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(54) BLOCK COPOLYMER

(57) The present application provides the block co-
polymers and their application. The present application
may provide the block copolymers that have excellent
self assembling and phase separation properties and
therefore that can be effectively used in various applica-
tions. The present application may also provide applica-
tions of the block copolymers.
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Description

TECHNICAL FIELD

[0001] The present application relates to block copolymers and their application.

BACKGROUND

[0002] Block copolymers have molecular structures in which polymer subunits having chemically different structures
from each other are linked by covalent bonds. Block copolymers are capable of forming periodically aligned structure
such as the sphere, the cylinder or the lamella through phase separations. Sizes of domains of the structures formed
by the self assemblies of block copolymers may be adjusted in a wide range, and various shapes of structures can be
prepared. Therefore, they can be utilized in pattern-forming methods by lithography, various magnetic recording mediae
or next generation nano devices such as metal dots, quantum dots or nano lines, high density magnetic storage mediae,
and the like.

DESCRIPTION

TECHNICAL OBJECT

[0003] The present application provides a block copolymer, a polymer layer including the block copolymer, a method
for forming the polymer layer and a pattern-forming method.

TECHNICAL SOLUTION

[0004] The block copolymer may include a first block and a second block that is different from the first block. The first
or second block may include a side chain as described below. Hereinafter, in a case where one block among the first
and second blocks includes the side chain, the block including the side chain may be referred to as a first block. The
block copolymer may be a diblock copolymer that includes only the above first and second blocks or may be a block
copolymer that includes an additional block other than the first and second blocks.
[0005] The block copolymers may be phase-separated, since they comprise the two or more polymeric chains linked
to each other via covalent bonds. In the present application, since the block copolymer satisfies at least one parameter
as described below, the phase-separation can be very effectively occurred, and therefore it can form a nano-scaled
structure by a microphase separation. According to the present application, by controlling sizes such as molecular
weights or relative ratios between blocks, Sizes or shapes of the nano structure can be freely adjusted. By the above,
the block copolymer can freely form various sizes of phase-separated structure such as the sphere, the cylinder, the
gyroid, the lamella and the reversed structure and the like. The present inventors have found that, if block copolymers
satisfy at least one parameter among ones described below, the self assembling properties and the phase separation
properties as described above are largely improved. It is confirmed that it is possible to make the block copolymer to
show a vertically aligning property by making the block copolymer to satisfy an appropriate parameter. The term "vertically
aligning property" as used herein may refer to aligning property of the block copolymer and may refer to a case where
the nano scaled structure formed by the block copolymer is aligned vertically to a direction of a substrate. Techniques
controlling an aligning of a self assembled structure of a block copolymer to be vertical or parallel with respect to various
substrates are a big part of practical application of a block copolymer. Conventionally, the aligning direction of the nano
scaled structure in a layer of a block copolymer depends on what block among blocks forming the block copolymer is
exposed to a surface or an air. Generally, since lots of substrates are polar and the air is non-polar, a block having more
polarity than the other block in the block copolymer wets on the substrate and a block having less polarity than the other
block in the block copolymer wets with respect to the interface between the air. Many techniques are proposed in order
for blocks of a block copolymer having properties different from each other to wet simultaneously toward the substrate,
and a most typical method is to control the aligning by preparing the neutral surface. However, in one embodiment, by
controlling the parameters below, the block copolymer may be vertically aligned with respect to substrates, to which
conventionally known treatment for accomplishing the vertical alignment including the neutral surface treatment is not
performed. For example, block copolymers according to one embodiment of the present application can show the vertical
aligning property on both of hydrophobic surfaces and hydrophilic surfaces, to which any pre-treatment is not performed.
Further, in an additional embodiment, the vertical alignment may be accomplished with respect to a large area in a short
time by a thermal annealing.
[0006] In one embodiment, an absolute value of a difference between surface energies of the first and the second
blocks may be 10 mN/m or less, 9 mN/m or less, 8 mN/m or less, 7.5 mN/m or less or 7 mN/m or less. The absolute
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value of the difference between surface energies may be 1.5 mN/m or more, 2 mN/m or more or 2.5 mN/m or more. The
structure in which the first and the second blocks, the absolute value of the difference between the surface energies of
which is within the above range, are linked via the covalent bond may realize an effective microphase separation by a
phase separation due to appropriate un-compatibilities. In the above, the first block may be the block having the chain
as described above or a block comprising an aromatic structure that does not have a halogen atom as described below.
[0007] The surface energy may be measured by using a drop shape analyzer (DSA100 product manufactured in
KRUSS, Co.). Specifically, the surface energy may be measured with respect to a layer prepared by coating a coating
solution prepared by diluting a sample (a block copolymer or a homopolymer) to be measured in fluorobenzene to a
solid content of about 2 weight% on a substrate so as for the coated layer to have a thickness of 50 nm and a coated
area of 4 cm2 (a width: 2 cm, a length: 2 cm); drying the coated layer for about an hour at the room temperature; and
then performing a thermal annealing for about an hour at 160°C. On the layer after the thermal annealing is performed,
deionized water of which the surface tension is known is dropped and then the contact angle is measured. The above
process for obtaining the contact angle of the deionized water is repeated 5 times, and the average value of the 5
obtained contact angles are calculated. Identically, on the layer after the thermal annealing is performed, diiodomethane
of which the surface tension is known is dropped and then the contact angle is measured. The above process for obtaining
the contact angle of the diiodomethane is repeated 5 times, and the average value of the 5 obtained contact angles are
calculated. After that, the surface energy may be obtained by substituting a value (Strom value) regarding the surface
tension of the solvent through the Owens-Wendt-Rabel-Kaelble method using the obtained average values of the contact
angles of the deionized water and the diiodomethane. The surface energy of each block in the block copolymer may be
obtained by using the above described method with respect to a homopolymer prepared by monomers forming the
corresponding block.
[0008] In a case where the block copolymer comprises the above described chain, the block comprising the chain
may have a larger surface energy than the other block. For example, if the first block comprises the chain, the first block
may have a larger surface energy than the second block. In this case, the surface energy of the first block may be in a
range from about 20 mN/m to about 40 mN/m. In another embodiment, the surface energy of the first block may be
about 22 mN/m or more, about 24 mN/m or more, about 26 mN/m or more or about 28 mN/m or more. The surface
energy of the first block may be about 38 mN/m or less, about 36 mN/m or less, about 34 mN/m or less or about 32
mN/m or less. Such a block copolymer including the above first block and showing the above difference between surface
energies of blocks may show an excellent self assembling property.
[0009] The parameter may be accomplished by, for example, controlling the block copolymer.
[0010] In one embodiment, the block copolymer satisfying the above parameter may include a side chain having chain-
forming atoms in the first or second block. Hereinafter, for the sake of convenient explanation, the block comprising the
side chain may be referred to as the first block.
[0011] The term "chain-forming atoms" as used herein refers to atoms forming the side chain linked to the block
copolymer and atoms forming a linear structure of the side chain. The side chain may have a linear or branched structure;
however the number of the chain-forming atoms is calculated only by the number of atoms forming the longest linear
chain. Therefore, other atoms such as, in a case where the chain-forming atom is the carbon atom, the hydrogen atom
that is linked to the carbon atom and the like are not calculated as the number of the chain-forming atoms. Further, in
a case of the branched chain, the number of the chain-forming atoms is the number of atoms forming the longest chain.
For example, the chain is n-pentyl, all of the chain-forming atoms are carbon atoms and the number thereof is 5. If the
chain is 2-methylpentyl, all of the chain-forming atoms are also carbon atoms and the number thereof is 5. The chain-
forming atoms may be the carbon, the oxygen, the sulfur or the nitrogen, and the like and appropriate chain-forming
atoms may be the carbon, the oxygen or the nitrogen; or the carbon or the oxygen. The number of the chain-forming
atoms may be 8 or more, 9 or more, 10 or more, 11 or more; or 12 or more. The number of the chain-forming atoms
may be 30 or less, 25 or less, 20 or less or 16 or less.
