dienes, such as l,4-hexadiene, 1,6 
octadiene, l,7-octadiene, l,9-decadiene, branched chain 
acyclic dienes, such as 5-methyl-l,4-hexadiene; 3,7 
dimethyl-l,6-octadiene; 3,7-dimethyl-l,7-octadiene and 
mixed isomers of dihydromyricene and dihydroocinene, 
single ring alicyclic dienes, such as 1,3-cyclopentadiene; 
l,4-cyclohexadiene; l,5-cyclooctadiene and 1,5 
cyclododecadiene, and multi-ring alicyclic fused and 
bridged ring dienes, such as tetrahydroindene, methyl 
tetrahydroindene, dicyclopentadiene, bicyclo-(2,2,l)-hepta 
2,5-diene; alkenyl, alkylidene, cycloalkenyl and cycloalky 
lidene norbornenes, such as 5-methylene-2-norbornene 
(MNB); 5-propenyl-2-norbornene, 5-isopropylidene-2 
norbornene, 5-(4-cyclopentenyl)-2-norbornene, 
5-cyclohexylidene-2-norbornene, 5-vinyl-2-norbornene, 
and norbornadiene. Of the dienes typically used to prepare 
EPDMs, the particularly preferred dienes are l,4-hexadiene 
(HD), 5-ethylidene-2-norbornene (ENB), 5-vinylidene-2 
norbornene (VNB), 5-methylene-2-norbornene (MNB), and 
dicyclopentadiene (DCPD). The especially preferred dienes 
are 5-ethylidene-2-norbornene (ENB) and l,4-hexadiene 
(HD). 

In the process, a high molecular Weight catalyst is de?ned 
relative to a loW molecular Weight catalyst. A high Weight 
molecular Weight catalyst refers to a catalyst Which produces 
a polymer With a high Weight-average molecular Weight 
MWH from the monomers and any comonomers of choice 
under a set of given polymerization conditions, Whereas a 
loW molecular Weight catalyst refers to a catalyst Which pro 
duces a polymer With a loW Weight average molecular 
Weight MWL from the same monomers and comonomers 
under substantially the same polymerization conditions. 
Therefore, the terms “loW molecular Weight catalyst” and 
“high molecular Weight catalyst” used herein do not refer to 
the molecular Weight of a catalyst; rather, they refer to a 
catalyst’s ability to make a polymer With a loW or high 
molecular Weight. The intrinsic molecular Weight differ 
ences in the polymer produced by the chosen high and loW 
molecular Weight catalysts produces “polymer split” of the 
composition. 

Thus, a high molecular Weight catalyst and a loW molecu 
lar Weight catalyst are determined With reference to each 
other. One does not knoW Whether a catalyst is a high 
molecular Weight catalyst or a loW molecular Weight catalyst 
until after another catalyst is also selected. Therefore, the 
terms “high molecular Weight” and “loW molecular Weight” 
used herein When referring to a catalyst are merely relative 
terms and do not encompass any absolute value With respect 
to the molecular Weight of a polymer. After a pair of cata 
lysts selected, one can easily ascertain Which one is the high 
molecular Weight catalyst by the folloWing procedure: 1) 
select at least one monomer Which can be polymerized by 
the chosen catalysts; 2) make a polymer from the selected 
monomer(s) in a single reactor containing one of the 
selected catalysts under pre-selected polymerization condi 
tions; 3) make another polymer from the same monomer(s) 
in a single reactor containing the other catalyst under sub 
stantially the same polymerization conditions; and 4) mea 
sure the melt index 12 for the respective interpolymers. The 
catalyst that yields a lower 12 is the higher molecular Weight 
catalyst. Conversely, the catalyst that yields a high 12 is the 
loWer molecular Weight catalyst. Using this methodology, it 
is possible to rank a plurality of catalysts based on the 
molecular Weight of the polymers they can produce under 
substantially the same conditions. As such, one may select 
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three, four, ?ve, six, or more catalysts according their 
molecular Weight capability and use these catalysts simulta 
neously in a single polymerization reactor to produce poly 
mers With tailored structures and properties. 

