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Description

TECHNICAL FIELD

[0001] The present invention relates to organobismuth compounds and a process for preparing the same. More
particularly, the invention relates to living radical polymerization initiators of the organobismuth type, a process for
preparing living radical polymers using the initiator and living radical polymers. The present invention also relates to a
process for preparing a random copolymer and the random copolymer, a process for preparing a block copolymer and
the block copolymer, and these macro living radical polymerization initiators and polymers.
[0002] Further, the polymer of the present invention is suitable for use as a resist material and the like usable for
preparing a semiconductor device.

BACKGROUND ART

[0003] Living radical polymerization is a polymerization process which is adapted for precision control of molecular
structures while ensuring convenience and universal usefulness of radical polymerization, and is powerful means for
preparing novel high polymer materials. The present inventors have reported, as an example, a living radical polymer-
ization using an organotellurium compound as an initiator (for example, patent literature 1).
[patent literature 1] WO 2004/14848
[0004] The process of patent literature 1 makes it possible to control molecular weights and molecular weight distri-
butions, but utilizes an organotellurium initiator and has no disclosure about organobismuth compounds of the present
invention. Further, organobismuth compounds are excellent in safety than organotellurium compounds.
[0005] An object of the present invention is to provide a process for preparing living radical polymers and the polymers,
which makes possible precision control of molecular weights and molecular weight distributions (PD = Mw/Mn), by
polymerizing a vinyl monomer using an organobismuth compound.
[0006] An object of the present invention is to provide a process for preparing living radical polymers and the polymers,
which makes possible precision control of molecular weights and molecular weight distributions (PD = Mw/Mn) under
mild conditions, in short period of time and in high yield for preparing the compound, a process for producing a polymer
with use of the compound, and the polymer.

DISCLOSURE OF THE INVENTION

[0007]

1. An organobismuth compound represented by the formula (1)

wherein R1 and R2 are C1-C8 alkyl, aryl, substituted aryl or an aromatic heterocyclic group, R3 and R4 are each a
hydrogen atom or C1-C8 alkyl, and R5 is aryl, substituted aryl, an aromatic heterocyclic group, acyl, amido, oxycar-
bonyl or cyano, provided that R3 and R4 are not hydrogen atom simultaneously.

2. A process for preparing an organobismuth compound of the formula (1) comprising reacting a compound of the
formula (3), and a compound of the formula (4) or (5)
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(wherein R1 and R2 are as defined above, and Z is a halogen atom or alkali metal)

(wherein R3, R4 and R5 are as defined above, and X is a halogen atom)

(wherein R3, R4 and R5 are as defined above) .

3. The use of an organobismuth compound of the formula(2)

wherein R1 and R2 are C1-C8 alkyl, aryl, substituted aryl or an aromatic heterocyclic group, R3 and R4 are each a
hydrogen atom or C1-C8 alkyl, and R5 is aryl, substituted aryl, an aromatic heterocyclic group, acyl, amido, oxycar-
bonyl or cyano, as a living radical polymerization initiator.

4. A process for producing a living radical polymer wherein a vinyl monomer is polymerized with use of an organo-
bismuth compound of formular (2).

5. A process for producing a living radical polymer wherein a vinyl monomer is polymerized with use of an organo-
bismuth compound of formula (2) and an azo type polymerization initiator.

6. The use of an organic compound of the formula (2)which is obtainable by subjecting a vinyl monomer to polym-
erization with use of an organobismuth compound of claim 1, as a living radical polymer.
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7. The use of an organobismuth compound of the formula (2), which is obtainable by subjecting a vinyl monomer
to polymerization with use of the organic compound of claim 1 and an azo type polymerization initiator, as a living
radical polymer.

8. A mixture of the organobismuth compound of claim 1 and an azo type polymerization initiator.

9. A process for producing a random copolymer wherein at least two vinyl monomers are polymerized with use of
the organobismuth compound of claim 1.

10. A process for producing a random copolymer wherein at least two vinyl monomers are polymerized with use of
the organobismuth compound of claim 1 and an azo type polymerization inititator.

11. A random copolymer which is obtainable by subjecting at least two vinyl monomers to polymerization with use
of the organobismuth compound of claim 1.

12. A random copolymer which is obtainable by subjecting at least two vinyl monomers to polymerization with use
of the organobismuth compound of claim 1 and an azo type polymerization inititator.

13. The use of a product which is obtainable by subjecting a vinyl monomer to polymerization with use of the
organobismuth compound of claim 1, as a macro living radical polymerization initiator.

14. The use of a product which is obtainable by subjecting a vinyl monomer to polymerization with use of the
organobismuth compound of claim 1 and an azo type polymerization initiator, as a macro living radical polymerization
initiator.

15. A process for producing a block copolymer wherein a vinyl monomer is polymerized with use of the product of
claim 13.

16. A process for producing a block copolymer wherein a vinyl monomer is polymerized with use of the product of
claim 14.

17. A block copolymer which is obtainable by subjecting a vinyl monomer to polymerization with use of the product
of claim 13.

18. A block copolymer which is obtainable by subjecting a vinyl monomer to polymerization with use of the product
of claim 14.

19. A process for producing a living radical polymer wherein a vinyl monomer is polymerized with use of the orga-
nobismuth compound of claim 1, and at least one compound selected from ditelluride compound, distibine compound
and dibismuthine compound.

20. A process for producing a living radical polymer wherein a vinyl monomer is polymerized with use of a mixture
of the organobismuth compound of claim 1, an azo type polymerization initiator, and at least one compound selected
from ditelluride compound, distibine compound and dibismuthine compound.

21. The use of a product which is obtainable by subjecting a vinyl monomer to polymerization with use of a mixture
of the organobismuth compound of claim 1, and at least one compound selected from ditelluride compound, distibine
compound and dibismuthine compound, as a living radical polymer.

22. The use of a product which is obtainable by subjecting a vinyl monomer to polymerization with use of a mixture
of the organobismuth compound of claim 1, an azo type polymerization initiator, and at least one compound selected
from ditelluride compound, distibine compound and dibismuthine compound, as a living radical polymer.

23. A mixture of the organobismuth compound of claim 1, an azo type polymerization initiator, and at least one
compound selected from ditelluride compound, distibine compound and dibismuthine compound.

24. A mixture of the organobismuth compound of claim 1, an azo type polymerization initiator, and at least one
compound selected from ditelluride compound, distibine compound and dibismuthine compound.
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25. A process for producing a random copolymer wherein at least two vinyl monomers are polymerized with use of
a mixture of the organobismuth compound of claim 1, and at least one compound selected from ditelluride compound,
distibine compound and dibismuthine compound.

26. A process for producing a random copolymer wherein at least two vinyl monomers are polymerized with use of
the organobismuth compound of claim 1, an azo type polymerization initiator, and at least one compound selected
from ditelluride compound, distibine compound and dibismuthine compound.

27. A random copolymer which is obtainable by subjecting at least two vinyl monomers to polymerization with use
of a mixture of the organobismuth compound of claim 1, and at least one compound selected from ditelluride
compound, distibine compound and dibismuthine compound.

28. A random copolymer which is obtainable by subjecting at least two vinyl monomers to polymerization with use
of a mixture of the organobismuth compound of claim 1, an azo type polymerization initiator, and at least one
compound selected from ditelluride compound, distibine compound and dibismuthine compound.

29. The use of a product which is obtainable by subjecting a vinyl monomer to polymerization with use of a mixture
of the organobismuth compound of claim 1, and at least one confound selected from ditelluride confound, distibine
compound and dibismuthine compound, as a macro living radical polymerization initiator.

30. The use of a product which is obtainable by subjecting a vinyl monomer to polymerization with use of a mixture
of the organobismuth compound of claim 1, an azo type polymerization initiator, and at least one compound selected
from ditelluride compound, distibine compound and dibismuthine compound, as a macro living radical polymerization
initiator.

31. A process for producing a block copolymer wherein a vinyl monomer is polymerized with use of the product of
claim 29.

32. A process for producing a block copolymer wherein a vinyl monomer is polymerized with use of the product of
claim 30.

33. A block copolymer which is obtainable by subjecting a vinyl monomer to polymerization with use of the product
of claim 29.

34. A block copolymer which is obtainable by subjecting a vinyl monomer to polymerization with use of the product
of claim 30.

35. A process for producing a resin containing an acid-dissociable group wherein a vinyl monomer is polymerized
with use of one of the following (a) to (d),

(a) the organobismuth compound of claim 1,

(b) a mixture of the organobismuth compound of claim 1, and an azo type polymerization initiator,

(c) a mixture of the organobismuth compound of claim 1, and at least one compound selected from ditelluride
compound, distibine compound and dibismuthine compound, and

(d) a mixture of the organobismuth compound of claim 1, an azo type polymerization initiator, and at least one
compound selected from ditelluride compound, distibine compound and dibismuthine compound.

36. A resin containing an acid-dissociable group which is obtainable by the process of claim 35.

37. A radiation-sensitive resin composition comprising a resin containing an acid-dissociable group, and a radiation-
sensitive acid producing agent, the resin containing an acid-dissociable group being a resin obtained by subjecting
a vinyl monomer to polymerization with use of one of the following (a) to (d),

(a) the organobismuth compound of claim 1,
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(b) a mixture of the organobismuth compound of claim 1, and an azo type polymerization initiator,

(c) a mixture of the organobismuth compound of claim 1, and at least one compound selected from ditelluride
compound, distibine compound and dibismuthine compound, and

(d) a mixture of the organobismuth compound of claim 1, an azo type polymerization initiator, and at least one
compound selected from ditelluride compound, distibine compound and dibismuthine compound.

[0008] Examples of C1-C8 alkyl groups usable are straight-chain, branched chain or cyclic alkyl groups having 1 to 8
carbon atoms, such as methyl, ethyl, n-propyl, isopropyl, cyclopropyl, n-butyl, sec-butyl, tert-butyl, cyclobutyl, n-pentyl,
n-hexyl, n-heptyl and n-octyl. Preferable alkyl groups are straight-chain or branched chain alkyl groups having 1 to 4
carbon atoms. Methyl, ethyl or n-butyl is more preferable.
[0009] Examples of aryl groups are phenyl and naphthyl.
[0010] Preferable is phenyl. Examples of substituted aryl groups are phenyl having a substituent and naphthyl having
a substituent.
[0011] Examples of substituents of aryl groups having a substituent are a halogen atom, hydroxyl, alkoxyl, amino,
nitro, cyano, carbonyl-containing groups represented by -COR (R = C1-C8 alkyl, aryl, C1-C8 alkoxyl or aryloxy), sulfonyl,
trifluoromethyl, etc. Preferable aryl group having a substituent is trifluoromethyl-substituted phenyl. Preferably such
substituted groups have one or two substituents at the para-position or ortho-position. Examples of aromatic heterocyclic
groups are pyridyl, pyrrol, furyl and thienyl.
[0012] Examples of groups represented by R3 and R4 are as follows.
[0013] Examples of C1-C8 alkyl groups usable are the same as the alkyl groups represented by R1 and given above
with the provisio, that an organobismuth compound represented by the formula (1)

[0014] Wherein R1 and R2 are C1- C8 alkyl, aryl, substituted aryl or an aromatic heterocyclic group, R3 and R4 are
each hydrogen atom or C1 - C8 alkyl, and R5 is aryl, substituted aryl, an aromatic heterocyclic group, acyl, amido,
oxycaronyl or cyano, provided that R3 and R4 are not hydrogen atom simultaneously.
[0015] Examples of groups represented by R5 are as follows.
[0016] Examples of aryl, substituted aryl, aromatic heterocyclic groups usable are the same as those groups repre-
sented by R1 and given above.
[0017] Examples of acyl groups are formyl, acetyl and benzoyl. Examples of amido groups are acetamido, malonamido,
succinamido, maleamido, benzamido, 2-furamido and like carbonamido, thioacetamido, hexanedithioamido, thiobenza-
mido methanethiosulfonamido and like thioamido, selenoacetamido, hexanediselenoamido, selenobenzamido metha-
neselenosulfonamido and like selenoamido, N-methylacetamido, benzanilido, cyclohexanecarboxyanilido, 2,4’-dichlo-
roacetanilido and like N-substituted amido.
[0018] Examples of preferred oxycarbonyl groups are those represented by -COOR (R = H, C1-C8 alkyl or aryl) such
as carboxyl, methoxycarbonyl, ethoxycarbonyl, propoxycarbonyl, n-butoxycarbonyl, sec-butoxycarbonyl, tert-butoxycar-
bonyl, n-pentoxycarbonyl and phenoxycabonyl. Methoxycarbonyl and ethoxycarbonyl are more preferable oxycarbonyl
groups.
[0019] Examples of preferred groups represented by R5 are aryl, substituted aryl, oxycarbonyl and cyano. The aryl
group is preferably phenyl. Examples of preferred substituted aryl groups are phenyl substituted with a halogen atom
and phenyl substituted with trifluoromethyl. When the substituent is a halogen, the phenyl is substituted with preferably
one to five halogen atoms. In the case of alkoxyl or trifluoromethyl, preferably one or two substituents are present. When
having one substituent, the group is substituted preferably at the para- or ortho-position. When the group has two
substituents, the meta-positions are preferred. Examples of preferred oxycarbonyl groups are methoxycarbonyl and
ethoxycarbonyl.
[0020] Examples of preferred organobismuth compounds represented by the formula (1) are compounds wherein R1