[0012] In another embodiment, one or both of the first block and the second block may include at least aromatic
structure in the block copolymer satisfying the above parameter. Both of the first block and the second block may include
the aromatic structure(s) and, in this case, the aromatic structure in the first block may be the same as or different from
the aromatic structure in the second block. Further, at least one block among the first and second blocks of the block
copolymer satisfying parameters described in this document may include the side chain or at least one halogen atom
as described below, and such a side chain or at least one halogen atom may be substituted with the aromatic structure.
The block copolymer may include two or more blocks.
[0013] As described, the first block and/or the second block of the block copolymer may include the aromatic struc-
ture(s). Such an aromatic structure may be included in one of or both of the first block and the second block. In a case
where both of the blocks include the aromatic structures, the aromatic structure in the first block may be the same as
or different from the aromatic structure in the second block.
[0014] The term "aromatic structure" as used herein may refer to an aryl or arylene group, and may refer to a monovalent
or a bivalent substituent derived from a compound including one benzene ring structure or a structure, in which at least
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two benzene rings are linked with sharing one or two carbon atoms or by an optional linker, or a derivative of the
compound. The aryl or arylene group may be, unless defined otherwise, an aryl group having 6 to 30, 6 to 25, 6 to 21,
6 to 18, or 6 to 13 carbon atoms. As the aryl or arylene group, a monovalent or a bivalent substituent derived from
benzene, naphthalene, azobenzene, anthracene, phenanthrene, tetracene, pyrene, benzopyrene, and the like may be
illustrated.
[0015] The aromatic structure may be a structure included in a main chain of the block or may be a structure linked
to the main chain of the block as a side chain. For example, appropriate adjustment of the aromatic structure that may
be included in each block may realize controlling of the parameters.
[0016] For example, in order to control the parameter, the chain having 8 or more chain-forming atoms may be linked,
as a side chain, to first block of the block copolymer. In this document, the term "side chain" and the term "chain" may
indicate to the same object. In a case where the first block includes the aromatic structure, the chain may be linked to
the aromatic structure.
[0017] The side chain may be a chain linked to a main chain of polymer. As described, the side chain may be a chain
including 8 or more, 9 or more, 10 or more, 11 or more or 12 or more chain-forming atoms. The number of the chain-
forming atoms may be 30 or less, 25 or less, 20 or less or 16 or less. The chain-forming atom may be carbon, oxygen,
nitrogen or sulfur, or appropriately carbon or oxygen.
[0018] The side chain may be a hydrocarbon chain such as an alkyl group, an alkenyl group or an alkynyl group. At
least one carbon atom in the hydrocarbon chain may be replaced with the sulfur atom, the oxygen atom or the nitrogen
atom.
[0019] In a case where the side chain is linked to the aromatic structure, the chain may be directly linked to the aromatic
structure or may be linked to the aromatic structure via a linker. The linker may be an oxygen atom, a sulfur atom, -NR1-,
- S(=O)2-, a carbonyl group, an alkylene group, an alkenylene group, an alkynylene group, -C(=O)-X1- or -X1-C(=O)-.
In the above, the R1 may be hydrogen, an alkyl group, an alkenyl group, an alkynyl group, an alkoxy group or an aryl
group and the X1 may be a single bond, an oxygen atom, a sulfur atom, -NR2-, -S(=O)2-, an alkylene group, an alkenylene
group or alkynylene group, and the R2 may be hydrogen, an alkyl group, an alkenyl group, an alkynyl group, an alkoxy
group or an aryl group. An appropriate linker may the oxygen atom. The side chain may be linked to the aromatic structure
via, for example, an oxygen atom or nitrogen.
[0020] In a case where the aromatic structure is linked to the main chain of the block as a side chain, the aromatic
structure may also be directly linked to the main chain or may be linked to the main chain via a linker. The linker may
be an oxygen atom, a sulfur atom, -S(=O)2-, a carbonyl group, an alkylene group, an alkenylene group, an alkynylene
group, -C(=O)-X1- or -X1-C(=O)-. In the above, the X1 may be a single bond, an oxygen atom, a sulfur atom, -S(=O)2-,
an alkylene group, an alkenylene group or alkynylene group. An appropriate linker boding the aromatic structure to the
main chain may -C(=O)-O- or -O-C(=O)-, but is not limited thereto.
[0021] In another embodiment, the aromatic structure in the first block and/or the second block of the block copolymer
may include 1 or more, 2 or more, 3 or more, 4 or more or 5 or more halogen atom(s). The number of the halogen atom(s)
may be 30 or less, 25 or less, 20 or less, 15 or less or 10 or less. The halogen atom may be a fluorine or chlorine; and
the fluorine may be used. The block comprising the aromatic structure including the halogen atom may effectively form
the phase separation structure by an appropriate interaction with the other block.
[0022] As the aromatic structure including the halogen atom, an aromatic structure having 6 to 30, 6 to 25, 6 to 21, 6
to 18 or 6 to 13 carbon atoms may be illustrated, but is not limited thereto.
[0023] For realizing appropriate phase separations, in a case where both of the first and second block include the
aromatic structures, the first block may include an aromatic structure that does not include the halogen atom and the
second block may include an aromatic structure that includes the halogen atom. Further, the aromatic structure of the
first block may include the side chain that is linked directly or via the linker including the oxygen or nitrogen atom.
[0024] In a case where the block copolymer includes the block having the side chain, the block may be a block
represented by, for example, Formula 1.
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[0025] In Formula 1, the R may be hydrogen or an alkyl group having 1 to 4 carbon atom(s), the X may be a single
bond, an oxygen atom, a sulfur atom, -S(=O)2-, a carbonyl group, an alkylene group, an alkenylene group, an alkynylene
group, - C(=O)-X1- or -X1-C(=O)-, wherein the X1 may be an oxygen atom, a sulfur atom, -S(=O)2-, an alkylene group,
an alkenylene group or an alkynylene group, and the Y may be a monovalent substituent including a cyclic structure to
which a chain having 8 or more chain-forming atoms is linked.
[0026] The term "single bond" as used herein may refer to a case where there is no atom in a corresponding site. For
example, if the X in the Formula 1 is the single bond, a structure in which the Y is directly linked to the polymer chain
may be realized.
[0027] The term "alkyl group" as used herein may refer to, unless defined otherwise, a linear, a branched or a cyclic
alkyl group having 1 to 20, 1 to 16, 1 to 12, 1 to 8, or 1 to 4 carbon atoms, and the alkyl group may be optionally substituted
with at least one substituent. In a case where the side chain is the alkyl group, the alkyl group may include 8 or more,
9 or more, 10 or more, 11 or more or 12 or more carbon atoms, and the number of the carbon atoms in the alkyl group
may be 30 or less, 25 or less, 20 or less or 16 or less.
[0028] The term "alkenyl or alkynyl group" as used herein may refer to, unless defined otherwise, a linear, a branched
or a cyclic alkenyl or alkynyl group having 2 to 20, 2 to 16, 2 to 12, 2 to 8, or 2 to 4 carbon atoms and the alkenyl or
alkynyl group may be optionally substituted with at least one substituent. In a case where the side chain is the alkenyl
or alkynyl group, the alkenyl or the alkynyl group may include 8 or more, 9 or more, 10 or more, 11 or more or 12 or
more carbon atoms, and the number of the carbon atoms in the alkenyl or the alkynyl group may be 30 or less, 25 or
less, 20 or less or 16 or less.
[0029] The term "alkylene group" as used herein may refer to, unless defined otherwise, an alkylene group having 1
to 20, 1 to 16, 1 to 12, 1 to 8 or 1 to 4 carbon atoms. The alkylene group may have a linear, branched, or cyclic structure,
and may be optionally substituted with at least one substituent.
[0030] The term "alkenylene or alkynylene group" as used herein may refer to, unless defined otherwise, an alkenylene
or alkynylene group having 2 to 20, 2 to 16, 2 to 12, 2 to 8 or 2 to 4 carbon atoms. The alkenylene or alkynylene group
may have a linear, branched, or cyclic structure, and may be optionally substituted with at least one substituent.
[0031] The X of the Formula 1 may be, in another embodiment, -C(=O)O- or - OC(=O)-.
[0032] The Y in the formula 1 is the substituent including the chain, it may be a substituent including, for example, an
aromatic structure having 6 to 18 or 6 to 12 carbon atoms. In the above, the chain may be an alkyl group having 8 or
more, 9 or more, 10 or more, 11 or more or 12 or more carbon atoms. The alkyl group may include 30 or less, 25 or
less, 20 or less or 16 or less carbon atom. The chain may be directly linked to the aromatic structure or be linked to the
aromatic structure via the linker as described above.
[0033] The first block may be, in another embodiment, represented by the Formula 2 below.
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[0034] In Formula 2, the R may be the hydrogen atom or the alkyl group having 1 to 4 carbon atom(s), the X may be
-C(=O)-O-, the P may be the arylene group having 6 to 12 carbon atoms, the Q may be the oxygen atom, the Z is the
chain having 8 or more chain-forming atoms.
[0035] In another embodiment of the Formula 2, the P may be a phenylene. Also, the Z may be a linear alkyl group
having 9 to 20, 9 to 18 or 9 to 16. In a case where the P is the phenylene, the Q may be linked to the para position of
the phenylene. The alkyl group, arylene group, phenylene group and the chain may be optionally substituted with at
least one substituent.
[0036] In a case where the block copolymer including the block comprising the aromatic structure comprising the
halogen atom, the block may be a block represented by Formula 3 below.