In some embodiments, the high molecular Weight cata 
lysts and the loW molecular Weight catalysts are selected 
such that they have the ability to incorporate a substantially 
similar amount of comonomers in the polymer. In other 
Words, under substantially the same conditions of 
temperature, pressure, and monomer content (including 
comonomer concentration), each catalyst incorporates sub 
stantially the same mole percentage of comonomers into the 
resulting interpolymer. One Way to quantify “substantially 
the same” or “substantially similar” mole percentage of 
comonomers is as folloWs: Where a ?rst catalyst incorporates 
less than 5 mole % of comonomers under a set of polymer 
ization conditions, a second catalyst incorporates the same 
mole percentage of comonomers Within 2 mole %. For 
example, if the ?rst catalyst incorporates 4 mole % 1-octene 
in an ethylene-1-octene copolymerization, then the second 
catalyst Would exhibit substantially the same comonomer 
incorporation if it yields an interpolymer With about 2.0 
mole % to about 6.0 mole % octene under substantially the 
same polymerization conditions of temperature, pressure, 
comonomer concentration, and comonomer type. For a cata 
lyst With about 5 mole % to about 10 mole % comonomer 
incorporation, the range for “substantially the same comono 
mer incorporation” for a second catalyst is Within 3 mole % 
of the comonomer incorporation. For a catalyst With about 
10 mole % to about 20 mole %, the range for “substantially 
the same comonomer incorporation” Would be Within 4 mole 
%. For a catalyst Which incorporates 20 mole % or higher 
comonomers, the range for “substantially the same comono 
mer incorporation” for another catalyst Would be Within 6 
mole %. 

For the case of an ole?n homopolymer, tWo catalysts are 
considered to have “substantially the same comonomer 
incorporation” if the tWo catalysts, under reaction conditions 
equivalent to the conditions used to make a homopolymer 
but differing in that if 1-octene is used as a comonomer in an 
amount such that one of the catalysts produces a 1.0 mole % 
octene copolymer, the other catalyst produces a 1-octene 
copolymer With the same mole % octene Within 0.75 mole 
%. For the special case of a 1-octene homopolymer, 
1-decene is used as the comonomer. 

Preferably, for all of the ethylene homopolymers and 
interpolymers described immediately above, at least tWo of 
the catalysts used in a single reactor have substantially the 
same comonomer incorporation, and the process used is a 
gas phase, slurry, or solution process. More preferably, for 
all of the ethylene homopolymers and interpolymers 
described immediately above, at least tWo of the catalysts 
used in a single reactor have substantially the same comono 
mer incorporation, MWH/MWL is in the range from about 10 
to about 50, and the process used is a continuous solution 
process, especially a continuous solution process Wherein 
the polymer concentration in the reactor at steady state is at 
least 15% by Weight of the reactor contents and the ethylene 
concentration is 3.5% or less by Weight of the reactor con 
tents. Still more preferably, the process used is a continuous 
solution process Wherein the polymer concentration in the 
reactor at steady state is at least 18% by Weight of the reactor 
contents and the ethylene concentration is 2.5% or less by 
Weight of the reactor contents. Most preferably, for all of the 
ethylene homopolymers and interpolymers described imme 
diately above, at least tWo of the catalysts used in a single 
reactor have substantially the same comonomer 
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16 
incorporation, and the process used is a continuous solution 
process Wherein the polymer concentration in the reactor at 
steady state is at least 20% by Weight of the reactor contents 
and the ethylene concentration is 2.0% or less by Weight of 
the reactor contents. For all of the ethylene homopolymers 
and interpolymers described immediately above, preferably 
the interpolymers comprise an interpolymer of ethylene and 
at least one ole?n selected from the group consisting of 
C3iC1O alpha ole?ns, especially propylene, 1-butene, 
1-hexene, and 1-octene, and the melt index of the interpoly 
mer is preferably in the range of about 0.1 to about 500, 
more preferably in the range from about 0.1 to about 100. 