and R2 are C1-C4 alkyl, R3 and R4 are each a hydrogen atom or C1-C4 alkyl, and R5 is aryl, substituted aryl or oxycarbonyl.
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Especially preferable organobismuth compounds are those wherein R1 and R2 are C1-C4 alkyl, R3 and R4 are each a
hydrogen atom or C1-C4 alkyl, and R5 is phenyl, substituted phenyl, methoxycarbonyl or ethoxycarbonyl.
[0021] Examples of organobismuth compounds represented by the formula (1) are as follows.
[0022] (dimethylbismuthanyl-methyl)naphthalene, 1-chloro-4-(dimethylbismuthanyl-methyl)benzene, 1-hydroxy-
4-(dimethylbismuthanyl-methyl)benzene, 1-methoxy-4-(dimethylbismuthanyl-methyl)benzene, 1-amino-4-(dimethylbis-
muthanyl-methyl)benzene, 1-nitro-4-(dimethylbismuthanyl-methyl)benzene, 1-cyano-4-(dimethylbismuthanyl-methyl)
benzene, 1-methylcarbonyl-4-(dimethylbismuthanyl-methyl)benzene, 1-phenylcarbonyl-4-(dimethylbismuthanyl-me-
thyl)benzene, 1-methoxycarbonyl-4-(dimethylbismuthanyl-methyl)benzene, 1-phenoxycarbonyl-4-, (dimethylbismutha-
nyl-methyl)benzene, 1-sulfonyl-4-(dimethylbismuthanyl-methyl)benzene, 1-trifluoromethyl-4-(dimethylbismuthanyl-me-
thyl)benzene, 3,5-bis-trifluoromethyl-1-(dimethylbismuthanyl-methyl)-benzene, 1,2,3,4,5-pentafluoro-6-(dimethylbis-
muthanyl-methyl)benzene, 2-(dimethylbismuthanyl-methyl)pyridine, 1-(dimethylbismuthanyl-methyl)-1H-pyrrole,
2-(dimethylbismuthanyl-methyl)furan, 2-(dimethylbismuthanyl-methyl)thiophene, (dimethylbismuthanyl)acetaldehyde,
1-(dimethylbismuthanyl)propane-2-one, 2-(dimethylbismuthanyl)-1-phenyl-ethanone, (dimethylbismuthanyl)acetate,
methyl dimethylbismuthanyl-acetate, ethyl dimethylbismuthanyl-acetate, n-propyl dimethylbismuthanyl-acetate, n-butyl
dimethylbismuthanyl-acetate, phenyl dimethylbismuthanyl-acetate, (dimethylbismuthanyl)acetonitrile, (1-dimethylbis-
muthanyl-ethyl)benzene, (1-dimethylbismuthanyl-ethyl) naphthalene, 1-chloro-4-(1-dimethylbismuthanyl-ethyl)ben-
zene, 1-hydroxy-4-(1-dimethylbismuthanyl-ethyl)benzene, 1-methoxy-4-(1-dimethylbismuthanyl-ethyl)benzene, 1-ami-
no-4-(1-dimethylbismuthanyl-ethyl)benzene, 1-nitro-4-(1-dimethylbismuthanyl-ethyl)benzene, 1-cyano-4-(1-dimethyl-
bismuthanyl-ethyl)benzene, 1-methylcarbonyl-4-(1-dimethylbismuthanyl-ethyl) benzene, 1-phenylcarbonyl-4-(1-
dimethylbismuthanyl-ethyl)benzene, 1-methoxycarbonyl-4-(1-dimethylbismuthanyl-ethyl)benzene, 1-phenoxycarbonyl-
4-(1-dimethylbismuthanyl-ethyl)benzene, 1-sulfonyl-4-(1-dimethylbismuthanyl-ethyl)benzene, 1-trifluoromethyl-4-(1-
dimethylbismuthanyl-ethyl)benzene, 3,5-bis-trifluoromethyl-1-(1-dimethylbismuthanyl-ethyl)-benzene, 1,2,3,4,5-pen-
tafluoro-6-(1-dimethylbismuthanyl-ethyl)benzene, 2-(1-dimethylbismuthanyl-ethyl)pyridine, 1-(1-dimethylbismuthanyl-
ethyl)-1H-pyrrole, 2-(1-dimethylbismuthanyl-ethyl)furan, 2-(1-dimethylbismuthanyl-ethyl)thiophene, 2-dimethylbismuth-
anyl-propionaldehyde, 3-dimethylbismuthanyl-butane-2-one, 2-dimethylbismuthanyl-1-phenyl-propane-1-one, 2-
dimethylbismuthanyl-propionate, methyl 2-dimethylbismuthanyl-propionate, ethyl 2-dimethylbismuthanyl-propionate, n-
propyl 2-dimethylbismuthanyl-propionate, n-butyl 2-dimethylbismuthanyl-propionate, phenyl 2-dimethylbismuthanyl-pro-
pionate, 2-dimethylbismuthanyl-propionitrile, (2-dimethylbismuthanyl-propyl)benzene, (2-dimethylbismuthanyl-propyl)
naphthalene, 1-chloro-4-(1-dimethylbismuthanyl-1-methyl-ethyl)benzene, 1-hydroxy-4-(1-dimethylbismuthanyl-1-me-
thyl-ethyl)benzene, 1-methoxy-4-(1-dimethylbismuthanyl-1-methyl-ethyl)benzene, 1-amino-4-(1-dimethylbismuthanyl-
1-methyl-ethyl)benzene, 1-nitro-4-(1-dimethylbismuthanyl-1-methyl-ethyl)benzene, 1-cyano-4-(1-dimethylbismuthanyl-
1-methyl-ethyl)benzene, 1-methylcarbonyl-4-(1-dimethylbismuthanyl-1-methyl-ethyl)benzene, 1-phenylcarbonyl-4-(1-
dimethylbismuthanyl-1-methylethyl)benzene, 1-methoxycarbonyl-9-(1-dimethylbismuthanyl-1-methyl-ethyl) benzene,
1-phenoxycarbonyl-4-(1-dimethylbismuthanyl-1-methyl-ethyl)benzene, 1-sulfonyl-4-(1-dimethylbismuthanyl-1-methyl-
ethyl)benzene, 1-trifluoromethyl-4-(1-dimethylbismuthanyl-1-methylethyl)benzene, 3,5-bis-trifluoromethyl-1-(1-dimeth-
ylbismuthanyl-1-methyl-ethyl)benzene, 1,2,3,4,5-pentafluoro-6-(1-dimethylbismuthanyl-1-methyl-ethyl)benzene, 2-(1-
dimethylbismuthanyl-1-methyl-ethyl)pyridine, 1-(1-dimethylbismuthanyl-1-methyl-ethyl)-1H-pyrrole, 2-(1-dimethylbis-
muthanyl-1-methyl-ethyl)furan, 2-(1-dimethylbismuthanyl-1-methyl-ethyl)thiophene, 2-dimethylbismuthanyl-2-methyl-
propionaldehyde, 3-dimethylbismuthanyl-3-methyl-butane-2-one, 2-dimethylbismuthanyl-2-methyl-1-phenyl-propane-
1-one, 2-dimethylbismuthanyl-2-methyl-propionate, methyl 2-dimethylbismuthanyl-2-methyl-propionate, ethyl 2-dimeth-
ylbismuthanyl-2-methyl-propionate, n-propyl 2-dimethylbismuthanyl-2-methyl-propionate, n-butyl 2-dimethylbismutha-
nyl-2-methyl-propionate, phenyl 2-dimethylbismuthanyl-2-methyl-propionate, 2-dimethylbismuthanyl-2-methyl-propioni-
trile, etc.
[0023] The above compounds also include all compounds having diethylbismuthanyl, di-n-propylbismuthanyl or diphe-
nylbismuthanyl, as changed from the portion of dimethylbismuthanyl.
[0024] The organobismuth compound represented by the formula (1) can be prepared by reacting a compound of the
formula (3) and, a compound of the formula (4) or a compound of the formula (5)

(wherein R1 and R2 are defined above, and Z is a halogen atom or alkali metal)
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(wherein R3, R4 and R5 are defined above, and X is a halogen atom)

(wherein R3, R4 and R5 are defined above).

Examples of compounds represented by the formula (3) are as follows

[0025] Examples of groups represented by R1 and R2 are as given above.
[0026] Examples of groups represented by Z are halogen atom such as fluorine, chlorine, bromine or iodine or alkali
metal such as sodium, potassium or lithium. Preferable are chlorine, bromine, sodium and lithium.
[0027] The compound (3) can be prepared, for example, by disproportionation reaction of trialkylbismutane and bismuth
trihalide disclosed in Chem. Rev. 1982, vol. 82, page 15.
[0028] Examples of compound (3) are dimethylbismuthanyl bromide, diethylbismuthanyl bromide, di-n-butylbismuth-
anyl bromide, diphenylbismuthanyl bromide, dimethylbismuthanyl sodium, diethylbismuthanyl sodium, di-n-butylbismuth-
anyl sodium and diphenylbismuthanyl sodium. The above compounds also include all compounds having chloride or
iodide, as changed from the portion of bromide. Further, the above compounds also include all compounds having
potassium or lithium, as changed from the portion of sodium.

Examples of compounds represented by the formula (4) are as follows

[0029] Examples of groups represented by R3, R4 and R5 are as given above.
[0030] Examples of groups represented by X can be a halogen atom such as fluorine, chlorine, bromine or iodine.
Chlorine and bromine are preferable.
[0031] Examples of compounds (4) usable are benzyl chloride, benzyl bromide, 1-chloromethylnaphthalene, 1-bro-
momethylnaphthalene, p-chlorobenzyl chloride, p-hydroxybenzyl chloride, p-methoxybenzyl chloride, p-aminobenzyl
chloride, p-nitrobenzyl chloride, p-cyanobenzyl chloride, p-methylcarbonylbenzyl chloride, phenylcarbonylbenzyl chlo-
ride, p-methoxycarbonylbenzyl chloride, p-phenoxycarbonylbenzyl chloride, p-sulfonylbenzyl chloride, p-trifluorometh-
ylbenzyl chloride, 3,5-bis-trifluoromethylbenzyl chloride, 1,2,3,4,5-pentafluoromethylbenzyl chloride, 2-(chloromethyl)
pyridine, 2-(bromomethyl)pyridine, 1-(chloromethyl)-1H-pyrrole, 2-(chloromethyl)furan, 2-(bromomethyl)furan, 2-(chlo-
romethyl)thiophene, 2-(bromomethyl)thiophene, chloroacetaldehyde, bromoacetaldehyde, 1-chloro-propane-2-one, 1-
bromo-propane-2-one, 2-chloro-1-phenyl-ethanone, 2-chloro-1-phenyl-ethanone, chloroacetic acid, bromoacetic acid,
methyl 2-chloroacetate, methyl 2-bromoacetate, ethyl 2-chloroacetate, ethyl 2-bromoacetate, n-propyl 2-chloroacetate,
n-propyl 2-bromoacetate, n-butyl 2-chloroacetate, n-butyl 2-bromoacetate, phenyl 2-chloroacetate, phenyl 2-bromoac-
etate, 2-chloroacetonitrile, 2-bromoacetonitrile, (1-chloroethyl)benzene, (1-bromoethyl)benzene, (1-chloroethyl)naph-
thalene, (1-bromoethyl)naphthalene, 1-chloro-4-(1-chloroethyl)benzene, 1-hydroxy-4-(1-chloroethyl)benzene, 1-meth-
oxy-4-(1-chloroethyl)benzene, 1-amino-4-(1-chloroethyl)benzene, 1-nitro-4-(1-chloroethyl)benzene, 1-cyano-4-(1-chlo-
roethyl) benzene, 1-methylcarbonyl-4-(1-chloroethyl)benzene, 1-phenylcarbonyl-4-(1-chloroethyl)benzene, 1-methox-
ycarbonyl-4-(1-chloroethyl)benzene, 1-phenoxycarbonyl-4-(1-chloroethyl) benzene, 1-sulfonyl-4-(1-chloroethyl)ben-
zene, 1-trifluoromethyl-4-(1-chloroethyl)benzene, 3,5-bis-trifluoromethyl-1-(1-chloroethyl)benzene, 1,2,3,4,5-pen-
tafluoro-6-(1-chloroethyl)benzene, 2-(1-chloroethyl)pyridine, 2-(1-bromoethyl)pyridine, 1-(1-chloroethyl)-1H-pyrrole,
1-(1-bromoethyl)-1H-pyrrole, 2-(1-chloroethyl)furan, 2-(1-bromoethyl)furan, 2-(1-chloroethyl)thiophene, 2-(1-bromoe-