[0037] In Formula 3, the X2 may be a single bond, an oxygen atom, a sulfur atom, - S(=O)2-, an alkylene group, an
alkenylene group, an alkynylene group, -C(=O)-X1-or -X1-C(=O)-, where the X1 is a single bond, an oxygen atom, a
sulfur atom,-S(=O)2-, an alkylene group, an alkenylene group or an alkynylene group, and the W may be an aryl group
including at least one halogen atom.
[0038] In another embodiment of the Formula 3, the X2 may be the single bond or the alkylene group.
[0039] In the Formula 3, the aryl group of the W may be an aryl group having 6 to 12 carob atoms or a phenyl group.
The aryl group or the phenyl group may include 1 or more, 2 or more, 3 or more, 4 or more or 5 or more halogen atom(s).
The number of the halogen atom(s) may be 30 or less, 25 or less, 20 or less, 15 or less or 10 or less. As the halogen
atom, fluorine atom may be used.
[0040] The block of the Formula 3 may be, in another embodiment, represented by Formula 4 below.
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[0041] In Formula 4, the X2 is the same as defined in the Formula 3, and the R1 to R5 may be each independently
hydrogen, an alkyl group, a haloalkyl group or a halogen atom. The number of the halogen atom included in the R1 to
R5 is 1 or more.
[0042] In Formula 4, the R1 to R5 may be each independently hydrogen, an alkyl group having 1 to 4 carbon atom(s)
or a haloalkyl group having 1 to 4 carbon atom(s) or the halogen atom, and the halogen atom may be the fluorine or chlorine.
[0043] In Formula 4, the R1 to R5 may include 1 or more, 2 or more, 3 or more, 4 or more, 5 or more or 6 or more
halogen atom(s). The upper limit of the number of the halogen atom(s) is not particularly limited, and the number of the
halogen atom(s) in the R1 to R5 may be, for example, 12 or less, 8 or less, or 7 or less.
[0044] The block copolymer may include only the above described two kinds of blocks or may include one or both of
the above described two kinds of blocks along with another block.
[0045] A method for preparing the block copolymer is not particularly limited. For example, the block copolymer may
be prepared by a living radical polymerization (LRP). For example, there are methods such as the anionic polymerization,
in which block copolymers are synthesized in the presence of inorganic acid salts such as salts of alkali metal or alkali
earth metal by using organic rare earth metal complexes or organic alkali metal compounds as polymerization initiators;
the anionic polymerization, in which block copolymers are synthesized in the presence of organic aluminum compounds
by using organic alkali metal compounds as polymerization initiators; the atom-transfer radical polymerization (ATRP)
using an atom transfer radical polymerizer as a polymerization controller; the activators regenerated by electron transfer
(ATGET) ATRP performing polymerization in the presence of an organic or inorganic reducing agent generating electrons
using an atom transfer radical polymerizer as a polymerization controller; the initiators for continuous activator regen-
eration (ICAR) ATRP; the reversible addition-ring opening chain transfer (RAFT) polymerization using an inorganic
reducing agent reversible addition-ring opening chain transfer agent; and the a method using an organic tellurium
compound as an initiator, and an appropriate method may be selected among the above methods.
[0046] In one embodiment, the block copolymer may be prepared by a method including polymerizing a material
comprising monomers capable of forming the block in the presence of radical initiators and living radical polymerization
reagents by the living radical polymerization. The method for preparing the block copolymer may further include, for
example, precipitating the polymerized product formed from the above process in non solvent.
[0047] A kind of the radical initiators may be suitably selected in consideration of polymerization efficiency without
particular limitation, and an azo compound such as azobisisobutyronitrile (AIBN) or 2,2’-azobis-(2,4-dimethylvaleronitrile),
or a peroxide compound such as benzoyl peroxide (BPO) or di-t-butyl peroxide (DTBP) may be used.
[0048] The LRP may be performed in a solvent such as methylenechloride, 1,2-dichloroethane, chlorobenzene, dichlo-
robenzene, benzene, toluene, acetone, chloroform, tetrahydrofuran, dioxane, monoglyme, diglyme, dimethylformamide,
dimethylsulfoxide or dimethylacetamide.
[0049] As the non-solvent, for example, an alcohol such as methanol, ethanol, normal propanol or isopropanol, a
glycol such as ethyleneglycol, or an ether compound such as n-hexane, cyclohexane, n-heptane or petroleum ether
may be used without limitation.
[0050] The block copolymer as described above exhibits an excellent phase separation property and self assembling
property and its vertical aligning property is also excellent. The present inventor has confirmed that, if the block copolymer
further satisfies at least one parameter among ones as described below, the above properties can be further improved.
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[0051] For example, the block copolymer may form a layer showing an in-plane phase diffraction pattern of the grazing
incidence small angle X ray scattering (GISAXS) on a hydrophobic surface. The block copolymer may form a layer
showing an in-plane phase diffraction pattern of the grazing incidence small angle X ray scattering (GISAXS) on a
hydrophilic surface.
[0052] The term "showing the in-plane phase diffraction pattern of the grazing incidence small angle X ray scattering
(GISAXS)" as used herein may refer to a case where a peak vertical to the X coordinate is observed in the GISAXS
diffraction pattern when the GISAXS analysis is performed. Such a peak may be confirmed by the vertical aligning
property of the block copolymer. Therefore, the block copolymer showing the in-plane phase diffraction pattern shows
the vertical aligning property. Further, if the above peaks are observed with a regular interval, the phase separation
efficiency may be further improved.
[0053] The term "vertical" as used herein is a term considering errors and, for example, it may include errors within
610 degrees, 68 degrees, 66 degrees, 64 degrees or 62 degrees.
[0054] A block copolymer capable of forming a layer showing the in-plane phase diffraction patterns on both of the
hydrophobic and the hydrophilic surfaces can show the vertical aligning property on various surface to which any treatment
for inducing the vertical aligning is not performed. The term "hydrophobic surface" as used herein may refer to a surface
of which a wetting angle of purified water is in a range from 5 degrees to 20 degrees. Examples of the hydrophobic
surface may include a surface of silicone treated with the piranha solution, sulfuric acid, or an oxygen plasma, but is not
limited thereto. The term "hydrophilic surface" as used herein may refer to a surface of which a wetting angle of purified
water is in a range from 50 degrees to 70 degrees. Examples of the hydrophilic surface may include a surface of silicone
treated with hydrogen fluoride, silicone treated with hexamethyldisilazane or polydimethylsiloxane treated with oxygen
plasma, but is not limited thereto.
[0055] Unless defined otherwise, in this document, a property such as a wetting angle that can be changed according
to temperature is measured at room temperature. The term "room temperature" as used herein may refer to a temperature
in its natural state that is not heated and cooled and may refer to a temperature in a range from about 10°C to 30°C, or
of about 25°C or about 23°C.
[0056] The layer that is formed on the hydrophobic or hydrophilic surface and shows the in-plane phase diffraction
pattern on the GISAXS may be a layer to which a thermal annealing is performed. In one embodiment, the layer for
measuring the GISAXS is, for example, prepared by coating a coating solution, which is prepared by diluting the block
copolymer in a solvent (for example, fluorobenzene) to a concentration of about 0.7 weight%, on a corresponding
hydrophobic or hydrophilic surface so as for the coated layer to have a thickness of about 25 nm and an area of about
2.25 cm2 (a width: 1.5 cm, a length: 1.5 cm) and then performed the thermal annealing thereto. The thermal annealing
may be performed by maintaining the layer for about 1 hour at a temperature of 160°C. The GISAXS may be measured
by irradiating the above prepared layer with X ray so as for an incident angle thereof to be in a range from 0.12 to 0.23
degrees. Diffraction patterns scattered from the layer may be obtained by a conventional measuring device (for example,
2D marCCD). Techniques confirming the existence of the in-plane phase diffraction pattern from the above obtained
diffraction pattern is known in the field.
[0057] The block copolymer showing the above peaks in the GISAXS can show excellent self assembling property
and the property can be effectively controlled according to an object.
[0058] In another embodiment, the block copolymer may exhibit at least one peak within a predetermined range of
the scattering vector (q) in the XRD (X ray diffraction) analysis as described above.
[0059] For example, in the XRD analysis, the block copolymer may show at least one peak within a range from 0.5
nm-1 to 10 nm-1 of the scattering vectors (the q values). In other embodiment, the range of the scattering vectors (the q
values) within which the at least one peak is observed may be from 0.7 nm-1 or more, 0.9 nm-1 or more, 1.1 nm-1 or
more, 1.3 nm-1 or more or 1.5 nm-1 or more. In other embodiment, the range of the scattering vectors (the q values)
within which the at least one peak is observed may be from 9 nm-1 or less, 8 nm-1 or less, 7 nm-1 or less, 6 nm-1 or less,
5 nm-1 or less, 4 nm-1 or less, 3.5 nm-1 or less or 3 nm-1 or less.
[0060] The FWHM (full width at half maximum) of the peak observed within the above range of the scattering vectors
(q) may be from 0.2 nm-1 to 0.9 nm-1. In another embodiment, the FWHM may be 0.25 nm-1 or more, 0.3 nm-1 or more
or 0.4 nm-1 or more. The FWHM may be, in another embodiment, 0.85 nm-1 or less, 0.8 nm-1 or less or 0.75 nm-1 or less.
[0061] The term "FWHM (full width at half maximum)" as used herein may refer to a width (difference between scattering
vectors (q’s)) of a peak showing an intensity half times as large as the maximum intensity. The method forming the
FWHM is as described above.
[0062] The scattering vector (q) and the FWHM are values obtained from a numerical analysis to which the least
square technique is used, with respect to results of the XRD analysis as described below. In the above method, the
Gaussian fitting is performed with respect to a profile of peaks in the XRD pattern under a state where a position at
which a XRD diffraction pattern has a lowest intensity becomes a baseline and the lowest intensity is converted to zero,
and then the scattering vector (q) and the FWHM are obtained from the result of the Gaussian fitting. The R square of
the Gaussian fitting is at least 0.9 or more, 0.92 or more, 0.94 or more or 0.96 or more. The method obtaining the above
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information from the XRD analysis is known, and, for example, a numerical value analysis program such as the origin
may be used.
[0063] The block copolymer showing the peak having the above FWHM within the above range of scattering vectors
(q’s) may include a crystalline portion suitable for the self assembling. The block copolymer showing the peak having
the above FWHM within the above range of scattering vectors (q’s) may show an excellent self assembling property.
[0064] The XRD analysis may be performed by passing X-ray through a sample of the block copolymer and then
measuring a scattering intensity according to scattering vector. The XRD analysis may be performed with respect to a
block copolymer without any specific pre-treatment, and, for example, it may be performed by drying the block copolymer
under an appropriate condition and then passing X ray through it. As the X ray, X ray, a vertical size of which is 0.023
mm and a horizontal size of which is 0.3 mm can be used. By using a measuring device (for example, 2D marCCD), a
2D diffraction pattern scattered from the sample is obtained as an image, and then the above fitting is performed with
respect to the obtained diffraction pattern so as to obtain the scattering vector and the FWHM, and the like.
[0065] As described below, in a case where at least one block of the block copolymer includes the side chain, the
number (n) of the chain-forming atoms and the scattering vector (q) obtained from the XRD analysis may satisfy the
equation 1 below. 