Comonomer incorporation can be measured by many 
techniques that are knoWn in the art. One technique Which 
may be employed is 13C NMR spectroscopy, an example of 
Which is described for the determination of comonomer con 
tent for ethylene/alpha-ole?n copolymers in Randall 
(Journal of Macromolecular Science, RevieWs in Macromo 
lecular Chemistry and Physics, C29 (2 & 3), 201*317 
(1989)), the disclosure of Which is incorporated herein by 
reference. The basic procedure for determining the comono 
mer content of an ole?n interpolymer involves obtaining the 
13 C NMR spectrum under conditions Where the intensity of 
the peaks corresponding to the different carbons in the 
sample is directly proportional to the total number of con 
tributing nuclei in the sample. Methods for ensuring this 
proportionality are knoWn in the art and involve alloWance 
for suf?cient time for relaxation after a pulse, the use of 
gated-decoupling techniques, relaxation agents, and the like. 
The relative intensity of a peak or group of peaks is obtained 
in practice from its computer-generated integral. After 
obtaining the spectrum and integrating the peaks, those 
peaks associated With the comonomer are assigned. This 
assignment can be made by reference to knoWn spectra or 
literature, or by synthesis and analysis of model compounds, 
or by the use of isotopically labeled comonomer. The mole 
% comonomer can be determined by the ratio of the integrals 
corresponding to the number of moles of comonomer to the 
integrals corresponding to the number of moles of all of the 
monomers in the interpolymer, as described in Randall, for 
example. 

It is knoWn in the art that catalysts for ole?n polymeriza 
tion can change in their ability to incorporate comonomers 
under different reaction conditions, especially at different 
reactor temperatures. For example, it is knoWn that the abil 
ity of most single-site and metallocene catalysts to incorpo 
rate higher alpha ole?ns in an ethylene/alpha ole?n copoly 
merization decreases With increasing polymerization 
temperature. In other Words, the reactivity ratio rl generally 
increases With increasing polymerization temperature. 
The reactivity ratios of the metallocenes in general are 

obtained by knoWn methods, for example, as described in 
“Linear Method for Determining Monomer Reactivity 
Ratios in Copolymerization”, M. Fineman and S. D. Ross, J. 
Polymer Science 5, 259 (1950) or “Copolymerization”, F. R. 
Mayo and C. Walling, Chem. Rev. 46, 191 (1950) incorpo 
rated herein in its entirety by reference. For example, to 
determine reactivity ratios the most Widely used copolymer 
ization model is based on the folloWing equations: 
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-continued 

where M,- refers to a monomer molecule Which is arbitrarily 
designated as “i” Where i=1, 2; and M2* refers to a growing 
polymer chain to Which monomer i has most recently 
attached. 

The ky- values are the rate constants for the indicated reac 
tions. For example, in ethylene/propylene copolymerization, 
k 1 1 represents the rate at Which an ethylene unit inserts into a 
growing polymer chain in Which the previously inserted 
monomer unit Was also ethylene. The reactivity ratios folloW 
as: rl=kll/kl2 and r2=k22/k21 Wherein kn, k12, k22 and k21 
are the rate constants for ethylene (1) or propylene (2) addi 
tion to a catalyst site Where the last polymerized monomer is 
an ethylene (klx) or propylene (k2x). 

Because the change in rl With temperature may vary from 
catalyst to catalyst, it should be appreciated that the term 
“substantially the same comonomer incorporation” refers to 
catalysts Which are compared at the same or substantially the 
same polymerization conditions, especially With regard to 
polymerization temperature. Thus, a pair of catalysts may 
not possess “substantially the same comonomer incorpora 
tion” at a loW polymerization temperature, but may possess 
“substantially the same comonomer incorporation” at a 
higher temperature, and visa versa For the purposes of this 
invention, “substantially the same comonomer incorpora 
tion” refers to catalysts Which are compared at the same or 
substantially the same polymerization temperature. Because 
it is also knoWn that different cocatalysts or activators can 
have an effect on the amount of comonomer incorporation in 
an ole?n copolymerization, it should be appreciated that 
“substantially the same comonomer incorporation” reefers 
to catalysts Which are compared using the same or substan 
tially the same cocatalyst(s) or activator(s). Thus, for the 
purposes of this invention, a test to determine Whether or not 
tWo or more catalysts have “substantially the same comono 
mer incorporation” should be conducted With each catalyst 
using the same method of activation for each catalyst, and 
the test should be conducted at the same polymerization 
temperature, pressure, and monomer content (including 
comonomer concentration) as is used in the instant inventive 
process When the individual catalysts are used together. 
When a loW molecular Weight catalyst With rlL and a high 

molecular Weight catalyst With rlH are selected, the rl ratio, 
rlH/rlL, is another Way to de?ne the amount of comonomer 
incorporation by the loW and high molecular Weight cata 
lysts. To have substantially similar or the same comonomer 
incorporation in some embodiments of the invention, the 
ratio, rlH/rlL, preferably should fall betWeen about 0.2 to 
about 5, more preferably betWeen about 0.25 to about 4, and 
most preferably betWeen about 0.3 to about 3.5. In some 
embodiments, substantially similar or the same comonomer 
incorporation is obtained When the ratio, rlH/rlL, approaches 
about 1 (i.e., from about 0.9 to about 1.1). 