EP 1 829 883 B1

9

5

10

15

20

25

30

35

40

45

50

55

thyl)thiophene, 2-chloropropionaldehyde, 2-bromopropionaldehyde, 3-chloro-butane-2-one, 3-bromo-butane-2-one, 2-
chloro-1-phenyl-propan-1-one, 2-bromo-1-phenyl-propan-1-one, 2-chloropropionic acid, 2-bromopropionic acid, methyl
2-chloropropionate, methyl 2-bromopropionate, ethyl 2-chloropropionate, ethyl 2-bromopropionate, propyl 2-chloropro-
pionate, propyl 2-bromopropionate, n-butyl 2-chloropropionate, n-butyl 2-bromopropionate, 2-chloropropionitrile, 2-
bromopropionitrile, (2-chloropropyl)benzene, (2-chloropropyl)benzene, (2-chloropropyl)naphthalene, (2-chloropropyl)
naphthalene, 1-chloro-4-(2-chloropropyl)benzene, 1-hydroxy-4-(2-chloropropyl)benzene, 1-methoxy-4-(2-chloropropyl)
benzene, 1-amino-4-(2-chloropropyl)benzene, 1-nitro-4-(2-chloropropyl)benzene, 1-cyano-4-(2-chloropropyl)benzene,
1-methylcarbonyl-4-(2-chloropropyl)benzene, 1-phenylcarbonyl-4-(2-chloropropyl)benzene, 1-methoxycarbonyl-4-(2-
chloropropyl)benzene, 1-phenoxycarbonyl-4-(2-chloropropyl)benzene, 1-sulfonyl-4-(2-chloropropyl)benzene, 1-trifluor-
omethyl-4-(2-chloropropyl)benzene, 3,5-bis-trifluoromethyl-1-(2-chloropropyl)benzene, 1,2,3,4,5-pentafluoro-6-(2-chlo-
ropropyl)benzene, 2-(2-chloropropyl)pyridine, 2-(2-bromopropyl)pyridine, 1-(2-chloropropyl)-1H-pyrrole, 1-(2-bromopro-
pyl)-1H-pyrrole, 2-(2-chloropropyl)furan, 2-(2-bromopropyl)furan, 2-(2-chloropropyl)thiophene, 2-(2-bromopropyl)thi-
ophene, 2-chloro-2-methyl-propionaldehyde, 2-bromo-2-methyl-propionaldehyde, 3-chloro-3-methyl-butan-2-one, 3-
bromo-3-methyl-butan-2-one, 2-chloro-2-methyl-1-phenyl-propan-1-one, 2-bromo-2-methyl-1-phenyl-propan-1-one, 2-
chloro-2-methyl-propionic acid, 2-bromo-2-methyl-propionic acid, methyl 2-chloro-2-methyl-propionate, methyl 2-bromo-
2-methyl-propionate, ethyl 2-chloro-2-methyl-propionate, ethyl 2-bromo-2-methyl-propionate, n-propyl 2-chloro-2-me-
thyl-propionate, n-propyl 2-bromo-2-methyl-propionate, n-butyl 2-chloro-2-methyl-propionate, n-butyl 2-bromo-2-methyl-
propionate, phenyl 2-chloro-2-methyl-propionate, phenyl 2-bromo-2-methyl-propionate, 2-chloro-2-methyl-propylnitrile,
2-bromo-2-methyl-propylnitrile, etc.

Examples of compounds represented by the formula (5) are as follows

[0032] Examples of groups represented by R3, R4 and R5 are as given above.
[0033] Examples of compounds usable are those wherein halogen atom is replaced by hydrogen atom in the compound
represented by the formula (4).
[0034] Next, a detailed description will be given of the process for preparing the compound (1).

(A) Process of using the compound (3) and the compound (5):

[0035] The compound (5) is dissolved in a solvent. Examples of solvents usable are N,N-dimethylformamide (DMF),
diaklyl ether, tetrahydrofuran (THF), dimethoxyethane and like ethers, toluene, xylene and like aromatic solvents, hexane
and like aliphatic hydrocarbons. THF is preferable. The amount of solvent to be used, which is suitably adjusted, is 1 to
100 ml, preferably 5 to 20 ml, per gram of the compound (5).
[0036] To the solution is slowly added dropwise lithium diisopropylamide (LDA), lithium hexamethyldisilazide, lithium
2,2,6,6-tetramethylpiperizide or like lithium amide compound, potassium diisopropylamide, potassium hexamethyldis-
ilazide, potassium 2,2,6,6-tetramethylpiperizide, potassium amide (KNH2) or like potassium amide compound, or sodium
amide, followed by stirring. The reaction time differs with the reaction temperature and pressure and is usually 5 minutes
to 24 hours, preferably 10 minutes to 2 hours. The reaction temperature is -150°C to 80°C, preferably -100°C to 80°C,
more preferably -78°C to 80°C, most preferably -78°C to 20°C. The reaction is carried out usually under atmospheric
pressure, but may be carried out at increased pressure or in a vacuum. Next, a compound (3) is added to the reaction
mixture, followed by stirring. The reaction time differs with the reaction temperature and pressure and is usually 5 minutes
to 24 hours, preferably 10 minutes to 2 hours. The reaction temperature is -78°C to 80°C, preferably -78°C to 20°C,
more preferably -50°C to 20°C. The reaction is carried out usually under atmospheric pressure, but may be carried out
at increased pressure or in a vacuum.
[0037] The proportion of the compound (5) to the compound (3) is 0.5 to 1.5 moles, preferably 0.8 to 1.2 moles of the
compound (5), per mole of the compound (3).
[0038] After the completion of the reaction, the solvent is concentrated, and the desired compound is isolated and
purified. Although the method of purification can be determined suitably depending on the compound, usually vacuum
distillation or recrystallization is preferable.

(B) Process of using the compound (3) and the compound (4):

[0039] The compound (3) is dissolved in a solvent. Examples of solvents usable are liquid ammonia, mixed solvent
of liquid ammonia and tetrahydrofuran, mixed solvent of liquid ammonia and ether, mixed solvent of liquid ammonia and
1,4-dioxane or the like. The amount of solvent to be used, which is suitably adjusted, is 1 to 100 ml, preferably 5 to 20
ml, per gram of the compound (3).
[0040] To the solution is slowly added dropwise metal magnesium, metal sodium, metal potassium, metal lithium,
sodium bromide, ammonium bromide or the like, followed by stirring. The reaction temperature is -78°C to 30°C, preferably
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-78°C to 0°C. The reaction is carried out usually under atmospheric pressure, but may be carried out at increased
pressure or in a vacuum.
[0041] Next, a compound (4) is added to the reaction mixture, followed by stirring. The reaction time differs with the
reaction temperature and pressure and is usually 5 minutes to 24 hours, preferably 10 minutes to 2 hours. The reaction
temperature is -78°C to 30°C, preferably -78°C to 0°C. The reaction is carried out usually under atmospheric pressure,
but may be carried out at increased pressure or in a vacuum.
[0042] The proportion of the compound (4) to the compound (3) is 0.5 to 1.5 moles, preferably 0.8 to 1.2 moles of the
compound (4), per mole of the compound (3). After the completion of the reaction, the solvent is concentrated, and the
desired compound is isolated and purified. Although the method of purification can be determined suitably depending
on the compound, usually vacuum distillation or recrystallization is preferable.
[0043] According to the present invention an organobismuth component of the formula (2)

wherein R1 and R2 are C1-C8 alkyl, aryl, substituted aryl or an aromatic heterocyclic group, R3 and R4 are each a
hydrogen atom or C1-C8 alkyl, and R5 is aryl, substituted aryl, an aromatic heterocyclic group, acyl, amido, oxycarbonyl
or cyano is used as a living polymerization initiator.
[0044] Examples of groups represented by R1 to R5 are as given above.
[0045] An azo type polymerization initiator used in the present invention is not particularly limited insofar as it is usable
in a usual radical polymerization. Example thereof are 2,2’-azobis-isobutyronitrile (AIBN), 2,2’-azobis(2-methylbutyroni-
trile) (AMBN), 2,2’-azobis(2,4-dimethylvaleronitrile) (ADVN), 1,1’-azobis(1-cyclohexanecarbonitrile) (ACHN), dimethyl-
2,2’-azobisisobutyrate (MAIB), 4,4’-azobis(4-cyanovaleric acid) (ACVA), 1,1’-azobis(1-acetoxy-1-phenylethane), 2,2’-
azobis(2-methylbutylamide), 2,2’-azobis(4-methoxy-2,4-dimethylvaleronitrile), 2,2’-azobis(2-methylamidinopropane) di-
hydrochloride, 2,2’-azobis[2-(2-imidazoline-2-yl)propane], 2,2’-azobis[2-methyl-N-(2-hydroxyethyl)propionamide], 2,2’-
azobis(2,4,4-trimethylpentane), 2-cyano-2-propylazoformamide, 2,2’-azobis(N-butyl-2-methylpropionamide) and 2,2’-
azobis(N-cyclohexyl-2-methylpropionamide).
[0046] These azo type polymerization initiators are preferably selected depending on the reaction conditions. For
example, in case of low temperature polymerization, preferable are 2,2’-azobis(2,4-dimethylvaleronitrile) (ADVN) and
2,2’-azobis(4-methoxy-2,4-dimethylvaleronitrile). In case of middle temperature polymerization, preferable are 2,2’-azo-
bis-isobutyronitrile (AIBN), 2,2’-azobis(2-methylbutyronitrile) (AMBN), dimethyl-2,2’-azobisisobutyrate (MAIB) and 1,1’-
azobis(1-acetoxy-1-phenylethane). In case of high temperature polymerization, preferable are 1,1’-azobis(1-cyclohex-
anecarbonitrile) (ACHN), 2-cyano-2-propylazoformamide, 2,2’-azobis(N-butyl-2-methylpropionamide), 2,2’-azobis(N-
cyclohexyl-2-methylpropionamide) and 2,2’-azobis(2,4,4-trimethylpentane). In case of using aqueous solvent, preferable
are 4,4’-azobis(4-cyanovaleric acid) (ACVA), 2,2’-azobis(2-methylbutylamide), 2,2’-azobis(2-methylamidinopropane) di-
hydrochloride, 2,2’-azobis[2-(2-imidazoline-2-yl)propane] and 2,2’-azobis[2-methyl-N-(2-hydroxyethyl)propionamide].
[0047] The vinyl monomer to be used in the present invention is not particularly limited insofar as the monomer can
be subjected to radical polymerization. Examples of vinyl monomers usable are as follows.
[0048] Methyl (meth)acrylate, ethyl (meth)acrylate, propyl (meth)acrylate, butyl (meth)acrylate, octyl (meth)acrylate,
lauryl (meth)acrylate, (meth)acrylic acid 2-hydroxyethyl ester and like (meth)acrylic acid esters, cyclohexyl (meth)acrylate,
methylcyclohexyl (meth)acrylate, isobornyl (meth)acrylate, cyclododecyl (meth)acrylate and like cycloalkyl-containing
unsaturated monomers.
[0049] (Meth)acrylic acid, maleic acid, fumaric acid, itaconic acid, citraconic acid, crontonic acid, maleic anhydride,
methyl and like carboxyl-containing unsaturated monomers.
[0050] N,N-Dimethylaminopropyl(meth)acrylamide, N,N-dimethylaminoethyl(meth)acrylamide, 2-(dimethylamino)
ethyl (meth)acrylate, N,N-dimethylaminopropyl (meth)acrylate and like unsaturated monomers containing a tertiary
amine.
[0051] N-2-Hydroxy-3-acryloyloxypropyl-N,N,N-trimethylammonium chloride, N-methacryloylaminoethyl-N,N,N-
dimethylbenzylammonium chloride and like unsaturated monomers containing quaternary ammonium base.
[0052] Glycidyl (meth)acrylate and like epoxy-containing unsaturated monomers.
[0053] Styrene, .-methylstyrene, 4-methylstyrene (p-methylstyrene), 2-methylstyrene (o-methylstyrene), 3-methylsty-
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rene (m-methylstyrene), 4-methoxystyrene (p-methoxystyrene), p-t-butylstyrene, p-n-butylstyrene, p-tert-butoxystyrene,
2-hydroxymethylstyrene, 2-chlorostyrene (o-chlorostyrene), 4-chlorostyrene (p-chlorostyrene), 2,4-dichlorostyrene, 1-
vinylnaphthalene, divinylbenzene, p-styrenesulfonic acid or an alkali metal salt thereof (sodium salt or potassium salt,
etc.) and like aromatic unsaturated monomers (styrene type monomer).
[0054] 2-Vinylthiophene, N-methyl-2-vinylpyrrole, 1-vinyl-2-pyrrolidone, 2-vinylpyridine, 4-vinylpyridine and like un-
saturated monomers containing a heterocyclic ring.
[0055] N-Vinylformaldehyde, N-vinylacetamide and like vinylamides.
[0056] (Meth)acrylamide, N-methyl(meth)acrylamide, N-isopropyl-(meth)acrylamide, N,N-dimethyl(meth)acrylamide
and like (meth)acrylamide type monomers.
[0057] 1-Hexene, 1-octene, 1-decene and like α-olefins.
[0058] Butadiene, isoprene, 4-methyl-1,4-hexadiene, 7-methyl-1,6-octadiene and like dienes.
[0059] Vinyl acetate, vinyl benzoate and like vinyl carboxylate.
[0060] Hydroxyethyl (meth)acrylate, (meth)acrylonitrile, methyl vinyl ketone, vinyl chloride, vinylidene chloride.
[0061] Preferable among these are (meth)acrylic acid ester, unsaturated monomers containing a cycloalkyl group,
aromatic unsaturated monomers (styrene type monomers), (meth)acrylamide type monomers, (meth)acrylonitrile and
methyl vinyl ketone.
[0062] Examples of preferable (meth)acrylic acid ester monomers are methyl (meth)acrylate, ethyl (meth)acrylate,
propyl (meth)acrylate, butyl (meth)acrylate and (meth)acrylic acid 2-hydroxyethyl ester. Especially preferable are methyl
methacrylate, ethyl methacrylate, propyl methacrylate, butyl methacrylate and methacrylic acid 2-hydroxyethyl ester.
[0063] Examples of preferable unsaturated monomers containing a cycloalkyl group are cyclohexyl (meth)acrylate
and isobornyl (meth)acrylate. Especially preferable are cyclohexyl methacrylate and isobornyl methacrylate.
[0064] Examples of preferable styrene type monomers are styrene, .-methylstyrene, o-methylstyrene, p-methylsty-
rene, p-methoxystyrene, p-t-butylstyrene, p-n-butylstyrene, p-tert-butylstyrene, p-chlorostyrene, and p-styrenesulfonic
acid or an alkali metal salt thereof (sodium salt or potassium salt, etc.). More preferable are styrene and p-chlorostyrene.
[0065] Example of preferable (meth)acrylamide type monomers is N-isopropyl-(meth)acrylamide. Especially preferable
is N-isopropyl-methacrylamide.
[0066] The term "(meth)acrylic acid" refers collectively to "acrylic acid" and "methacrylic acid."
[0067] Also useful are vinyl monomers of the formula (6)