[0066] In the Equation 1, the "n" is the number of the chain-forming atoms, and the "q" is the smallest scattering vector
among scattering vectors at which peaks are observed in the XRD analysis or a scattering vector at which a peak having
the largest area is observed. Further, the π in the equation 1 is the ratio of the circumference of a circle to its diameter.
[0067] The scattering vector and the like substituted with the equation 1 can be obtained according to a method as
described in the XRD analysis method.
[0068] The scattering value substituted with the value of the equation 1 may be a scattering value within a range from
0.5 nm-1 to 10 nm-1. In another embodiment, the scattering value substituted with the value of the equation 1 may be a
scattering value within a range from 0.5 nm-1 to 10 nm-1. In another embodiment, the scattering value substituted with
the value of the equation 1 may be 0.7 nm-1 or more, 0.9 nm-1 or more, 1.1 nm-1 or more, 1.3 nm-1 or more or 1.5 nm-1

or more. In another embodiment, the scattering value substituted with the value of the equation 1 may be 9 nm-1 or less,
8 nm-1 or less, 7 nm-1 or less, 6 nm-1 or less, 5 nm-1 or less, 4 nm-1 or less, 3.5 nm-1 or less or 3 nm-1 or less.
[0069] The equation 1 may represent a relation between the number of the chain-forming atoms and an interval (D)
between blocks including the chains under a state where the block copolymer is self assembled and forms the phase
separated structure. If the number of the chain-forming atoms of the block copolymer including the chains satisfies the
equation 1, the crystallizability exhibited by the chain is improved, and therefore the phase separation property and the
vertical aligning property may be largely improved. In another embodiment, the nq/(23π) in the equation 1 may be 4.5
nm-1 or less. In the above, the interval (D, unit: nm) between blocks including the chains can be calculated by a numerical
formula, D = 23π/q. In the above, the "D" is the interval (D, unit: nm) between the blocks and the π and the q are the
same as defined in the equation 1.
[0070] In the block copolymer, one of the first and the second blocks may have a volume fraction is in a range from
0.4 to 0.8 and the other block may have a volume fraction in a range from 0.2 to 0.6. In a case where the block copolymer
comprises the side chain, the block having the side chain may have the volume fraction from 0.4 to 0.8. For example,
if the first block comprises the side chain, the first block may have the volume fraction from 0.4 to 0.8 and the second
block may have the volume fraction in a range from 0.2 to 0.6. Further, as described below, if the first block comprises
an aromatic structure that does not have a halogen atom and the second block comprises an aromatic structure that
has the halogen atom, the first block may have the volume fraction from 0.4 to 0.8 and the second block may have the
volume fraction in a range from 0.2 to 0.6. The sum of the volume fractions of the first and the second blocks may be 1.
The block copolymer including each block in the above volume fractions may show an excellent self assembling property
and the phase separation property, and the vertical aligning property can be confirmed. The volume fraction of each
block of the block copolymer may be obtained by using the density of each block and a molecular weight obtained by
the Gel Permeation Chromatograph (GPC).
[0071] In the block copolymer, an absolute value of a difference between densities of the first and the second blocks
may be 0.25 g/cm3 or more, 0.3 g/cm3 or more, 0.35 g/cm3 or more, 0.4 g/cm3 or more or 0.45 g/cm3 or more. The
absolute value of the difference between the densities may be 0.9 g/cm3 or less, 0.8 g/cm3 or less, 0.7 g/cm3 or less,
0.65 g/cm3 or less or 0.6 g/cm3 or less. The structure in which the first and the second blocks, the absolute value of the
difference between the densities of which is within the above range, are linked via the covalent bond may realize an
effective microphase separation by a phase separation due to appropriate un-compatibilities.
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[0072] The density of each block in the block copolymer may be obtained through a known buoyancy method. For
example, it may be obtained by analyzing a mass of a block copolymer in solvent such as ethanol, of which a mass and
a density in the air are known.
[0073] In a case where the block copolymer comprises the above described side chain, the block comprising the chain
may have a lower density than the other block. For example, if the first block comprises the chain, the first block may
have a lower density than the second block. In this case, the density of the first block may be in a range from about 0.9
g/cm3 to about 1.5 g/cm3. In another embodiment, the density of the first block may be about 0.95 g/cm3 or more. The
density of the first block may be about 1.4 g/cm3 or less, about 1.3 g/cm3 or less, about 1.2 g/cm3 or less, about 1.1
g/cm3 or less or about 1.05 g/cm3 or less. Such a block copolymer including the above first block and showing the above
difference between the densities of blocks may show an excellent self assembling property. The surface energy and the
density are measured at the room temperature.
[0074] The block copolymer may have, for example, a number average molecular weight (Mn) in a range from ap-
proximately 3,000 to 300,000. The term "number average molecular weight" as used herein may refer to a converted
value with respect to the standard polystyrene measured by the GPC (Gel Permeation Chromatography). Unless defined
otherwise, the term "molecular weight" as used herein may refer to the number average molecular weight. The molecular
weight (Mn), in another embodiment, may be, for example, 3000 or more, 5000 or more, 7000 or more, 9000 or more,
11000 or more, 13000 or more or 15000 or more. The molecular weight (Mn), in another embodiment, may be, for
example, 250000 or less, 200000 or less, 180000 or less, 160000 or less, 140000 or less, 120000 or less, 100000 or
less, 90000 or less, 80000 or less, 70000 or less, 60000 or less, 50000 or less, 40000 or less, 30000 or less, or 25000
or less. The block copolymer may have the polydispersity (Mw/Mn) in a range from 1.01 to 1.60. In another embodiment,
the polydispersity may be about 1.1 or more, about 1.2 or more, about 1.3 or more, or about 1.4 or more.
[0075] In the above range, the block copolymer may exhibit an appropriate self assembling property. The number
average molecular weight and the like of the block copolymer may be controlled considering the objected self assembled
structure.
[0076] If the block copolymer at least includes the first and second blocks, a ratio of the first block, for example, the
block including the chain in the block copolymer may be in a range of 10 mole% to 90 mole%.
[0077] The present application relates to a polymer layer including the block copolymer. The polymer layer may be
used in various applications. For example, it can be used in a biosensor, a recording media such as a flash memory, a
magnetic storage media or the pattern forming method or an electric device or an electronic device, and the like.
[0078] In one embodiment, the block copolymer in the polymer layer may be forming a periodic structure including a
sphere, a cylinder, a gyroid, or a lamella by the self assembly. For example, in one segment of the first block or the
second block or other block linked to the above block via a covalent bond in the block copolymer, other segment may