Although rl may be any value, it preferably should be 
about 18 or less. For example, rl may be about 15, 10, 5, or 
1. Generally, a loWer rl indicates a higher comonomer incor 
poration ability for the catalyst. Conversely, a higher rl gen 
erally indicates a loWer comonomer incorporation ability for 
the catalyst (i.e., a higher tendency to make a 
homopolymer). Therefore, if one desires to make a copoly 
mer With a minimal density split, it Would be preferable to 
use at least tWo catalysts With substantially similar or identi 
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18 
cal r1, each of Which is less than 18. On the other hand, When 
one desires to make a blend of homopolymers and copoly 
mers With a signi?cant density split, it Would be preferable 
to employ at least tWo catalysts With substantially dissimilar 
r1, at least one of Which may be higher than 18. 
As described above, While it is preferred to select a high 

molecular Weight catalyst and a loWer molecular Weight 
catalyst With substantially similar comonomer incorporation 
capability, catalysts With different or substantially dissimilar 
comonomer incorporation capability may be used in 
embodiments of the invention. When tWo catalysts have sub 
stantially similar comonomer incorporation capability, the 
interpolymer produced has a minimal density split, i.e., 
minimal density variations from one polymer chain to 
another. In contrast, When tWo catalysts have different or 
substantially dissimilar comonomer incorporation 
capability, the interpolymer produced by those tWo catalysts 
has a substantial density split. Such density split has a direct 
impact on the physical characteristics of the interpolymer. 
Generally, for many applications it is more desirable to pro 
duce an interpolymer With a minimal density split. 
Catalysts: 
Any catalyst Which is capable of copolymerizing one or 

more ole?n monomers to make an interpolymer or 

homopolymer may be used in embodiments of the invention. 
For certain embodiments, additional selection criteria, such 
as molecular Weight capability and/or comonomer incorpo 
ration capability, preferably should be satis?ed. Suitable 
catalysts include, but are not limited to, single-site catalysts 
(both metallocene catalysts and constrained geometry 
catalysts), multi-site catalysts (Ziegler-Natta catalysts), and 
variations therefrom. They include any knoWn and presently 
unknoWn catalysts for ole?n polymerization. It should be 
understood that the term “catalyst” as used herein refers to a 
metal-containing compound Which is used, along With an 
activating cocatalyst, to form a catalyst system. The catalyst, 
as used herein, is usually catalytically inactive in the absence 
of a cocatalyst or other activating technique. HoWever, not 
all suitable catalyst are catalytically inactive Without a 
cocatalyst and thus requires activation. 
One suitable class of catalysts is the constrained geometry 

catalysts disclosed in Us. Pat. No. 5,064,802, No. 5,132, 
380, No. 5,703,187, No. 6,034,021, EP 0 468 651, EP 0 514 
828, WO 93/19104, and WO 95/00526, all of Which are 
incorporated by references herein in their entirety. Another 
suitable class of catalysts is the metallocene catalysts dis 
closed in Us. Pat. No. 5,044,438; No. 5,057,475; No. 5,096, 
867; and No. 5,324,800, all of Which are incorporated by 
reference herein in their entirety. It is noted that constrained 
geometry catalysts may be considered as metallocene 
catalysts, and both are sometimes referred to in the art as 
single-site catalysts. 

For example, catalysts may be selected from the metal 
coordination complexes corresponding to the formula: 

Formula I 
Z Y 

C/* M/ 
p \ 

(XMLM 

Formula I 
Wherein: M is a metal of group 3, 4410, or the lanthanide 
series of the periodic table of the elements; Cp* is a cyclo 
pentadienyl or substituted cyclopentadienyl group bound in 
an 115 bonding mode to M; Z is a moiety comprising boron, 
or a member of group 14 of the periodic table of the 
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elements, and optionally sulfur or oxygen, the moiety having 
up to 40 non-hydrogen atoms, and optionally Cp* and Z 
together form a fused ring system; X independently each 
occurrence is an anionic ligand group, said X having up to 
30 non-hydrogen atoms; n is 2 less than the valence of M 
WhenY is anionic, or 1 less than the valence of M WhenY is 
neutral; L independently each occurrence is a neutral LeWis 
base ligand group, said L having up to 30 non-hydrogen 
atoms; In is 0, 1, 2, 3, or 4; andY is an anionic or neutral 
ligand group bonded to Z and M comprising nitrogen, 
phosphorus, oxygen or sulfur and having up to 40 non 
hydrogen atoms, optionally Y and Z together form a fused 
ring system. 