wherein R7 is hydrogen, methyl, trifluoromethyl or hydroxymethyl, and the groups R8 are each independently of the other
a monovalent alicyclic hydrocarbon group having 4 to 20 carbon atoms or a derivative thereof, or straight-chain or
branched alkyl having 1 to 4 carbon atoms, at least one of the groups R8 is the alicyclic hydrocarbon group or a derivative
thereof, or two of the groups R8, when taken together with the carbon atom to which they are attached, form a bivalent
alicyclic hydrocarbon group having 4 to 20 carbon atoms or a derivative thereof, and the remaining group or groups R8

being straight-chain or branched alkyl having 1 to 4 carbon atoms or a monovalent alicyclic hydrocarbon group having
4 to 20 carbon atoms or a derivative thereof.
[0068] Examples of monovalent alicyclic hydrocarbon groups having 4 to 20 carbon atoms or derivatives thereof
represented by R8, examples of alicyclic hydrocarbon groups or derivatives thereof represented by at least one of the
groups R8, or examples of bivalent alicyclic hydrocarbon groups having 4 to 20 carbon atoms or derivatives thereof and
represented by two of the groups R8 as taken together with the carbon atom to which they are attached are groups
comprising an alicyclic ring and derived from cycloalkanes such as bicyclo[2.2.1]heptane, tricyclo[5.2.1.02.6]decane,
tetracyclo[6.2.13.6.02.7]dodecane, adamantane, cyclopentane and cyclohexane; and groups comprising such an alicyclic
ring and substituted with at least one kind of or at least one of straight-chain, branched or cyclic alkyl groups having 1
to 4 carbon atoms, such as methyl, ethyl, n-propyl, i-propyl, n-butyl, 2-methylpropyl, 1-methylpropyl and tert-butyl.
[0069] Examples of derivatives of monovalent or bivalent alicyclic hydrocarbon groups represented by R8 are groups
having at least one kind of or at least one of substituents including hydroxyl; carboxyl; oxo (i.e., the group =O); hydroxyalkyl
groups having 1 to 4 carbon atoms, such as hydroxymethyl, 1-hydroxyethyl, 2-hydroxyethyl, 1-hydroxypropyl, 2-hydrox-
ypropyl, 3-hydroxypropyl, 2-hydroxybutyl, 3-hydroxybutyl and 4-hydroxybutyl; alkoxyl groups having 1 to 4 carbon atoms,
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such as methoxy, ethoxy, n-propoxy, i-propoxy, n-butoxy, 2-methylpropoxy, 1-methylpropoxy and tert-butoxy; cyano;
and cyanoalkyl groups having 2 to 4 carbon atoms, such as cyanomethyl, 2-cyanomethyl, 3-cyanopropyl and 4-cy-
anobutyl. Preferable among these substituents are hydroxyl, carboxyl, hydrdoxymethyl, cyano, cyanomethyl, etc.
[0070] Examples of straight-chain or branched alkyl groups having 1 to 4 carbon atoms and represented by R8 are
methyl, ethyl, n-propyl, i-propyl, n-butyl, 2-methylpropyl, 1-methylpropyl, tert-butyl, etc. Preferable among these alkyl
groups are methyl, ethyl, n-propyl and i-propyl.
[0071] Given below are examples of preferred functional group side chains forming -C(R8)3 in the formula (6).
[0072] 1-Methyl-1-cyclopentyl, 1-ethyl-1-cyclopentyl, 1-methyl-1-cyclohexyl, 1-ethyl-1-cyclohexyl, 2-methyladaman-
tane-2-yl, 2-methyl-3-hydroxyadamantane-2-yl, 2-ethyladamantane-2-yl, 2-ethyl-3-hydroxyadamantane-2-yl, 2-n-pro-
pyladamantane-2-yl, 2-n-propyl-3-hydroxyadamantane-2-yl, 2-isopropyladamantane-2-yl, 2-isopropyl-3-hydroxyada-
mantane-2-yl, 2-methylbicyclo[2.2.1]hept-2-yl, 2-ethylbicyclo[2.2.1]hept-2-yl, 8-methyltricyclo[5.2.1.02.6]deca-8-yl, 8-
ethyltricyclo[5.2.1.02,6]deca-8-yl, 4-methyl-tetracyclo[6.2.1.13,6.02,7]dodeca-4-yl, 4-ethyl-tetracyclo[6.2.1.13,6.02,7]do-
deca-4-yl, 1-(bicyclo[2.2.1]hept-2-yl)-1-methylethyl, 1-(tricyclo[5.2.1.02,6]deca-8-yl)-1-methylethyl, 1-(tetracyclo
[6.2.1.13,6.02,7]deca-4-yl)-1-methylethyl, 1-(adamantane-1-yl)-1-methylethyl, 1-(3-hydroxyadamantane-1-yl)-1-methyl-
ethyl, 1,1-dicyclohexylethyl, 1,1-di(bicyclo[2.2.1]hept-2-yl)ethyl, 1,1-di(tricyclo[5.2.1.02,6]deca-8-yl)ethyl, 1,1-di(tetracy-
clo[6.2.1.13,6.02,7]dodeca-4-yl)ethyl, 1,1-di(adamantane-1-yl)ethyl, etc.
[0073] Further, preferable examples of the vinyl monomers of the formula (6) are as follows.
[0074] (Meth)acrylic acid 1-methyl-1-cyclopentyl ester, (meth)acrylic acid 1-ethyl-1-cyclopentyl ester, (meth)acrylic
acid 1-methyl-1-cyclohexyl ester, (meth)acrylic acid 1-ethyl-1-cyclohexyl ester, (meth)acrylic acid 2-methyladamantane-
2-yl ester, (meth)acrylic acid 2-methyl 3-hydroxyadamantane-2-yl ester, (meth)acrylic acid 2-ethyladamantane-2-yl ester,
(meth)acrylic acid 2-ethyl 3-hydroxyadamantane-2-yl ester, (meth)acrylic acid 2-n-propyl-adamantane-2-yl ester, (meth)
acrylic acid 2-n-propyl 3-hydroxyadamantane-2-yl ester, (meth)acrylic acid 2-isopropyladamantane-2-yl ester, (meth)
acrylic acid 2-isopropyl 3-hydroxyadamantane-2-yl ester, (meth)acrylic acid 2-methyladamantane-2-yl ester, (meth)
acrylic acid 2-methylbicyclo[2.2.1]hept-2-yl ester, (meth)acrylic acid 2-ethylbicyclo[2.2.1]hept-2-yl ester, (meth)acrylic
acid 8-methyltricyclo [5.2.1.02,6]deca-8-yl ester, (meth)acrylic acid 8-ethyltricyclo[5.2.1.02,6]deca-8-yl ester, (meth) acryl-
ic acid 4-methyltetracyclo[6.2.1.12,6.02,7]-dodeca-4-yl ester, (meth)acrylic acid 4-ethyltetracyclo[6.2.1.13,6.02,7]dodeca-
4-yl ester, (meth)acrylic acid 1-(bicyclo[2.2.1]hept-2-yl)-1-methyl ester, (meth)acrylic acid 1-(tricyclo[5.2.1.02,6]deca-8-
yl)-1-methyl ester, (meth)acrylic acid 1-(tetracyclo[6.2.1.13,6.02,7]dodeca-4-yl)-1-methylethyl ester, (meth)acrylic acid
1-(adamantane-1-yl)-1-methylethyl ester, (meth)acrylic acid 1-(3-hydroxyadamantane-1-yl)-1-methylethyl ester, (meth)
acrylic acid 1,1-dicyclohexylethyl ester, (meth)acrylic acid 1,1-di(bicyclo[2.2.1] hept-2-yl)ethyl ester, (meth) acrylic acid
1,1-di(tricyclo [5.2.1.02,6]deca-8-yl)ethyl ester, (meth)acrylic acid 1,1-di(tetracyclo[6.2.1.13,6.02,7]dodeca-4-yl)ethyl ester
and (meth)acrylic acid 1,1-di(adamantane-1-yl)ethyl ester.
[0075] Especially preferable examples of the vinyl monomers of the formula (6) are (meth)acrylic acid 1-methyl-1-
cyclopentyl ester, (meth)acrylic acid 1-ethyl-1-cyclopentyl ester, (meth)acrylic acid 1-methyl-1-cyclohexyl ester, (meth)
acrylic acid 1-ethyl-1-cyclohexyl ester, (meth)acrylic acid 2-methyladamantane-2-yl ester, (meth)acrylic acid 2-ethylad-
amantane-2-yl ester, (meth)acrylic acid 2-n-propyladamantane-2-yl ester, (meth)acrylic acid 2-isopropyladamantane-2-
yl ester and (meth)acrylic acid 1-(adamantane-1-yl)-1-methylethyl ester.
[0076] Specifically stated, the living radical polymer of the present invention is produced by the process to be described
below.
[0077] A vinyl monomer, a living radical polymerization initiator of the formula (2), and as required an azo type polym-
erization initiator are mixed together in a container having its inside air replaced by an inert gas. Next, the mixture is
then stirred. The reaction temperature and the reaction time may be adjusted suitably. The mixture is stirred usually at
20 to 150°C for 1 minute to 100 hours, preferably at 40 to 100°C for 0.1 to 30 hours. The reaction is carried out usually
under atmospheric pressure, but may be carried out at increased pressure or in a vacuum. Examples of inert gases
usable at this time are nitrogen, argon, helium, etc., among which argon and nitrogen are preferred. Nitrogen is especially
preferred.
[0078] Although the vinyl monomer and the living radical polymerization initiator of the formula (2) are used in amounts
which are suitably adjusted depending on the molecular weight and molecular weight distribution of the living radical
polymer to be obtained, usually 5 to 10,000 moles, preferably 50 to 5,000 moles, of the vinyl monomer is used per mole
of the living radical polymerization initiator of the formula (2).
[0079] In case of combined use of the living radical polymerization initiator of the formula (2) and the azo type polym-
erization initiator, the latter is used in the ratio of usually 0.01 to 100 moles, preferably 0.1 to 10 moles, especially
preferably 0.1 to 5 moles, per mole of the former. The vinyl monomer is used in an amount of 5 to 10,000 moles, preferably
50 to 5,000 moles, per mole of the living radical polymerization initiator of the formula (2).
[0080] The polymerization reaction is carried out usually in the absence of solvent, while an organic solvent generally
in use for radical polymerization or an aqueous solvent may be used. Examples of organic solvents usable are benzene,
toluene, N,N-dimethylformamide (DMF), dimethyl sulfoxide (DMSO), acetone, 2-butanone (methyl ethyl ketone), dioxane,
hexafluoroisopropanol, chloroform, carbon tetrachloride, tetrahydrofuran (THF), ethyl acetate, trifluoromethylbenzene,