be forming the regular structure such as lamella form, cylinder form and the like. And the above structure may be aligned
vertically.
[0079] The polymer layer may show the above in-plane phase diffraction pattern, i.e., the peak vertical to the X
coordinate in the GISAXS diffraction pattern of the GISAXS analysis. In further embodiment, two or more peaks may
be observed in the X coordinate of the GISAXS diffraction pattern. In a case where two or more peaks are observed,
the scattering vectors (the q values) may be confirmed with having constant ratios.
[0080] The present application relates also to a method for forming a polymer layer by using the block copolymer. The
method may include forming a polymer layer including the block copolymer on a substrate in a self-assembled state.
For example, the method may include forming a layer of the block copolymer or a coating solution in which the block
copolymer is diluted in suitable solvent on the substrate by a coating and the like, and if necessary, then aging or heat-
treating the layer.
[0081] The aging or the heat treatment may be performed based on, for example, a phase transition temperature or
glass transition temperature of the block copolymer, and for example, may be performed at a temperature higher than
the glass transition temperature or phase transition temperature. A time for the heat treatment is not particularly limited,
and the heat treatment may be performed for approximately 1 minute to 72 hours, but may be changed if necessary. In
addition, the temperature of the heat treatment of the polymer layer may be, for example, 100°C to 250°C, but may be
changed in consideration of the block copolymer used herein.
[0082] The formed layer may be aged in a non-polar solvent and/or a polar solvent at the room temperature for
approximately 1 minute to 72 hours.
[0083] The present application relates also to a pattern-forming method. The method may include selectively removing
the first or second block of the block copolymer from a laminate comprising a substrate and a polymer layer that is
formed on a surface of the substrate and that includes a self-assembled block copolymer. The method may be a method
for forming a pattern on the above substrate. For example, the method may include forming the polymer layer on the
substrate, selectively removing one block or two or more blocks of the block copolymer that is in the polymer layer; and
then etching the substrate. By the above method, for example, nano-scaled micropattern may be formed. Further,
according to shapes of the block copolymer in the polymer layer, various shapes of pattern such as nano-rod or nanohole
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can be formed by the above method. If necessary, in order to form a pattern, the block copolymer may be mixed with
another copolymer or homopolymer. A kind of the substrate applied to this method may be selected without particular
limitation, and, for example, silicon oxide and the like may be applied.
[0084] For example, according to the method, a nano-scale pattern of silicon oxide having a high aspect ratio may be
formed. For example, various types of patterns such as a nanorod or nanohole pattern may be formed by forming the
polymer layer on the silicon oxide, selectively removing any one block of the block copolymer in a state where the block
copolymer in the polymer layer is formed in a predetermined structure, and etching the silicon oxide in various methods,
for example, reactive ion etching. In addition, according to the above method, a nano pattern having a high aspect ratio
can be formed.
[0085] For example, the pattern may be formed to a scale of several tens of nanometers, and such a pattern may be
applied in various uses including a next-generation information electronic magnetic recording medium.
[0086] For example, a pattern in which nano structures, for example, nanowires, having a width of approximately 3 to
40 nm are disposed at an interval of approximately 6 to 80 nm may be formed by the above-described method. In another
embodiment, a structure in which nanoholes having a width, for example, a diameter of approximately 3 to 40 nm are
disposed at an interval of approximately 6 to 80 nm can be implemented.
[0087] In addition, in this structure, nanowires or nanoholes may be formed to have a high aspect ratio.
[0088] In this method, a method of selectively removing any one block of the block copolymer is not particularly limited,
and for example, a method of removing a relatively soft block by irradiating a suitable electromagnetic wave, for example,
ultra violet rays to a polymer layer may be used. In this case, conditions for ultra violet radiation may be determined
according to a type of the block of the block copolymer, and ultra violet rays having a wavelength of approximately 254
nm may be irradiated for 1 to 60 minutes.
[0089] In addition, followed by the ultra violet radiation, the polymer layer may be treated with an acid to further remove
a segment degraded by the ultra violet rays.
[0090] In addition, the etching of the substrate using the polymer layer from which a block is selectively removed may
be performed by reactive ion etching using CF4/Ar ions, and followed by the above process, and removing the polymer
layer from the substrate by oxygen plasma treatment may be further performed.

BRIEF DESCRIPTION OF FIGURES

[0091]

Figs. 1 to 6 show SEM images of polymer layers.
Fig. 7 to 11 show GISAXS diffraction pattern.
Fig. 13 to 14 show SEM images of polymer layers.

EFFECTS

[0092] The present application may provide the block copolymers that have excellent self assembling and phase
separation properties and therefore that can be effectively used in various applications. The present application may
also provide applications of the block copolymers.

ILLUSTRATIVE EMBODIMENTS

[0093] Hereinafter, the present application will be described in detail with reference to Examples and Comparative
Examples, but the scope of the present application is not limited to the following examples.

1. NMR ANALYSIS

[0094] The NMR analysis was performed at the room temperature by using a NMR spectrometer including a Varian
Unity Inova (500 MHz) spectrometer having a triple resonance 5 mm probe. A sample to be analyzed was used after
diluting it in solvent (CDCl3) for the NMR analysis to a concentration of approximately 10 mg/ml and a chemical shift (δ)
was expressed in ppm.

<Abbreviation>

[0095] br = wide signal, s = singlet, d = doublet, dd = double doublet, t = triplet, dt = double triplet, q = quadruplet, p
= quintuplet, m = multiplet
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2. GPC(Gel Permeation Chromatograph)

[0096] The number average molecular weight and the polydispersity were measured by the GPC (Gel Permeation
Chromatograph). In a 5 mL vial, a block copolymer or a macroinitiator to be measured of Example or Comparative
Example and then diluted to a concentration of about 1 mg/mL. Then, the standard sample for a calibration and a sample
to be analyzed were filtered by a syringe filter (pore size: 0.45 mm) and then analyzed. ChemStation from the Agilent
technologies, Co. was used as an analysis program. The number average molecular weight (Mn) and the weight average
molecular weight (Mw) were obtained by comparing an elution time of the sample with a calibration curve and then the
polydispersity (PDI) was obtained from their ratio (Mw/Mn). The measuring condition of the GPC was as below.