Suitable catalysts may also be selected from the metal 
coordination complex corresponds to the formula: 

Formula II 
R, 

Z \ Y 

R! o- M < (XMLM 
R, 

R, 

Formula II 

Wherein R' each occurrence is independently selected from 
the group consisting of hydrogen, alkyl, aryl, silyl, germyl, 
cyano, halo and combinations thereof having up to 20 non 
hydrogen atoms; X each occurrence independently is 
selected from the group consisting of hydride, halo, alkyl, 
aryl, silyl, germyl, aryloxy, alkoxy, amide, siloxy, and com 
binations thereof having up to 20 non-hydrogen atoms; L 
independently each occurrence is a neural LeWis base ligand 

having up to 30 non-hydrogen atoms; Y is 40*, iSi, 
iNR*i,iPR*i, or a neutral tWo electron donor ligand 
selected from the group consisting of OR*, SR*, NR*2, 
PR*2; M, n, and m are as previously de?ned; and Z is SIR*2, 

CR*2, SiR*2SiR*2, CR*2CR*2, CR*:CR*, CR*2SiR*2, 
GeR*2, BR*, BR*2; Wherein: R* each occurrence is inde 
pendently selected from the group consisting of hydrogen, 
alkyl, aryl, silyl, halogenated alkyl, halogenated aryl groups 
having up to 20 non-hydrogen atoms, and mixtures thereof, 
or tWo or more R* groups fromY, Z, or bothY and Z form a 

fused ring system. 

It should be noted that Whereas formula I and the folloW 
ing formulas indicate a monomeric structure for the 
catalysts, the complex may exist as a dimer or higher oligo 
mer. 

Further preferably, at least one of R', Z, or R* is an elec 
tron donating moiety. Thus, highly preferably Y is a nitrogen 
or phosphorus containing group corresponding to the for 
mula iN(R"")i or iP(R"")i, Wherein R"" is Cl_1O alkyl 
or aryl, i.e., an amido or phosphido group. 

Additional catalysts may be selected from the 
amidosilane- or amidoalkanediyl-compounds corresponding 
to the formula: 
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Formula III 
R, 

(ER'Z)... \ 
/ N — R 

R’ M \ 
04)” 

R, 

R, 

Formula III 
Wherein: M is titanium, Zirconium or hafnium, bound in an 
115 bonding mode to the cyclopentadienyl group; R' each 
occurrence is independently selected from the group consist 
ing of hydrogen, silyl, alkyl, aryl and combinations thereof 
having up to 10 carbon or silicon atoms; E is silicon or 
carbon; X independently each occurrence is hydride, halo, 
alkyl, aryl, aryloxy or alkoxy of up to 10 carbons; m is 1 or 2; 
and n is 1 or 2 depending on the valence of M. 

Examples of the above metal coordination compounds 
include, but are not limited to, compounds in Which the R' on 
the amido group is methyl, ethyl, propyl, butyl, pentyl, 
hexyl, (including isomers), norbomyl, benZyl, phenyl, etc.; 
the cyclopentadienyl group is cyclopentadienyl, indenyl, 
tetrahydroindenyl, ?uorenyl, octahydro?uorenyl, etc.; R' on 
the foregoing cyclopentadienyl groups each occurrence is 
hydrogen, methyl, ethyl, propyl, butyl, pentyl, hexyl, 
(including isomers), norbornyl, benZyl, phenyl, etc.; and X is 
chloro, bromo, iodo, methyl, ethyl, propyl, butyl, pentyl, 
hexyl, (including isomers), norbornyl, benZyl, phenyl, etc. 