EP 1 829 883 B1

13

5

10

15

20

25

30

35

40

45

50

55

etc. Examples of aqueous solvents are water, methanol, ethanol, isopropanol, n-butanol, ethyl cellosolve, butyl cellosolve,
1-methoxy-2-propanol, diacetonealcohol, etc. The amount of the solvent to be used is adjusted suitably. For example,
0.01 to 50 ml, preferably 0.05 to 10 ml, more preferably 0.1 to 1 ml, of the solvent is used per gram of the vinyl monomer.
[0081] Next, the mixture is then stirred. The reaction temperature and the reaction time may be adjusted suitably in
accordance with the molecular weight or molecular weight distribution of the living radical polymer to be obtained. The
mixture is stirred usually at 20 to 150°C for 1 minute to 100 hours, preferably at 40 to 100°C for 0.1 to 30 hours. The
mixture is stirred more preferably at 40 to 80°C for 0.1 to 15 hours. Thus, the present invention has a feature that a high
yield and precise PD are performed even at such a low polymerization temperature and short period of polymerization
time. The reaction is carried out usually under atmospheric pressure, but may be carried out at increased pressure or
in a vacuum.
[0082] After the completion of the reaction, the solvent used and the remaining monomer are removed in a vacuum
to take out the desired polymer, or the desired polymer is isolated by re-precipitation using a solvent wherein the polymer
is insoluble. The reaction mixture can be treated by any method insofar as it causes no problem to the desired polymer.
[0083] According to the invention, it is possible to use the emulsion polymerization process wherein a surfactant is
used to carry out polymerization mainly in a micelle. When required, a dispersant of water-soluble high polymer, such
as a polyvinyl alcohol, may be used. Such surfactants are usable singly, or at least two of them can be used in combination.
The surfactant is used preferably in an amount of 0.3 to 50 parts by weight, more preferably 0.5 to 50 parts by weight,
per 100 parts by weight of all monomers. Water is used preferably in an amount of 50 to 2000 parts by weight, more
preferably 70 to 1500 parts by weight, per 100 parts by weight of all monomers. The polymerization temperature is
preferably in the range of 0 to 100°C, more preferably 40 to 90°C, although not limited particularly. The reaction time is
suitably determined so as to complete the polymerization reaction, for example, in accordance with the reaction tem-
perature, or with the monomer composition to be used and the kind of surfactant and polymerization initiator. The reaction
time is preferably within 24 hours.
[0084] According to the invention, the suspension polymerization process is also usable in which a dispersant is used
to conduct polymerization generally without using any micelle. Also usable along with the dispersant are auxiliary dis-
persants such as sodium chloride, potassium chloride, sodium sulfate, potassium sulfate and manganese sulfate when
so required. Such stabilizers for dispersion in water are used preferably in an amount of 0.01 to 30 parts by weight, more
preferably 0.05 to 10 parts by weight, and most preferably 0.1 to 5 parts by weight, per 100 parts by weight of the
monomers. Water is used preferably in an amount of 50 to 2000 parts by weight, more preferably 70 to 1500 parts by
weight, per 100 parts by weight of the monomers. The polymerization temperature is preferably in the range of 0 to
100°C, more preferably 40 to 90°C, although not limited particularly. The reaction time is suitably determined so as to
complete the polymerization reaction, for example, in accordance with the reaction temperature, or with the monomer
composition to be used and the kind of water dispersion stabilizer and polymerization initiator. The reaction time is
preferably within 24 hours.
[0085] The miniemulsion polymerization process is further usable according to the invention. The monomer is forcibly
dispersed using a surfactant and cosurfactant and also using a homogenizer or ultrasonic device, but generally without
using any micelle. Such surfactant and cosurfactant are used in an amount of 0.3 to 50 parts by weight, preferably 0.5
to 50 parts, based on all the monomers. The ultrasonic irradiation time is 0.1 to 10 minutes, preferably 0.2 to 5 minutes.
[0086] According to the present invention, at least one compound selected from among a ditelluride compound, distibine
compound and dibismuthine compound can be admixed with the living radical polymerization initiator of the formula (2),
or with a mixture of this initiator and an azo polymerization initiator as required, for the polymerization of the vinyl
monomer. Stated more specifically, the present invention provides, for example, a process for preparing a living radical
polymer by polymerizing the vinyl monomer using a mixture of the living radical polymerization initiator of the formula
(2) and at least one compound selected from among a ditelluride compound, distibine compound and dibismuthine
compound, and a process for preparing a living radical polymer by polymerizing the vinyl monomer using a mixture of
the living radical polymerization initiator of the formula (2), an azo polymerization initiator and at least one compound
selected from among a ditelluride compound, distibine compound and dibismuthine compound.
[0087] The ditelluride compound to be used in the present invention can be a known ditelluride compound or one
prepared by a common process. Examples of preparation processes are those disclosed in WO 2004-014962 and
W02004-096870.
[0088] Examples of ditelluride compounds are dimethyl ditelluride, diethyl ditelluride, di-n-propyl ditelluride, diisopropyl
ditelluride, dicyclopropyl ditelluride, di-n-butyl ditelluride, di-sec-butyl ditelluride, di-tert-butyl ditelluride, dicyclobutyl ditel-
luride, diphenyl ditelluride, bis(p-methoxyphenyl) ditelluride, bis(p-aminophenyl) ditelluride, bis(p-nitrophenyl) ditelluride,
bis(p-cyanophenyl) ditelluride, bis(p-sulfonylphenyl) ditelluride, dinaphthyl ditelluride, dipyridyl ditelluride, etc.
[0089] The distibine compound to be used in the present invention can be a known distibine compound or one prepared
by a common process. Examples of preparation processes are those disclosed in J. Organomet. Chem., 1973, Vol. 51,
p.223; Organometallics, 1982, Vol. 1, p.1408; and Organometallics, 1983, Vol. 2, p. 1859.
[0090] Examples of distibine compounds are tetramethyldistibine, tetraethyldistibine, tetraisopropyldistibine, tetrabutyl-
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distibine, tetravinyldistibine, tetraisopropenyldistibine, tetraisobutenyldistibine, tetraphenyldistibine, tetrakis(trimethylsi-
lyl)distibine, 1,1’-bistibolane, tetramethyldistiboryl, etc.
[0091] The dibismuthine compound to be used in the present invention can be a known dibismuthine compound or
one prepared by a common process. Examples of preparation processes are those disclosed in Chem. Z., 1977, Vol.
101, p. 399; and J. Organomet. Chem.. 1980, Vol. 186, p. C5.
[0092] Examples of dibismuthine compounds are tetramethyldibismuthine, tetraethyldibismuthine, tetrapropyldibis-
muthine, tetraisopropyldibismuthine, tetrabutyldibismuthine, tetraisopropenyldibismuthine, tetraisobutenyldibismuthine,
tetraphenyldibismuthine, tetrakis(trimethylsilyl)dibismuthine, 1,1,2,2-tetrakis(bis(trimethylsilyl)methyl)dibismuthine, 1,1’-
bibismolane, etc.
[0093] In the case where a living radical polymer is prepared by admixing at least one compound selected from among
a ditelluride compound, distibine compound and dibismuthine compound with a living radical polymerization initiator of
the formula (2), or with a mixture of this initiator and an azo polymerization initiator as required, and polymerizing a vinyl
monomer with use of the resulting mixture, this process can be practiced in the same manner the above-mentioned
living radical polymer preparing process. Stated more specifically, the process is the same as the foregoing living radical
polymer preparing process with the exception of admixing at least one compound selected from among a ditelluride
compound, distibine compound and dibismuthine compound with a living radical polymerization initiator of the formula
(2), or with a mixture of this initiator and an azo polymerization initiator as required, in a vessel in which the inside air is
replaced with an inert gas.
[0094] The living radical polymerization initiator of the formula (2) and at least one compound selected from among
a ditelluride compound, distibine compound and dibismuthine compound are used usually in such amounts that the
compound selected from among a ditelluride compound, distibine compound and dibismuthine compound is used in an
amount of 0.1 to 100 moles, preferably 0.1 to 10 moles, more preferably 0.1 to 5 moles, per mole of the living radical
polymerization initiator of the formula (2).
[0095] The living radical polymerization initiator of the present invention is adapted for excellent control of molecular
weights and molecular weight distributions under very mild conditions. In particular, in case of combined use of the
present living radical polymerization initiator and the azo type polymerization initiator, the present polymerization reaction
proceeds in a shortened reaction time than the conventional living radical polymerization reaction.
[0096] Different kinds of vinyl monomers are usable in the process of the invention for preparing a living radical polymer.
For example when at least two kinds of vinyl monomers are reacted at the same time, a random copolymer can be
obtained. The random copolymer obtained is a polymer which comprises the reacted monomers in the original ratio
(mole ratio) regardless of the kinds of the monomers. When a random copolymer is obtained by reacting a vinyl monomer
A and a vinyl monomer B at the same time, the copolymer has substantially the same material ratio (mole ratio). Further
when two kinds of vinyl monomers are reacted in succession, a block copolymer can be obtained. The block copolymer
is provided by the same order of reacted monomers regardless of the kinds of the monomers. When a vinyl monomer
A and a vinyl monomer B are reacted to obtain a block copolymer, the polymer obtained is in the order of A-B or B-A in
conformity with the order of monomers reacted.
[0097] The living radical polymer to be obtained by the invention is adjustable in molecular weight according to the
reaction time and the amount of the organobismuth compound, and can be 500 to 1,000,000 in number average molecular
weight. The invention is especially suitable for producing living radical polymers having a number average molecular
weight of 1,000 to 50,000.
[0098] The living radical polymer to be obtained by the invention is controlled to 1.04 to 1.50 in molecular weight
distribution (PD = Mw/Mn). The molecular weight distribution is controllable to a narrower range of 1.05 to 1.50, a further
narrower range of 1.05 to 1.30, a still narrower range of 1.10 to 1.20, 1.09 to 1.20, 1.09 to 1.17, 1.09 to 1.12. Among
these, most preferable is 1.04 to 1.12.
[0099] It has been found that the living radical polymer of the present invention has a growth terminal which is highly
reactive organobismuthanyl group. Accordingly, the organobismuth compound used for radical polymerization makes it
easier to convert the terminal group to other functional group than in the case of the living radical polymer obtained by
conventional living radical polymerization.
[0100] The living radical polymer obtained according to the invention is therefore usable as a macro living radical
polymerization initiator (macroinitiator).
[0101] A-B diblock copolymers such as methyl methacrylate-styrene and B-A diblock copolymers such as styrene-
methyl methacrylate can be obtained using a macro living radical polymerization initiator of the invention. A-B-A triblock
copolymers such as methyl methacrylate-styrene-methyl methacrylate and A-B-C triblock copolymers such as methyl
methacrylate-styrene-butyl acrylate are also available. This is attributable to the fact that the vinyl monomers of various
different types are controllable by the living radical polymerization initiator of the formula (2), and as required the azo
type polymerization initiator, and also to the fact that highly reactive bismuthanyl group is present at the growth terminal
of the living radical polymer obtained with use of the living radical polymerization initiator.
[0102] Stated more specifically, block copolymers are prepared by the processes to be described below.
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[0103] For preparing A-B diblock copolymers such as methyl methacrylate-styrene copolymer, methyl methacrylate,
the living radical polymerization initiator of the formula (2), and as required the azo type polymerization initiator and a
ditelluride compound etc. are mixed together first as in the process described above for preparing a living radical polymer
to obtain poly(methyl methacrylate), and subsequently mixing styrene with the polymer to obtain methyl methacrylate-
styrene copolymer.
[0104] A-B-A triblock copolymers and A-B-C triblock copolymers can be produced, for example, by preparing an A-B
diblock copolymer by the above process and thereafter mixing a vinyl monomer (A) or vinyl monomer (C) with the
copolymer to obtain the A-B-A or A-B-C triblock copolymer.
[0105] In producing the diblock copolymer according to the invention, the living radical polymerization initiator of the
formula (2), and as required the azo type polymerization initiator and a ditelluride compound, etc. can be used when a
homopolymer is prepared from the first monomer and/or when the diblock copolymer is subsequently prepared.
[0106] Further in producing the triblock copolymer according to the invention, the living radical polymerization initiator
of the formula (2), and as required the azo type polymerization initiator and a ditelluride compound, etc. can be used at
least once when a homopolymer is prepared from the first monomer, or when a diblock copolymer is subsequently
prepared, or when the triblock copolymer is subsequently prepared.
[0107] The preparation of each block may be followed directly by the subsequent reaction for the next block, or the
subsequent reaction for the next block may be initiated after the purification of the product resulting from the completion
of the first reaction. The block copolymer can be isolated by a usual method. For example, the solvent used and the
remaining monomer are removed in a vacuum to take out the desired polymer, or the desired polymer is isolated by
reprecipitation using a solvent wherein the polymer is insoluble.
[0108] A resin containing an acid-dissociable group can be prepared by polymerizing a vinyl monomer using the living
radical polymerization initiator of the invention and removing the growth terminal of the resulting living radical polymer.
This resin is precision-controlled in molecular weight and molecular weight distribution (PD = Mw/Mn), is highly soluble
in resist solvents and can be used suitably for resists for use in manufacturing semiconductor devices which are expected
to be finer in structure.
[0109] In the case where the living radical polymerization initiator of the formula (2) is used, a metal atom remains at
the growth terminal. It is desired that the amount of the remaining metal atom be up to 25 ppm based on the whole
amount of the resin to ensure improvements in resist characteristics including the sensitivity and resolution of the resist
and process stability.
[0110] After the polymer has been formed, the metal atom remaining at the terminal of the molecule is removed by a
radical reduction method using tributylstannane or a thiol compound, an adsorption method using activated carbon,
silica gel, activated alumina, activated clay, molecular sieves or high polymer adsorbent, a metal adsorption method
using an ion exchange resin, a liquid-liquid extraction method for removing remaining metal compounds by the combi-
nation of water for washing and a suitable solvent, a solution purification method using ultrafiltration for extracting and
removing substances having a molecular weight not greater than a specified value, or a combination of such methods.
[0111] Given below are examples of methods of purifying the resin of the invention containing an acid-dissociable
group. Metals and like impurities are removed by adsorbing the metal from a resin solution using a zeta potential filter,
or by washing a resin solution with an aqueous acid solution of oxalic acid or sulfonic acid to remove the metal as
cherated. The remaining monomer or oligomer component is removed to a value not greater than a specified level by
a liquid-liquid extraction method for removing the remaining monomer or oligomer component by the combination of
water for washing and a suitable solvent, a solution purification method using ultrafiltration for extracting and removing
substances having a molecular weight not greater than a specified value, a reprecipitation method for removing the
remaining monomer or the like by dropwise adding a resin solution to a poor solvent to solidify the resin, and a solid
purification method wherein a resin slurry filtered off is washed with a poor solvent. Such methods can be used in
combination.
[0112] The poor solvent to be used in the reprecipitation method is dependent, for example, on the physical properties
of the resin to be purified and can not be generally exemplified. A suitable poor solvent is to be selected for use.
[0113] A radiation-sensitive resin composition can be obtained by using a radiation-sensitive acid producing agent,
serving as a component for producing an acid when irradiated with radiation, in combination with the resin containing
an acid-dissociable group.
[0114] The presence of the resin containing an acid-dissociable group in the radiation-sensitive resin composition
renders the composition highly soluble in resist solvents, gives excellent basic properties to the resist and renders the
composition extremely suitable for use in fabricating semiconductor devices which are expected to be made finer in
structure.
[0115] Preferable examples of radiation-sensitive acid producing agents are triphenylsulfonium trifluoromethanesul-
fonate, triphenylsulfonium nonafluoro-n-butanesulfonate, triphenylsulfonium perfluoro-n-octanesulfonate, triphenylsul-
fonium-2-bicyclo[2.2.1]hept-2-yl-1,1,2,2-tetrafluoroethanesulfonate, triphenylsulfonium-2-(3-tetracyclo[4.4.0.12,5.1.7,10]
dodecanyl)-1,1-difluoroethanesulfonate, triphenylsulfonium N,N-bis(nonafluoro-n-butanesulfonyl)imidate, triphenylsul-
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fonium camphorsulfonate, 4-cyclohexylphenyldiphenylsulfonium trifluoromethanesulfonate, 4-cyclohexylphenyldiphe-
nyl-sulfonium nonafluoro-n-butanesulfonate, 4-cyclohexylphenyldiphenylsulfonium perfluoro-n-octanesulfonate, 4-cy-
clohexylphenyldiphenylsulfonium-2-bicyclo[2.2.1]hept-2-yl-1,1,2,2-tetrafluoroethanesulfonate, 4-cyclohexylphenyld-
iphenylsulfonium-2-(3-tetracyclo[4.4.0.12,5.1.7,10]dodecanyl)-1,1-difluoroethanesulfonate, 4-cyclohexylphenyldiphenyl-
sulfonium N,N-bis(nonafluoro-n-butanesulfonyl)imidate, 4- cyclohexylphenyldiphenylsulfonium camphorsulfonate, 4-t-
butylphenyldiphenylsulfonium trifluoromethanesulfonate, 4-t-butylphenyldiphenylsulfonium nonafluoro-n-butanesul-
fonate, 4-t-butylphenyldiphenylsulfonium perfluoro-n-octanesulfonate, 4-t-butylphenyldiphenylsulfonium-2-bicyclo
[2.2.1]hept-2-yl-1,1,2,2-tetrafluoroethanesulfonate, 4-t-butylphenyldiphenylsulfonium-2-(3-tetracyclo[4.4.0.12,5.17,10]
dodecanyl)-1,1-difluoroethanesulfonate, 4-t-butylphenyldiphenylsulfonium-N,N-bis(nonafluoro-n-butanesulfonyl)imi-
date, 4-t-butylphenyldiphenylsulfonium camphorsulfonate, tri(4-t-butylphenyl)sulfonium trifluoromethanesulfonate, tri(4-
t-butylphenyl)sulfonium nonafluoro-n-butanesulfonate, tri(4-t-butylphenyl)sulfonium perfluoro-n-octanesulfonate, tri(4-t-
butylphenyl)sulfonium-2-bicyclo[2.2.1]hept-2-yl-1,1,2,2-tetrafluoroethanesulfonate, tri(4-t-butylphenyl)sulfonium 2-(3-
tetracyclo[4.4.0.12,5.17.10]dodecanyl)-1,1-difluoroethanesulfonate, tri(4-t-butylphenyl)sulfonium N,N-bis(nonafluoro-n-
butanesulfonyl)imidate, tri(4-t-butylphenyl)sulfonium camphorsulfonate, diphenyliodonium trifluoromethanesulfonate,
diphenyliodonium nonafluoro-n-butanesulfonate, diphenyliodonium perfluoro-n-octanesulfonate, diphenyliodonium-2-
bicylco[2.2.1]hept-2-yl-1,1,2,2-tetrafluoroethanesulfonate, diphenyliodonium-2-(3-tetracyclo[4.4.0.12,5.17,10]dodeca-
nyl)-1,1-difluoroethanesulfonate, diphenyliodonium N,N-bis(nonafluoro-n-butanesulfonyl)imidate, diphenyliodonium
camphorsulfonate, bis(4-t-butylphenyl)iodonium trifluoromethanesulfonate, bis(4-t-butylphenyl)iodonium nonafluoro-n-
butanesulfonate, bis(4-t-butylphenyl)iodonium perfluoro-n-octanesulfonate, bis(4-t-butylphenyl)iodonium-2-bicyclo
[2.2.1]hept-2-yl-1,1,2,2-tetrafluoroethanesulfonate, bis(4-t-butylphenyl)iodonium-2-(3-tetracyclo-[4.4.0.12,5.17,10]do-
decanyl)-1,1-difluoroethanesulfonate, bis(4-t-butylphenyl)iodonium-N,N-bis(nonafluoro-n-butanesulfonyl)imidate, bis
(4-t-butylphenyl)iodonium camphorsulfonate, 1-(4-n-butoxynaphthalene-1-yl)tetrahydrothiophenium trifluorometh-
anesulfonate, 1-(4-n-butoxynaphthalene-1-yl)tetrahydrothiophenium nonafluoro-n-butanesulfonate, 1-(4-n-butoxynaph-
thalene-1-yl)tetrahydrothiophenium perfluoro-n-octanesulfonate, 1-(4-n-butoxynaphthalene-1-yl)tetrahydrothiophe-
nium-2-bicyclo[2.2.1]hept-2-yl-1,1,2,2-tetrafluoroethanesulfonate, 1-(4-n-butoxynaphthalene-1-yl)tetrahydrothiophe-
nium 2-(3-tetraccyclo[4.4.0.12,5. 17,10]dodecanyl)-1,1-difluoroethanesulfonate, 1-(4-n-butoxynaphthalene-1-yl)tetrahy-
drothiophenium-N,N-bis(nonafluoro-n-butanesulfonyl)imidate, 1-(4-n-butoxynaphthalene-1-yl)tetrahydrothiophenium
champhersulfonate, 1-(3,5-dimethyl-4-hydroxyphenyl)-tetrahydrothiophenium trifluoromethanesulfonate, 1-(3,5-dime-
thyl-4-hydroxyphenyl)tetrahydrothiophenium nonafluoro-n-butanesulfonate, 1-(3,5-dimethyl-4-hydroxyphenyl)-tetrahy-
drothiophenium perfluoro-n-octanesulfonate, 1-(3,5-dimethyl-4-hydroxyphenyl)tetrahydrothiophenium-2-bicyclo[2.2.1]
hept-2-yl-1,1,2,2-tetrafluoroethanesulfonate, 1-(3,5-dimethyl-4-hydroxyphenyl)tetrahydrothiophenium-2-(3-tetracyclo
[4.4.0. 12,5.17,10] dodecanyl)-1,1-difluoroethanesulfonate, 1-(3,5-dimethyl-4-hydroxyphenyl)tetrahydrothiophenium-N,
N-bis(nonafluoro-n-butanesulfonyl)imidate, 1-(3,5-dimethyl-4-hydroxyphenyl)tetrahydrothiophenium camphorsul-
fonate, N-(trifluoromethanesulfonyloxy)succinimide, N-(nonafluoro-n-butanesulfonyloxy)succinimide, N-(perfluoro-n-oc-
tanesulfonyloxy)succinimide, N-(2-bicyclo[2.2.1]hept-2-yl-1,1,2,2-tetrafluoroethanesulfonyloxy)succinimide, N-(2-(3-
tetracyclo [4.4.0.12,5.17,10]dodecanyl)-1,1-difluoroethanesulfonyloxy)succinimide, N-(camphorsulfonyloxy)succinimide,
N-(trifluoromethanesulfonyloxy)bicyclo[2.2.1]hept-5-en-2,3-dicarboxyimide, N-(nonafluoro-n-butanesulfonyloxy)-bicyc-
lo[2.2.1]hept-5-en-2,3-dicarboxyimide, N-(perfluoro-n-octanesulfonyloxy)bicyclo[2.2.1]hept-5-en-2,3-dicarboxyimide,
N-(2-bicyclo[2.2.1]hept-2-yl-1,1,2,2-tetrafluoroethanesulfonyloxy)bicyclo[2.2.1]hept-5-en-2,3-dicarboxyimide, N-(2-(3-
tetracyclo [4.4.0.12,5. 17,10] dodecanyl)- 1,1- difluoroethanesulfonyloxy) bicyclo [2.2.1] hept- 5- en- 2,3- dicarboxyimide,
N-(camphorsulfonyloxy)bicyclo[2.2.1]hept-5-en-2,3-dicarboxyimide, etc.
[0116] According to the invention, radiation-sensitive acid producing agents can be used singly, or at least two of them
are usable in admixture.
[0117] To ensure the sensitivity of the resist and the amenability thereof to development, the radiation-sensitive acid
producing agent is used usually in an amount of 0.1 to 20 parts by weight, preferably 0.1 to 7 parts by weight, per 100
parts by weight of the resin containing an acid-dissociable group. If the amount of acid producing agent is less than 0.1
part by weight, lower sensitivity and impaired developability tend to result, whereas if the amount is in excess of 20 parts
by weight, lower transparency to radiation will result, making is less likely to obtain rectangular resist patterns.