<GPC Measuring Condition>

[0097]

Device: a 1200 series from Agilent technologies, Co.
Column: two of PLgel mixed B from Polymer laboratories, Co. were used
Solvent: THF
Temperature of the column: 35°C
Concentration of Sample: 1 mg/mL, 200L injection
Standard Sample: Polystyrene (Mp: 3900000, 723000, 316500, 52200, 31400, 7200, 3940, 485)

3. GISAXS (Grazing Incidence Small Angle X ray Scattering)

[0098] The GISAXS analysis was performed in a 3C beam line of the Pohang Light Source. A coating solution was
prepared by dissolving a block copolymer to be evaluated in fluorobenzene so as for a solid content to be 0.7 weight%,
the coating solution was spin coated on a substrate so as to having a thickness of about 5 nm. The coating area was
controlled to be about 2.25 cm2 (coated area: width = 1.5 cm, length = 1.5 cm). The coated layer was dried for about 1
hour at the room temperature and then subjected to the thermal annealing at about 160°C for about 1 hour so as for the
phase separation structure to be realized. Therefore, the layer in which the phase separation structure was realized was
formed. The formed layer was irradiated with X ray so as for an incident angle to be from about 0.12 degrees to 0.23
degrees, which corresponded to an angle between a critical angle of the layer and a critical angle of the substrate, and
then the X ray diffraction pattern scattered from the layer was obtained by using a 2D marCCD. At this time, a distance
from the layer to the detector was selected so as for the self assembled pattern in the layer to be effectively observed
within a range from about 2 m to 3 m. As the substrate, a substrate (a silicone substrate that was treated with piranha
solution and that has a wetting angle of about 5 degrees with respect to purified water at the room temperature) having
the hydrophilic surface or a substrate (a silicone substrate that was treated with HMDS (hexamethyldisilazane) and that
has a wetting angle of about 60 degrees with respect to purified water at the room temperature) having the hydrophobic
surface was used.

4. XRD analysis

[0099] The XRD pattern was evaluated by measuring the scattering intensity according to the scattering vector (q) by
passing X ray through a sample in a 4C beam line of the Pohang Light Source. As the sample, powder obtained from
the block copolymer to which any specific pre-treatment was not performed by purifying it so as to remove impurities
therefrom was used after putting it in a cell for measurement of the XRD. During the XRD pattern analysis, as the X ray,
X ray, a vertical size of which is 0.023 mm and a horizontal size of which is 0.3 mm was used and, as the detector, the
measuring device (for example, 2D marCCD) was used. A 2D diffraction pattern scattered from the sample was obtained
as an image. Information such as the scattering vectors and the FWHMs was obtained by analyzing the obtained
diffraction pattern by the numerical analysis using the least square technique. The analysis was performed by the origin
program. A position at which the XRD diffraction pattern had the lowest intensity became the baseline and the lowest
intensity was converted to zero, and then the Gaussian fitting was performed with respect to the profile of peaks in the
XRD pattern, and then the scattering vector (q) and the FWHM were obtained from the result of the Gaussian fitting.
The R square of the Gaussian fitting was set to be 0.96 or more.

5. Surface energies measurement

[0100] The surface energy was measured by using the drop shape analyzer (DSA 100 product from KRUSS, Co.).
The surface energy was evaluated with respect to the polymer layer formed by spin-coating a coating solution, which
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was prepared by dissolving the material to be evaluated in fluorobenzene so as for a solid content to be 2 weight%, on
a silicone wafer so as for the coated layer to have a thickness of 50 nm (coated area: width = 2 cm, length = 2 cm) and
drying it for about 1 hour at the room temperature and then subjecting it to the thermal annealing at about 160°C for
about 1 hour. A process, in which deinonized water of which the surface tension is known was dropped on the layer
after the thermal annealing and then its contact angle was obtained, was repeated 5 times, and an average value of the
obtained 5 contact angles was calculated. Identically, a process, in which diiodomethane of which the surface tension
is known was dropped on the layer after the thermal annealing and then its contact angle was obtained, was repeated
5 times, and an average value of the obtained 5 contact angles was calculated. The surface energy was obtained by
the Owens-Wendt-Rabel-Kaelble method by using the obtained average values of the contact angles of the deionized
water and the diiodomethane and substituting a value (the Strom value) regarding the surface tension of solvent. The
surface energy of each block of the block copolymer was obtained as above with respect to a homopolymer prepared
only by monomers forming the block.

6. Volume fraction measurement

[0101] The volume fraction of each block of the block copolymer was calculated based on a molecular weight measured
by a GPC (Gel Permeation Chromatogrph) and the density at the room temperature. In the above, the density was
measured by the buoyancy method, specifically, was calculated by a mass of a sample to be measured in solvent
(ethanol), of which a mass and a density in the air are known.

Preparation Example 1. Synthesis of a Monomer (A)

[0102] A compound (DPM-C12) of the Formula A below was synthesized by the below method. To a 250 mL flask,
hydroquinone (10.0 g, 94.2 mmole) and 1-bromododecane (23.5 g, 94.2 mmole) were added and dissolved in 100 mL
acetonitrile, an excessive amount of potassium carbonate was added thereto and then the mixture was reacted at 75°C
for approximately 48 hours under nitrogen. After the reaction, remaining potassium carbonate and acetonitrile used for
the reaction were removed. The work up was performed by adding a mixed solvent of dichloromethane (DCM) and
water, and separated organic layers were collected and dehydrated through MgSO4. Subsequently, a white solid inter-
mediate was obtained with a yield of approximately 37 % using DCM through column chromatography.

< NMR analysis result of the intermediate>

[0103] 1H-NMR(CDCl3): δ6.77(dd, 4H); δ4.45(s, 1H); δ3.89(t, 2H); δ1.75(p, 2H); δ1.43(p, 2H); δ1.33-1.26(m, 16H);
δ0.88(t, 3H)
[0104] The synthesized intermediate (9.8 g, 35.2 mmole), methacrylic acid (6.0 g, 69.7 mmole), dicyclohexylcarbod-
iimide (DCC; 10.8 g, 52.3 mmole) and p-dimethylaminopyridine (DMPA; 1.7 g, 13.9 mmol) were put into a flask, 120 ml
of methylenechloride was added, and a reaction was performed at the room temperature for 24 hours under nitrogen.
After the reaction was completed, a urea salt produced in the reaction was removed through a filter, and remaining
methylenechloride was also removed. Impurities were removed using hexane and DCM (dichloromethane) as mobile
phases though column chromatography, and the obtained product was recrystallized in a mixed solvent of methanol
and water (mixed in 1:1 weight ratio), thereby obtaining a white solid product (DPM-C12)(7.7 g, 22.2 mmol) with a yield
of 63 %.

<NMR analysis result>

[0105] 1H-NMR(CDCl3): δ7.02(dd, 2H); δ6.89(dd, 2H); δ6.32(dt, 1H); δ5.73(dt, 1H); δ3.94(t, 2H); δ2.05(dd, 3H); δ1.76(p,
2H); δ1.43(p, 2H); 1.34-1.27(m, 16H); δ0.88(t, 3H)



EP 3 078 692 A1

14

5

10

15

20

25

30

35

40

45

50

55

[0106] In the above, the R is a linear alkyl having 12 carbon atoms.

Preparation Example 2. Synthesis of a Monomer (G)

[0107] A compound of the Formula G below was synthesized according to the method of Preparation Example 1,
except that 1-bromobutane was used instead of the 1-bromododecane. The NMR analysis result with respect to the
above compound is as below.

<NMR analysis result with respect to DPM-C4>

[0108] 1H-NMR(CDCl3): δ7.02(dd, 2H); δ6.89(dd, 2H); δ6.33(dt, 1H); δ5.73(dt, 1H); δ3.95(t, 2H); δ2.06(dd, 3H); δ1.76(p,
2H); δ1.49(p, 2H); δ0.98(t, 3H)

[0109] In the above, the R is a linear alkyl having 4 carbon atoms.

Preparative Example 3. Synthesis of a Monoer (B)

[0110] A compound of the Formula B below was synthesized according to the method of Preparation Example 1,
except that 1-bromooctane was used instead of the 1-bromododecane. The NMR analysis result with respect to the
above compound is as below.

<NMR analysis result with respect to DPM-C8>

[0111] 1H-NMR(CDCl3): δ7.02(dd, 2H); δ6.89(dd, 2H); δ6.32(dt, 1H); δ5.73(dt, 1H); δ3.94(t, 2H); δ2.05(dd, 3H); δ1.76(p,
2H); δ1.45(p, 2H); 1.33-1.29(m, 8H); δ0.89(t, 3H)

[0112] In the above, the R is a linear alkyl having 8 carbon atoms.

Preparation Example 4. Synthesis of a Monomer (C)

[0113] A compound (DPM-C10) of the Formula C below was synthesized according to the method of Preparation
Example 1, except that 1-bromodecane was used instead of the 1-bromododecane. The NMR analysis result with respect
to the above compound is as below.