Speci?c compounds include, but are not limited to, 
(tertbutylamido)(tetramethyl-n 5 -cyclopentadienyl)-1,2 
ethanediylZirconium dimethyl, (tert-butylamido) 
(tetramethyl-n 5 -cyclopentadienyl)-1,2 -ethanediyltitanium 
dimethyl, (methylamido)(tetramethyl41 5 -cyclopentadienyl) 
1,2-ethanediylZirconium dichloride, (methylamido) 
(tetramethyl-n 5 -eyelopentadienyl)-1,2 -ethanediyltitanium 
dichloride, (ethylamido)(tetramethyl-11 5 -cyclopentadienyl) 
methylenetitanium dichloro, (tertbutylamido)diphenyl 
(tetramethyl-n5-cyclopentadienyl)-silane Zirconium 
dibenZyl, (benZylamido)dimethyl-(tetramethyl-115 - 
cyclopentadienyl)silanetitaniumdichloride, 
phenylpho sphido)dimethyl (tetramethyl-n 5 - 
cyclopentadienyl)silane Zirconium dibenZyl, and the like. 

Another suitable class of catalysts is substituted indenyl 
containing metal complexes as disclosed in US. Pat. No. 
5,965,756 and No. 6,015,868 Which are incorporated by ref 
erence herein in their entirety. Other catalysts are disclosed 
in copending applications: US. application Ser. No. 09/230, 
185; and No. 09/715,380, and US. Provisional Application 
Serial No. 60/215,456; No. 60/170,175, and No. 60/393,862. 
The disclosures of all of the preceding patent applications 
are incorporated by reference herein in their entirety. These 
catalysts tend to have a higher molecular Weight capability. 
One class of the above catalysts is the indenyl containing 

metal Wherein: 

Formula IV 

Formula IV 

M is titanium, Zirconium or hafnium in the +2, +or +4 
formal oxidation state; 

A' is a substituted indenyl group substituted in at least the 
2 or 3 position With a group selected from hydrocarbyl, 
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?uoro-substituted hydrocarbyl, hydrocarbyloxy 
substituted hydrocarbyl, dialkylamino-substituted 
hydrocarbyl, silyl, germyl and mixtures thereof, the 
group containing up to 40 non-hydrogen atoms, and the 
A‘ further being covalently bonded to M by means of a 
divalent Z group; Z is a divalent moiety bound to both 
A‘ and M via a-bonds, the Z comprising boron, or a 
member of Group 14 of the Periodic Table of the 
Elements, and also comprising nitrogen, phosphorus, 
sulfur or oxygen; X is an anionic or dianionic ligand 
group having up to 60 atoms exclusive of the class of 
ligands that are cyclic, delocaliZed, J's-bound ligand 
groups; X‘ independently each occurrence is a neutral 
LeWis base, having up to 20 atoms; p is 0, l or 2, and is 
tWo less than the formal oxidation state of M, With the 
proviso that When X is a dianionic ligand group, p is l; 
and q is 0, l or 2. 

The above complexes may exist as isolated crystals 
optionally in pure form or as a mixture With other 
complexes, in the form of a solvated adduct, optionally in a 
solvent, especially an organic liquid, as Well as in the form of 
a dimer or chelated derivative thereof, Wherein the chelating 
agent is an organic material, preferably a neutral LeWis base, 
especially a trihydrocarbylamine, trihydrocarbylphosphine, 
or halogenated derivative thereof. 

Preferred catalysts are complexes corresponding to the 
formula: 

Formula V 
R4 R5 

R6 

R3 

Z 

R2 
X, 

R / q 
1 M —x,, 

Formula V 
wherein R1 and R2 independently are groups selected from 
hydrogen, hydrocarbyl, per?uoro substituted hydrocarbyl, 
silyl, germyl and mixtures thereof, the group containing up 
to 20 non-hydrogen atoms, With the proviso that at least one 
of R1 or R2 is not hydrogen; R3, R4, R5, and R6 indepen 
dently are groups selected from hydrogen, hydrocarbyl, per 
?uoro substituted hydrocarbyl, silyl, germyl and mixtures 
thereof, the group containing up to 20 non-hydrogen atoms; 
M is titanium, Zirconium or hafnium; Z is a divalent moiety 
comprising boron, or a member of Group 14 of the Periodic 
Table of the Elements, and also comprising nitrogen, 
phosphorus, sulfur or oxygen, the moiety having up to 60 
non-hydrogen atoms; p is 0, l or 2; q is Zero or one; With the 
proviso that: When p is 2, q is Zero, M is in the +4 formal 
oxidation state, and X is an anionic ligand selected from the 
group consisting of halide, hydrocarbyl, hydrocarbyloxy, 
di(hydrocarbyl)amido, di(hydrocarbyl) phosphido, hydro 
carbyl sul?do, and silyl groups, as Well as halo-, 
di(hydrocarbyl)amino-, hydrocarbyloxy- and 
di(hydrocarbyl)phosphino-substituted derivatives thereof, 
the X group having up to 20 non-hydrogen atoms, When p is 
l, q is Zero, M is in the +3 formal oxidation state, and X is a 
stabiliZing anionic ligand group selected from the group 
consisting of allyl, 2-(N,N-dimethylaminomethyl)phenyl, 
and 2-(N,N-dimethyl)aminobenZyl, or M is in the +4 formal 
oxidation state, and X is a divalent derivative of a conjugated 
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22 
diene, M and X together forming a metallocyclopentene 
group, and When p is 0, q is l, M is in the +2 formal oxida 
tion state, and X‘ is a neutral, conjugated or non-conjugated 
diene, optionally substituted With one or more hydrocarbyl 
groups, the X‘ having up to 40 carbon atoms and forming a 
J's-complex With M. 
More preferred catalysts are complexes corresponding to 