BEST MODE OF CARRYING OUT THE INVENTION

[0118] The present invention will be described below in detail with reference to Examples, but is not limited thereto in
any way. In Examples and Comparative Examples, properties were determined by the following methods.

Identification of organobismuth compounds and living radical polymers

[0119] The organobismuth compound was identified based on the results of 1H-NMR, 13C-NMR and MS analyses.
The molecular weight and molecular weight distribution of the living radical polymer were determined using GPC (gel
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permeation chromatography). The measuring instruments used are as follows.

1H-NMR : Varian VXR-300S (300MHz)
13C-NMR : Varian VXR-300S (300MHz)
MS(GCMS) : Hewlett Packard 5972
Molecular weight and molecular weight distribution : Apparatus : Gel permeation chromatography Japan Waters
GPCV 2000
Column : TSK gel GMHXL;TSK gel G3000HXL

[0120] The following compounds were used.

Di compound (Di Compound)

Dimethylditelluride (Preparation Example 4)

Tetramethyldistibine (Preparation Example 7)

[0121] Azo type polymerization initiator :

2,2’-azobis-isobutyronitrile (Otsuka Chemical Co., Ltd., AIBN),
1,1’-azobis(1-cyclohexanecarbonitrile) (Otsuka Chemical Co., Ltd., ACHN),
2,2’-azobis-2,4-dimethylvaleronitrile (Otsuka Chemical Co., Ltd., ADVN)

Monomer :

Adamantane monomer MADM

[0122]

Norbornene monomer NBLM

[0123]
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Preparation Example 1

Preparation of trimethylbismuthane

[0124] A solution of 25 g of bismuth tribromide in 40 ml of THF was added dropwise to 180 ml of 1.0 M methyllithium-
diethyl ether solution under argon atmosphere maintaining reflux state. Thereafter, the reaction mixture was stirred at
room temperature for 1.5 hours. The solvent was removed at atmospheric distillation, and then distilled in a vacuum.
The distillate was again distilled, giving 8.1 g of a colorless oily product (54.8% in yield).
1H-NMR revealed that the product was the desired one.
1H-NMR(300MHz, CDCl3) 1.13(s, 9H)

Preparation Example 2

Preparation of dimethylbismuthanyl bromide

[0125] A solution of 7.2 g of bismuth tribromide in 13 ml of THF was added dropwise to 8.0 g (31.5 mmol) of trimeth-
ylbismuthane prepared in Preparation Example 1 under argon atmosphere. Thereafter, the reaction mixture was stirred
at room temperature for 1.5 hours. After the reaction mixture was filtrated with 0.2 Pm membrane filter, THF was removed
in a vacuum, giving 14.23 g of a light yellow amorphous product (94.5% in yield).
1H-NMR revealed that the product was the desired one.
1H-NMR(300MHz, DMSO) 1.52(s, 6H)