<NMR analysis result with respect to DPM-C10>

[0114] 1H-NMR(CDCl3): δ7.02(dd, 2H); δ6.89(dd, 2H); δ6.33(dt, 1H); δ5.72(dt, 1H); δ3.94(t, 2H); δ2.06(dd, 3H); δ1.77(p,
2H); δ1.45(p, 2H); 1.34-1.28(m, 12H); δ0.89(t, 3H)
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[0115] In the above, the R is a linear alkyl having 10 carbon atoms.

Preparation Example 5. Synthesis of a Monomer (D)

[0116] A compound of the Formula D below was synthesized according to the method of Preparation Example 1,
except that 1-bromotetradecane was used instead of the 1-bromododecane. The NMR analysis result with respect to
the above compound is as below.

<NMR analysis result with respect to DPM-C14>

[0117] 1H-NMR(CDCl3): δ7.02(dd, 2H); δ6.89(dd, 2H); δ6.33(dt, 1H); δ5.73(dt, 1H); δ3.94(t, 2H); δ2.05(dd, 3H); δ1.77(p,
2H); δ1.45(p, 2H); 1.36-1.27(m, 20H); δ0.88(t, 3H.)

[0118] In the above, the R is a linear alkyl having 14 carbon atoms.

Preparation Example 6. Synthesis of a Monomer (E)

[0119] A compound of the Formula E below was synthesized according to the method of Preparation Example 1,
except that 1-bromohexadecane was used instead of the 1-bromododecane. The NMR analysis result with respect to
the above compound is as below.

<NMR analysis result with respect to DPM-C16>

[0120] 1H-NMR(CDCl3): δ7.01(dd, 2H); δ6.88(dd, 2H); δ6.32(dt, 1H); δ5.73(dt, 1H); δ3.94(t, 2H); δ2.05(dd, 3H); δ1.77(p,
2H); δ1.45(p, 2H); 1.36-1.26(m, 24H); δ0.89(t, 3H)

[0121] In the above, the R is a linear alkyl having 16 carbon atoms.
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Example 1

[0122] 2.0 g of the compound (DPM-C12) of Preparation Example 1, 64 mg of RAFT (Reversible Addition-Fragmen-
tation chain transfer) reagent (cyanoisopropyl dithiobenzoate), 23 mg of AIBN (azobisisobutyronitrile) and 5.34 mL of
benzene were added to a 10 mL flask and then were stirred at the room temperature for 30 minutes and then the RAFT
(reversible addition fragmentation chain transfer) polymerization was performed at 70°C for 4 hours. After the polymer-
ization, the reacted solution was precipitated in 250 mL of methanol that was an extraction solvent, was vacuum filtered
and dried so as to obtain pink macroinitiator. The yield of the macroinitiator was about 86%, and its number average
molecular weight (Mn) and polydispersity (Mw/Mn) were 9,000 and 1.16, respectively.
[0123] 0.3 g of the macroinitiator, 2.7174 g of pentafluorostyrene and 1.306 mL of benzene were added to a 10 mL
Schlenk flask and then were stirred at the room temperature for 30 minutes and then the RAFT (reversible addition
fragmentation chain transfer) polymerization was performed at 115°C for 4 hours. After the polymerization, the reacted
solution was precipitated in 250 mL of methanol that was an extraction solvent, was vacuum filtered and dried so as to
obtain light pink block copolymer. The yield of the block copolymer was about 18%, and its number average molecular
weight (Mn) and polydispersity (Mw/Mn) were 16,300 and 1.13, respectively. The block copolymer includes the first
block derived from the monomer (A) of Preparation Example 1 and the second block derived from the pentafluorostyrene.

Example 2

[0124] A block copolymer was prepared by the same method as in Example 1 except that a macroinitiator prepared
by using the monomer (B) of Preparation Example 3 instead of the monomer (A) of Preparation Example 1 and pen-
tafluorostyrene were used. The block copolymer includes the first block derived from the monomer (B) of Preparation
Example 3 and the second block derived from the pentafluorostyrene.

Example 3

[0125] A block copolymer was prepared by the same method as in Example 1 except that a macroinitiator prepared
by using the monomer (C) of Preparation Example 4 instead of the monomer (A) of Preparation Example 1 and pen-
tafluorostyrene were used. The block copolymer includes the first block derived from the monomer (C) of Preparation
Example 4 and the second block derived from the pentafluorostyrene.

Example 4

[0126] A block copolymer was prepared by the same method as in Example 1 except that a macroinitiator prepared
by using the monomer (D) of Preparation Example 5 instead of the monomer (A) of Preparation Example 1 and pen-
tafluorostyrene were used. The block copolymer includes the first block derived from the monomer (D) of Preparation
Example 5 and the second block derived from the pentafluorostyrene.

Example 5

[0127] A block copolymer was prepared by the same method as in Example 1 except that a macroinitiator prepared
by using the monomer (E) of Preparation Example 6 instead of the monomer (A) of Preparation Example 1 and pen-
tafluorostyrene were used. The block copolymer includes the first block derived from the monomer (E) of Preparation
Example 6 and the second block derived from the pentafluorostyrene.

Comparative Example 1

[0128] A block copolymer was prepared by the same method as in Example 1 except that a macroinitiator prepared
by using the monomer (G) of Preparation Example 2 instead of the monomer (A) of Preparation Example 1 and pen-
tafluorostyrene were used. The block copolymer includes the first block derived from the monomer (G) of Preparation
Example 2 and the second block derived from the pentafluorostyrene.

Comparative Example 2

[0129] A block copolymer was prepared by the same method as in Example 1 except that a macroinitiator prepared
by using 4-methoxyphenyl methacrylate instead of the monomer (A) of Preparation Example 1 and pentafluorostyrene
were used. The block copolymer includes the first block derived from the 4-methoxyphenyl methacrylate and the second
block derived from the pentafluorostyrene.
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Comparative Example 3

[0130] A block copolymer was prepared by the same method as in Example 1 except that a macroinitiator prepared
by using dodecyl methacrylate instead of the monomer (A) of Preparation Example 1 and pentafluorostyrene were used.
The block copolymer includes the first block derived from the dodecyl methacrylate and the second block derived from
the pentafluorostyrene.
[0131] The GPC results regarding the macroinitiator and the block copolymer of the Examples are stated in Table 1.

Test Example 1. Surface energies measurement

[0132] The surface energies evaluated with respect to each copolymer as prepared above are illustrated in the Table
2 below.

Test Example 2. Self assembling property measurement

[0133] The self assembled polymer layer was obtained by spin coating a coating solution prepared by dissolving the
block copolymer of Examples or Comparative Examples in fluorobenzene to a solid content of about 0.7 weight% on a
silicone wafer so as for a coated thickness to be 5 nm (a coated area: a width3a length = 1.5cm31.5cm), and drying it
for 1 hour at the room temperature and then subjecting it to a thermal annealing for 1 hour at about 160°C. Then, a SEM
(scanning electron microscope) image of the formed polymer layer was obtained. Figs. 1 to 5 are results of Examples
1 to 5, respectively. As confirmed from Figures, in a case of the block copolymers of Examples, self assembled polymer
layer having line patterns are effectively formed. However, an appropriate phase separation was not realized in Com-
parative Example. For example, Fig. 6 is the SEM result of Comparative Example 3, and it is confirmed that effective
phase separation was not realized.

Test Example 3.

[0134] Further, block copolymers having different volume fractions were prepared according to the same method as
in Example 1, except that the molar ratios of the monomers and the macroinitiators were controlled.

Table 1

Examples Com. Examples

1 2 3 4 5 1 2 3

MI Mn 9000 9300 8500 8700 9400 9000 7800 8000

PDI 1.16 1.15 1.17 1.16 1.13 1.16 1.17 1.19

BCP Mn 16300 19900 17100 17400 18900 18800 18700 16700

PDI 1.13 1.20 1.19 1.17 1.17 1.22 1.25 1.18

MI: the macroinitiator
BCP: the block copolymer
Mn: the number average molecular weight

PDI: the polydispersity

Table 2

Examples Com. Examples

1 2 3 4 5 1 2 3

The first blcok SE 30.83 31.46 27.38 26.924 27.79 37.37 48.95 19.1

The second block SE 24.4 24.4 24.4 24.4 24.4 24.4 24.4 24.4

Diff. of SE 6.43 7.06 2.98 2.524 3.39 12.98 24.55 5.3

SE: the surface energy (unit: mN/m)

Diff. of SE: the absolute value of the difference between surface energies of the first block and the second block
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[0135] The volume fractions are as below.