the formula: 

Formula VI 
wherein: R1 and R2 are hydrogen or C l_6 alkyl, With the 
proviso that at least one of R1 or R2 is not hydrogen; R3, R4, 
R5, and R6 independently are hydrogen or C1_6 alkyl; M is 
titanium; Y is iOi, iSi, iNR’Fi, iPR’Fi; Z* is 
SiR*2, CR*2, SiR*2SiR*2, CR*2CR*2, CR*:CR*, 
CR*2SiR*2, or GeR*2; R* each occurrence is independently 
hydrogen, or a member selected from hydrocarbyl, 
hydrocarbyloxy, silyl, halogenated alkyl, halogenated aryl, 
and combinations thereof, the R* having up to 20 non 
hydrogen atoms, and optionally, tWo R* groups from Z 
(When R* is not hydrogen), or an R* group from Z and an R* 
group fromY form a ring system; p is 0, l or 2; q is Zero or 
one; With the proviso that: When p is 2, q is Zero, M is in the 
+4 formal oxidation state, and X is independently each 
occurrence methyl or benZyl, When p is l, q is Zero, M is in 
the +3 formal oxidation state, and X is 2-(N,N-dimethyl) 
aminobenZyl; or M is in the +4 formal oxidation state and X 
is l,4-butadienyl, and When p is 0, q is l, M is in the +2 
formal oxidation state, and X‘ is l,4-diphenyl-l,3-butadiene 
or 1,3-pentadiene. The latter diene is illustrative of unsym 
metrical diene groups that result in production of metal com 
plexes that are actually mixtures of the respective geometri 
cal isomers. 
Examples of speci?c catalysts that may be used in 

embodiments of the invention include, but are not limited, 
the folloWing metal complexes: 
2-methylindenyl complexes: 
(t-butylamido)dimethyl (11 5 -2 -methylindenyl)silanetitanium 
(II) l,4-diphenyl-1,3-butadiene; (t-butylamido)dimethyl(115 - 
2-methylindenyl)silanetitanium (II) 1,3-pentadiene; 
(t-butylamido)dimethyl (11 5 -2 -methylindenyl)silanetitanium 
(III) 2-(N,N-dimethylamino)benZyl; (t-butylamido)dimethyl 
(11 5 -2 -methylindenyl)silanetitanium (IV) dimethyl; 
(t-butylamido)dimethyl(115 -2-methylindenyl)silanetitanium 
(IV) dibenZyl; (n-butylamido)dimethyl(n 5 -2 
methylindenyl)silanetitanium (II) l,4-diphenyl- l ,3 - 
butadiene; (n-butylamido)dimethyl(11 5 -2 -methylindenyl) 
silanetitanium (II) 1,3-pentadiene; (n-butylamido)dimethyl 
(115-2-methylindenyl)silanetitanium (III) 2-(N,N 
dimethylamino)benZyl; (n-butylamido)dimethyl(11 5 -2 - 

methylindenyl)silanetitanium (IV) dimethyl; (n-butylamido) 
dimethyl(115 -2-methylindenyl)silanetitanium (IV) dibenZyl; 
(cyclododecylamido)dimethyl(115-2-methylindenyl) silan 
etitanium (II) l,4-diphenyl-l,3-butadiene; 
(cyclododecylamido)dimethyl(115-2-methylindenyl) silan 


















