Preparation Example 3

Preparation of diphenylbismuthanyl bromide

[0126] In 400 ml of THF was dissolved 22.014 g (50 mmol) of triphenylbismuthine (Tokyo Kasei Co., Ltd.) under
nitrogen atmosphere. The solution was cooled to 0°C and thereto was slowly added dropwise 11.231 g (25 mmol) of
tribromobismuthine (Aldrich Corp.) (30 minutes). The mixture was stirred to room temperature for 1 hour. The yellow
precipitate was filtered and dried in a vacuum. The obtained precipitate was recrystallized from benzene, giving 27.422
g (62 mmol: yield 83%) of yellow powdery product.
1H-NMR revealed that the product was the desired one. 1H-NMR(400MHz) 7.12(tt, J=1.2Hz, J=7.4Hz, Aromatic proton),
7.33(tt, J=1.2Hz, J=7.6Hz, 4H, Aromatic proton), 8.02(ddd, J =0.8Hz, J=1.6Hz, J=6.4Hz, 4H, Aromatic proton)

Preparation Example 4

Preparation of dimethyl ditelluride

[0127] A 3.19 g quantity (25 mmole) of metallic tellurium [product of Aldrich, brand name: Tellurium (-40 mesh)] was
suspended in 25 ml of THF, and 25 ml (28.5 mmole) of methyllithium [product of Kanto Chemical Co, Ltd., diethyl ether
solution] was added slowly to the suspension at 0°C (10 minutes). The reaction mixture was stirred until the metallic
tellurium disappeared completely (10 minutes). To the resulting reaction mixture was added 20 ml of a solution of
ammonium chloride at room temperature, followed by stirring for 1 hour. The organic layer was separated off, and the
aqueous layer was subjected to extraction with diethyl ether 3 times. The organic layers were collected, dried over
anhydrous sodium sulfate and concentrated in a vacuum, affording 2.69 g (9.4 mmole, yield 75%) of blackish purple oil.
[0128] The product was found to be dimethyl ditelluride by MS (HRMS) and 1H-NMR.
HRMS(EI) m/z: Calcd for C2H6Te2(M)+, 289.8594; Found 289.8593
1H-NMR (300MHz, CDCl3) 2.67(s, 6H)

Preparation Example 5

Preparation of trimethylstibanyl dibromide

[0129] A methylmagnesium iodide solution was prepared by placing 37.7 g (1.55 moles) of magnesium and 235.4 g
(1.65 moles) of methyl iodide into 900 ml of diethyl ether. A solution of 114 g (0.5 mole) of bismuth trichloride in 100 ml
of THF was slowly added dropwise to the iodide solution at 0°C (over a period of 40 minutes). The mixture was thereafter
stirred at room temperature for 1.5 hours. A salt formed as a by-product was filtered off, and the solvent was concentrated
and distilled in a vacuum (20-30°C, 200-300 mmHg). Bromine was added to the resulting liquid with stirring (until the
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liquid became colored owing to the addition of bromine). The precipitate obtained was washed several times with cold
ether and then dried in a vacuum at room temperature, affording 115.6 g of a white solid (71% in yield). 1H-NMR and 13C-
NMR revealed that the product was the desired one.
IR(KBr) 3007, 1792, 1720, 1394, 874, 669, 569
1H-NMR(400MHz, CDCl3) 2.64(s, 9H)
13C-NMR(100MHz, CDCl3); 26.57

Preparation Example 6

Preparation of dimethylstibanyl bromide

[0130] Trimethylstibanyl dibromide prepared in Preparation Example 5 (16.3 g, 50 mmole) was heated at 180°C in a
vacuum (50 mmHg), and thereafter distilled , giving 9.27 g of dimethylstibanyl bromide (90.0% in yield) of yellow oily
product.
IR(neat) 2995, 2912, 1400, 1202, 1020, 843, 768, 517 1H-NMR(400MHz, CDCl3) 1.58(s, 6H)
13C-NMR(100MHz, CDCl3) 8.61
HRMS(EI)m/z: Calcd for C2H6BrSb(M)+, 229.8691 ; Found 229.8663.

Preparation Example 7

Preparation of tetramethyldistibine

[0131] A 465 mg quantity (19.4 mmole) of magnesium was suspended in 25 ml of THF, and a THF solution of 4.42 g
(19.0 mmole) of the dimethylstibanyl bromide prepared in Preparation Example 6 was slowly added to the suspension
at room temperature. The reaction mixture was thereafter stirred at 70°C for 1 hour, the solvent was concentrated in a
vacuum, 20 ml of hexane was added to an oily product obtained, and the resulting solution was collected. The collected
solution was concentrated in a vacuum and subsequently distilled in a vacuum (room temperature, 0.1 mmHg) to obtain
0.30 g of an oily product (1.9 mmole, 10% in yield). 1H-NMR indicated that the product was tetramethyldistibine.
1H-NMR(400MHz, CDCl3) 0.98(s)

Example 1

Preparation of methyl 2-dimethylbismuthanyl-2-methylpropionate

[0132] A 2.86 g quantity (28 mmole) of methyl isobutyrate was dissolved in 25 ml of THF, and the mixture was chilled
to -78°C under argon atmosphere. To the mixture was slowly added dropwise 14.0 ml (28 mmole) of lithium diisopro-
pylamide (Aldrich Corp., 2.0M heptane.THF.ethylbenzene solution) over a period of 10 minutes. The reaction mixture
was gradually heated (one hour) and thereto was added dropwise a solution of 8.9 g of dimethylbismuthanyl bromide
prepared in Preparation Example 2 in 25 ml of THF between -40°C and -30°C The reaction mixture was further stirred
until reached to 0 °C (one hour). After the solids were filtrated with quartz wool and THF was removed in a vacuum, the
reaction mixture was distilled in a vacuum, giving 4.45 g (yield 46.7%) of a yellow oily product. b.p. 59°C /2.0 mmHg.
MS(GCMS), 1H-NMR and 13C-NMR revealed that the product was the desired one.
1H-NMR(300MHz, CDCl3) 1.08(s, 6H, BiMe2), 1.78 (s, 6H, CMe2), 3.72(s, 3H, COOMe)
13C-NMR(300MHz, CDCl3) 10.12(BiMe2), 24.13(Me 2), 33.11(Bi-C, quaternaly carbon), 50.72(OMe), 178.34(C=O)
GCMS (EI+)m/z: Calcd for C7H15O2Bi(M)+, 340; Found 340

Example 2

Preparation of 2-methyl-2-(dimethylbismuthanyl)-propionitrile

[0133] A 2.42 g quantity (35 mmole) of isobutyronitrile was dissolved in 20 ml of THF, and the mixture was chilled to
-78°C under argon atmosphere. To the mixture was slowly added dropwise 18 ml (36 mmole) of lithium diisopropylamide
(same as above) over a period of 35 minutes. The reaction mixture was gradually heated (35 minutes) and thereto was
added dropwise a solution of 11.2 g of dimethylbismuthanyl bromide prepared in Preparation Example 2 in 10 ml of THF
between -40° C and -30°C (25 minutes). The reaction mixture was further stirred until reached to -10°C (2 hours). After
the solids were filtrated with celite and THF was removed in a vacuum, the reaction mixture was extracted with toluene.
The extract was again concentrated and thereafter distilled in a vacuum, giving 0.49 g (yield 4.6%) of a white solid
product. b.p. 66° C /2.5 mmHg.
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1H-NMR and 13C-NMR revealed that the product was the desired one.
1H-NMR(300MHz, CDCl3) 1.29(s, 6H, BiMe2), 1.79 (s, 6H, CMe2) 13C-NMR(300MHz, CDCl3) 11.66(BiMe2), 19.95(Bi-
C, quaternaly carbon), 25.92(Mex2), 128.38(C.N)

Example 3

Preparation of 2-methyl-2-(diphenylbismuthanyl)-propionitrile

[0134] A 0.70 ml (0.5 mmole) of diisopropylamine (Wako Pure Chemical Ind. Ltd.) was dissolved in 3 ml of THF, and
the mixture was chilled to -78°C under nitrogen atmosphere. To the mixture was slowly added dropwise 3.23 ml (5
mmole) of n-butyl lithium (Aldrich Corp., 1.6 M hexane solution). The reaction mixture was stirred at -78°C for 10 minutes
and then heated to 0°C to obtain lithium diisopropylamine.
[0135] A 0.45 ml (5 mmole) of isobutyronitrile (Tokyo Kasei Co., Ltd.) was dissolved in 5 ml of THF, and the mixture
was chilled to -78°C under nitrogen atmosphere. Thereto was slowly added dropwise lithium diisopropylamine obtained
above. The reaction mixture was stirred at -78°C for 10 minutes and then heated to 0°C. Thereto was added dropwise
a solution of 2.223 g (5 mmole) of diphenylbismuthanyl bromide prepared in Preparation Example 3 in 5 ml of THF.
[0136] Thereafter the mixture was stirred for one hour while heated to room temperature. The reaction mixture was
washed with saturated aqueous solution of NaCl being bubbled by nitrogen gas, and dried by adding anhydrous mag-
nesium sulfate. After filtrated with glass filter and THF was removed in a vacuum, the reaction mixture was recrystallized
from diethyl ether at -30°C, giving 0.593 g (1.38 mmol, yield 28%) of light yellow needle crystals.
1H-NMR and 13C-NMR revealed that the product was the desired one.
1H-NMR(400MHz, DMSO-d6) 1.86(s, 6H, CH3), 7.38(tt, J=1.2Hz, J=7.4Hz, 2H, Aromatic H), 7.54(dt, J=1.2Hz, J=7.0Hz,
4H, AromaticH), 7.91(dd, J=1.2Hz, J=8.0Hz, Aromatic H)
13C-NMR(100MHz, DMSO-d6) 24.76(CH3), 27.43(Bi-C, quaternary carbon), 127.81(CN), 128.14(Aromatic carbon),
130.45(Aromatic carbon), 136.44(Aromatic carbon), 164.84(Bi-C, Aromatic carbon)

Example 4

Preparation of (dimethylbismuthanyl-methyl)benzene (not claimed)

[0137] A 40 ml (40 mmole) of 1.0 M solution of benzyl magnesium chloride in diethyl ether was cooled to 0°C, and
thereto was added dropwise a solution of 10.2 g (32.1 mmole) of dimethylbismuthanyl bromide prepared in Preparation
Example 2 in 20 ml of THF (45 minutes). The reaction mixture was further stirred at 0°C for 2 hours qnd hexane was
added. The supernatant liquid was extracted, concentrated and distilled in a vacuum, giving 3.5 g (yield 32.8%) of a
yellow liquid product. b.p. 67-76°C/0.7 mmHg. 1H-NMR revealed that the product was the desired one.
1H-NMR(300MHz, C6D6) 0.85(s, 6H, BiMe2), 2.87(s, 2H, CH2), 6.8 (m, 5H, C6H5)

Examples 5 to 16

Preparation of polystyrene

[0138] Along with styrene (Sigma-Aldrich Japan K.K.), methyl 2-dimethylbismuthanyl-2-methylpropionate (Bi initiator)
prepared in Example 1, Di Compound and azo type polymerization initiator were placed into a glove box with the inside
air replaced by nitrogen, and the reactions were carried out with the ratio and the reaction conditions (time and temper-
ature) as shown in Tables 1a and 1b. After the completion of the reaction, the reaction mixture was dissolved in 10 ml
of tetrahydrofuran, and the solution was then poured into 200 ml of methanol which was being stirred. The resulting
polymer precipitate was collected by suction filtration and dried to obtain polystyrene.
[0139] GPC analysis with reference to the molecular weight of an authentic sample of polystyrene was given in Table 1b.

Table 1a
monomer (mmol) Bi initiator (mmol) Di Compound (mmol) azo initiator (mmol)

ditelluride distibine AIBN ACHN ADVN
Ex.5 10 0.1
Ex.6 10 0.1 0.025
Ex.7 10 0.1 0.025
Ex.8 10 0.1 0.05
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Examples 17 to 20

Preparation of poly(n-butyl acrylate)

[0140] Along with n-butyl acrylate (Sigma-Aldrich Japan K.K.), methyl 2-dimethylbismuthanyl-2-methylpropionate (Bi
initiator) prepared in Example 1 and 2,2’-azobis-isobutyronitrile (same as above) were placed into a glove box with the
inside air replaced by nitrogen, and the reactions were carried out with the ratio and the reaction conditions (time and
temperature) as shown in Tables 2a and 2b. After the completion of the reaction, the reaction mixture was dissolved in
10 ml of tetrahydrofuran, and the solution was then poured into 200 ml of methanol which was being stirred. The resulting
polymer precipitate was collected by suction filtration and dried to obtain poly(n-butyl acrylate).
[0141] GPC analysis with reference to the molecular weight of an authentic sample of poly(methyl methacrylate) was
given in Table 2b. In Example 19 only, an authentic sample of polystyrene was used.

(continued)
monomer (mmol) Bi initiator (mmol) Di Compound (mmol) azo initiator (mmol)

ditelluride distibine AIBN ACHN ADVN
Ex. 9 20 0.1
Ex.10 20 0.1 0.002
Ex.11 20 0.1 0.05
Ex.12 50 0.1
Ex.13 50 0.1
Ex.14 100 0.1
Ex.15 10 0.02 0.05
Ex.16 10 0.01 0.05

Table 1b
solvent (ml) reaction condition

yield (%) Mn PD
DMF THF toluene (.C) (.)