[0136] The volume fraction of each block of the block copolymer was calculated based on a molecular weight measured
by a GPC (Gel Permeation Chromatogrph) and the density at the room temperature. In the above, the density was
measured by the buoyancy method, specifically, was calculated by a mass in solvent (ethanol), of which a mass and a
density in the air are known, and the GPC was performed according to the above described method.
[0137] The polymer layer was obtained by spin coating a coating solution prepared by dissolving the block copolymer
of each sample in fluorobenzene to a solid content of about 0.7 weight% on a silicone wafer so as for a coated thickness
to be 5 nm (a coated area: a width = 1.5 cm, a length = 1.5cm), and drying it for 1 hour at the room temperature and
then subjecting it to a thermal annealing for 1 hour at about 160°C. Then, the GISAXS was performed and the results
are illustrated in Figures. Figs. 7 to 9 are the results of the samples 1 to 3, respectively. From the figures, it can be
confirmed that the in-plane phase diffraction pattern is observed with respect to the samples 1 to 3.

Test Example 3. GISAXS diffraction pattern confirmation

[0138] Fig. 10 shows the result of the GISAXS (Grazing Incident Small Angle X ray Scattering) analysis of the block
copolymer of Example 1 performed with respect to the hydrophilic surface of which a contact angle at the room temperature
with respect to the purified water was about 5 degrees, and Fig. 11 shows the result of the GISAXS (Grazing Incident
Small Angle X ray Scattering) analysis of the block copolymer of Example 1 performed with respect to the hydrophobic
surface of which a contact angle at the room temperature with respect to the purified water was about 60 degrees. From
Figs. 10 and 11, it can be confirmed that the in-plane phase diffraction patterns are observed in any case. From the
above, it can be confirmed that the block copolymer can show the vertical aligning properties with respect to various
substrates.
[0139] Further, by using the block copolymer of Example 1, polymer layers were formed by the same method as
described above. The polymer layers were formed on a silicone substrate that was treated with the piranha solution that
had a contact angle of 5 degrees of the purified water at the room temperature, a silicone oxide substrate that had a
contact angle of 45 degrees of the purified water at the room temperature and a HMDS (hexamethyldisilazane) treated
silicone substrate that had a contact angle of 60 degrees of the purified water at the room temperature, respectively.
Figs. 13 to 15 are the SEM images regarding the polymer layers on the surface having the contact angles of 5 degrees,
45 degrees and 60 degrees, respectively. From the Figures, it can be confirmed that the block copolymer forms the
phase separation structure irrespective of surface properties of substrates.

Test Example 4. XRD analysis

[0140] The result of the XRD analysis performed regarding the block copolymer according to the above method is
stated in Table 3 below (In a case of the Comparative Example 3, no peak was observed in a range of the scattering
vectors from 0.5 nm-1 to 10 nm-1).

Table 3

Volume fraction of the first block Volume fraction of the second block

Sample 1 0.7 0.3

Sample 2 0.59 0.41

Sample 3 0.48 0.52

Table 3

Exs. Com. Exs.

1 2 3 4 5 1 2 3

Chain-forming atoms 12 8 10 14 16 4 1 12

n/D 3.75 3.08 3.45 4.24 4.44 2.82 1.98 -

the q value (unit: 
nm-1)

1.96 2.41 2.15 1.83 1.72 4.42 3.18 -

FWHM (unit: nm-1) 0.57 0.72 0.63 0.45 0.53 0.97 1.06 -
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Test Example 5. Properties measurement of block copolymers

[0141] The results of evaluations regarding each block copolymer measured as above method are stated in the below
Table.

Claims

1. A block copolymer, comprising a first block and a second block different from the first block, wherein an absolute
value of a difference between surface energies of the first block and the second block is from 2.5 mN/m to 7 mN/m.

2. The block copolymer according to claim 1, wherein the first block has a higher surface energy than the second block.

3. The block copolymer according to claim 1, wherein the surface energy of the first block is from 20 mN/m to 35 mN/m.

4. The block copolymer according to claim 1, wherein an absolute value of a difference between densities of the first
block and the second block is 0.3 g/cm3 or more.

5. The block copolymer according to claim 1, wherein the first block or the second block comprises an aromatic structure.

6. The block copolymer according to claim 5, wherein a linear chain having 8 or more chain-forming atoms is linked
to the aromatic structure.

7. The block copolymer according to claim 6, wherein the linear chain is linked to the aromatic structure via an oxygen
atom or a nitrogen atom.

8. The block copolymer according to claim 5, wherein the aromatic structure comprises at least one halogen atom.

9. The block copolymer according to claim 8, wherein the halogen atom is a fluorine atom.

10. The block copolymer according to claim 1, wherein the first block comprises an aromatic structure that does not

(continued)

Exs. Com. Exs.

1 2 3 4 5 1 2 3

The q value: the scattering vector
The chain-forming atoms: the number of the chain-forming atoms in the first block n/D: the value calculated by the 
formula (nq/(23π)) (n: the number of the chain-forming atoms, q is the scattering vector which is within a range from 
0.5 nm-1 to 10 nm-1 at which and at which a peak having the largest area is observed within the above range of the 
scattering vectors)

Table 4

Exs. Com. Exs.

1 2 3 4 5 1 2 3

First Block De 1 1.04 1.02 0.99 1.00 1.11 1.19 0.93

VF 0.66 0.57 0.60 0.61 0.61 0.73 0.69 0.76

Second Block De 1.57 1.57 1.57 1.57 1.57 1.57 1.57 1.57

VF 0.34 0.43 0.40 0.39 0.39 0.27 0.31 0.24

Difference of De 0.57 0.53 0.55 0.58 0.57 0.46 0.38 0.64

De: density (unit: g/cm3)
VF: volume fraction

Difference of De: the absolute value of the difference between the densities of the first and the second block



EP 3 078 692 A1

20

5

10

15

20

25

30

35

40

45

50

55

comprise a halogen atom and wherein the second block comprises an aromatic structure comprising the halogen
atom.

11. The block copolymer according to claim 1, wherein a linear chain having 8 or more chain-forming atoms is linked
to the aromatic structure of the first block.

12. The block copolymer according to claim 9, wherein the linear chain is linked to the aromatic structure via an oxygen
atom or a nitrogen atom.

13. The block copolymer according to claim 1, wherein the first block is represented by Formula 1 below:

wherein the R is hydrogen or an alkyl group having 1 to 4 carbon atom(s), the X is a single bond, an oxygen atom,
a sulfur atom, -S(=O)2-, a carbonyl group, an alkylene group, an alkenylene group, an alkynylene group, -C(=O)-X1-
or -X1-C(=O)-, where the X1 is an oxygen atom, a sulfur atom, -S(=O)2-, an alkylene group, an alkenylene group or
an alkynylene group and the Y is a monovalent substituent comprising a cyclic structure to which a chain having 8
or more chain-forming atoms is linked.

14. The block copolymer according to claim 1, wherein the second block is represented by Formula 3 below:

wherein the X2 is a single bond, an oxygen atom, a sulfur atom, -S(=O)2-, an alkylene group, an alkenylene group,
an alkynylene group, -C(=O)-X1- or -X1-C(=O)-, where the X1 is a single bond, an oxygen atom, a sulfur atom,
-S(=O)2-, an alkylene group, an alkenylene group or an alkynylene group, and the W is an aryl group comprising at
least one halogen atom.

15. The block copolymer according to claim 1, of which a number average molecular weight is from 3,000 to 300,000.

16. The block copolymer according to claim 1, of which a polydispersity (Mw/Mn) is from 1.01 to 1.60.

17. A polymer layer comprising a self assembled product of the block copolymer of claim 1.

18. The polymer layer according to claim 17, exhibiting an in-plane phase diffraction pattern in a grazing incidence small
angle X ray scattering.
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19. A method for forming a polymer layer, comprising forming the polymer layer comprising a self assembled product
of the block copolymer of claim 1.

20. A pattern-forming method comprising selectively removing the first block or the second block of the block copolymer
from a laminate comprising a substrate and a polymer layer that is formed on the substrate and that comprises a
self-assembled product of the block copolymer of claim 1.
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