Ex.5 100 3 96 10,500 1.07
Ex.6 60 17 76 7,500 1.08
Ex.7 60 29 95 9,000 1.08
Ex.8 60 20 87 10,000 1.17
Ex.9 2.5 100 20 81 25,800 1.19
Ex.10 80 72 85 16,300 1.22
Ex.11 100 12 96 31,600 1.08
Ex.12 100 8 94 52,900 1.13
Ex.13 1 100 72 85 34,100 1.15
Ex.14 100 16 86 80,700 1.22
Ex.15 60 20 50 83,700 1.35
Ex.16 60 20 41 150,500 1.49

Table 2a

monomer (mmol) Bi initiator (mmol)
Di Compound (mmol) azo initiator (mmol)

ditellu-ride distibine AIBN ACHN ADVN

Ex.17 5 0.05
Ex.18 10 0.1 0.025
Ex.19 10 0.1 0.05
Ex.20 50 0.1 0.02
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Examples 21 to 41

Preparation of poly(methyl methacrylate)

[0142] Along with methyl methacrylate (Mitsubishi Gas Chemical Company, Inc.), methyl 2-dimethylbismuthanyl-2-
methylpropionate (Bi initiator) prepared in Example 1, Di Compound and azo type polymerization initiator were placed
into a glove box with the inside air replaced by nitrogen, and the reactions were carried out with the ratio and the reaction
conditions (time and temperature) as shown in Tables 3a and 3b. After the completion of the reaction, the reaction
mixture was dissolved in 10 ml of tetrahydrofuran, and the solution was then poured into 200 ml of methanol which was
being stirred. The resulting polymer precipitate was collected by suction filtration and dried to obtain poly(methyl meth-
acrylate).
[0143] GPC analysis with reference to the molecular weight of an authentic sample of poly(methyl methacrylate) was
given in Table 3b. In Examples 25 and 41, an authentic sample of polystyrene was used.

Table 2b
solvent (ml) reaction condition

yield (%) Mn PD
DMF THF toluene (.C) (.)

Ex.17 100 6 78 10,300 1.11
Ex.18 60 1 93 11,200 1.09
Ex.19 60 6 99 15,900 1.11
Ex.20 60 8 95 52,200 1.17

Table 3a

monomer (mmol ) Bi initiator (mmol)
Di Compound (mmol) azo initiator (mmol)

ditelluride distibine AIBN ACHN ADVN

Ex.21 5 0.05
Ex.22 10 0.1
Ex.23 10 0.1 0.005
Ex.24 10 0.1 0.025
Ex.25 10 0.1 0.05
Ex.26 20 0.2 0.1
Ex.27 20 0.2 0.1 0.1
Ex.28 20 0.2 0.1 0.1
Ex.29 20 0.2 0.1 0.1
Ex.30 20 0.1
Ex.31 20 0.1 0.01
Ex.32 20 0.1 0.05 0.02
Ex.33 20 0.1 0.05 0.02
Ex.34 50 0.1
Ex.35 20 0.04 0.02
Ex.36 50 0.1 0.05
Ex.37 50 0.1 0.05
Ex.38 20 0.04 0.02 0.05
Ex.39 50 0.1 0.05 0.02
Ex.40 50 0.1 0.05 0.02
Ex.41 83.2 0.1 0.05
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Examples 42 to 44

Preparation of poly(1-vinyl-2-pyrrolidone)

[0144] Along with 1-vinyl-2-pyrrolidone (Wako Pure Chemical Ind. Ltd.), methyl 2-dimethylbismuthanyl-2-methylpro-
pionate (Bi initiator) prepared in Example 1 and 2,2’-azobis-isobutyronitrile (same as above) were placed into a glove
box with the inside air replaced by nitrogen, and the reactions were carried out with the ratio and the reaction conditions
(time and temperature) as shown in Tables 4a and 4b. After the completion of the reaction, the reaction mixture was
dissolved in 10 ml of tetrahydrofuran, and the solution was then poured into 200 ml of hexane which was being stirred.
The resulting polymer precipitate was collected by suction filtration and dried to obtain poly(1-vinyl-2-pyrrolidone) .
[0145] GPC analysis with reference to the molecular weight of an authentic sample of poly(methyl methacrylate) was
given in Table 4b.

Table 3b
solvent (ml) reaction condition

yield (%) Mn PD
DMF THF toluene (.C) (.)

Ex.21 100 3 79 9,100 1.13
Ex.22 1 100 10 95 52,100 1.14
Ex.23 60 5 94 15,600 1.24
Ex.24 60 4 88 8,200 1.31
Ex.25 60 5 94 15,600 1.24
Ex.26 90 10 95 11,300 1.13
Ex.27 60 10 89 10,700 1.12
Ex.28 60 10 92 10,200 1.14
Ex.29 40 10 94 10,200 1.18
Ex.30 100 3 93 18,600 1.10
Ex.31 100 3 93 19,300 1.07
Ex.32 60 12 91 17,900 1.18
Ex.33 60 12 91 17,100 1.14
Ex.34 100 4 93 54,300 1.11
Ex.35 90 10 92 43,900 1.23
Ex.36 100 6 91 42,400 1.20
Ex.37 100 6 88 42,100 1.14
Ex.38 60 10 91 40,600 1.17
Ex.39 60 12 90 40,900 1.21
Ex.40 60 12 90 38,000 1.18
Ex.41 60 18 88 87,500 1.13

Table 4a

monomer (mmol) Bi initiator (mmol)
Di Compound (mmol) azo initiator (mmol)

ditelluride distibine AIBN ACHN ADVN

Ex.42 10 0.1 0.02
Ex.43 10 0.1 0.025
Ex.44 50 0.1 0.02

Table 4b
solvent (ml) reaction condition

Yield (%) Mn PD
DMF THF toluene (.C) (.)

Ex.42 60 1 100 9,500 1.06
Ex.43 60 0.5 94 11,300 1.14
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Examples 45 to 49

Preparation of poly(N-isopropylacrylamide)

[0146] Along with N-isopropylacrylamide (Wako Pure Chemical Ind. Ltd.), methyl 2-dimethylbismuthanyl-2-methylpro-
pionate (Bi initiator) prepared in Example 1 and 2,2’-azobis-isobutyronitrile (same as above) were placed into a glove
box with the inside air replaced by nitrogen, and the reactions were carried out with the ratio and the reaction conditions
(time and temperature) as shown in Tables 5a and 5b. After the completion of the reaction, the reaction mixture was
dissolved in 10 ml of tetrahydrofuran, and the solution was then poured into 200 ml of hexane which was being stirred.
The resulting polymer precipitate was collected by suction filtration and dried to obtain poly(N-isopropylacrylamide).
[0147] GPC analysis with reference to the molecular weight of an authentic sample of poly(methyl methacrylate) was
given in Table 5b.

Example 50

Preparation of polyacrylonitrile

[0148] Along with 0.5 g (10 mmole) of acrylonitrile (Wako Pure Chemical Ind. Ltd.), 34.0 mg (0.10 mmole) of methyl
2-dimethylbismuthanyl-2-methylpropionate (Bi initiator) prepared in Example 1, 4.1 mg (0.025 mmole) of 2,2’-azobis-
isobutyronitrile (same as above) and 1 ml of DMF were placed into a glove box with the inside air replaced by nitrogen,
followed by stirring at 60. for 6 hours. After the completion of the reaction, the reaction mixture was dissolved in 10 ml
of tetrahydrofuran, and the solution was then poured into 200 ml of methanol which was being stirred. The resulting
polymer precipitate was collected by suction filtration and dried to obtain 0.52 g (yield 99%) of polyacrylonitrile.
[0149] GPC analysis with reference to the molecular weight of an authentic sample of poly(methyl methacrylate)
revealed Mn=17100 and PD=1.18.

(continued)
solvent (ml) reaction condition

Yield (%) Mn PD
DMF THF toluene (.C) (.)

Ex.44 60 2 100 60,000 1.12

Table 5a

monomer (mmol) Bi initiator (mmol)
Di Compound (mmol) azo initiator (mmol)

ditelluride distibine AIBN ACHN ADVN

Ex.45 10 0.1 0.02
Ex.46 10 0.1 0.025
Ex.47 50 0.1 0.02
Ex.48 50 0.1 0.02
Ex.49 100 0.1 0.02

Table 5b
solvent (ml) reaction condition

yield (%) Mn PD
DMF THF toluene (.C) (.)

Ex.45 60 2 83 8,000 1.04
Ex.46 1 60 6 99 15,900 1.07
Ex.47 60 8 94 62,000 1.10
Ex.48 1 100 8 94 62,000 1.10
Ex.49 1 100 8 93 178,000 1.36
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Example 51

Preparation of poly(acrylic acid)

[0150] Along with 0.7 g (10 mmole) of acrylic acid (Sigma-Aldrich Japan K.K.), 34.0 mg (0.1 mmole) of methyl 2-
dimethylbismuthanyl-2-methylpropionate (Bi initiator) prepared in Example 1, 8.2 mg (0.05 mmole) of 2,2’-azobis-iso-
butyronitrile (same as above) and 0.69 ml of tetrahydrofuran were placed into a glove box with the inside air replaced
by nitrogen, followed by stirring at 60. for 5 hours. After the completion of the reaction, NMR analysis revealed the
polymerization degree was 100%. The remained monomer and solvent were removed to obtain 0.66 g (yield 94.3%) of
poly(acrylic acid).
[0151] Molecular weight distribution analysis was carried out after the carboxylic acid was converted to the corre-
sponding methyl ester. GPC analysis with reference to the molecular weight of an authentic sample of polystyrene
revealed Mn=17900 and PD=1.42.

Example 52

Preparation of poly(methacrylic acid)

[0152] Along with 0.86 g (10 mmole) of methacrylic acid (Sigma-Aldrich Japan K.K.), 34.0 mg (0.10 mmole) of methyl
2-dimethylbismuthanyl-2-methylpropionate (Bi initiator) prepared in Example 1, 8.2 mg (0.05 mmole) of 2,2’-azobis-
isobutyronitrile (same as above) and 2.5 ml of toluene were placed into a glove box with the inside air replaced by
nitrogen, followed by stirring at 60. for 20 hours. After the completion of the reaction, the remained monomer and solvent
were removed to obtain poly(methacrylic acid) (yield 99%).
[0153] Molecular weight distribution analysis was carried out after the carboxylic acid was converted to the corre-
sponding methyl ester. GPC analysis with reference to the molecular weight of an authentic sample of poly(methyl
methacrylate) revealed Mn=12500 and PD=1.15.

Examples 53 to 54

Preparation of polystyrene

[0154] Along with styrene (same as above) and 2-methyl-2-(dimethylbismuthanyl)propionitrile (Bi initiator) prepared
in Example 2 were placed into a glove box with the inside air replaced by nitrogen, and the reactions were carried out
with the ratio and the reaction conditions (time and temperature) as shown in Tables 6a and 6b. After the completion of
the reaction, the reaction mixture was dissolved in 10 ml of tetrahydrofuran, and the solution was then poured into 200
ml of methanol which was being stirred. The resulting polymer precipitate was collected by suction filtration and dried
to obtain polystyrene.
[0155] GPC analysis with reference to the molecular weight of an authentic sample of polystyrene was given in Table 6b.

Table 6a

monomer (mmol) Bi initiator (mmol)
Di Compound (mmol) azo initiator (mmol)

ditelluride distibine AIBN ACHN ADVN

Ex.53 10 0.1
Ex.54 50 0.1

Table 6b
solvent (ml) reaction condition

yield (%) Mn PD
DMF THF toluene (.C) (.)

Ex.53 100 3 95 9,000 1.17
Ex.54 100 12 91 28,300 1.23
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Examples 55 to 56

Preparation of poly(n-butyl acrylate)

[0156] Along with n-butyl acrylate (Sigma-Aldrich Japan K.K.), 2-methyl-2-(dimethylbismuthanyl)propionitrile (Bi initi-
ator) prepared in Example 2 and 2,2’-azobis-isobutyronitrile (same as above) were placed into a glove box with the
inside air replaced by nitrogen, and the reactions were carried out with the ratio and the reaction conditions (time and
temperature) as shown in Tables 7a and 7b. After the completion of the reaction, the reaction mixture was dissolved in
10 ml of tetrahydrofuran, and the solution was then poured into 200 ml of methanol which was being stirred. The resulting
polymer precipitate was collected by suction filtration and dried to obtain poly(n-butyl acrylate).
[0157] GPC analysis with reference to the molecular weight of an authentic sample of poly(methyl methacrylate) was
given in Table 7b.

Examples 57 to 58

Preparation of poly(methyl methacrylate)

[0158] Along with methyl methacrylate (Mitsubishi Gas Chemical Company, Inc.) and 2-methyl-2-(dimethylbismutha-
nyl)-propionitrile (Bi initiator) prepared in Example 2 were placed into a glove box with the inside air replaced by nitrogen,
and the reactions were carried out with the ratio and the reaction conditions (time and temperature) as shown in Tables
8a and 8b. After the completion of the reaction, the reaction mixture was dissolved in 10 ml of tetrahydrofuran, and the
solution was then poured into 200 ml of methanol which was being stirred. The resulting polymer precipitate was collected
by suction filtration and dried to obtain poly(methyl methacrylate).
[0159] GPC analysis with reference to the molecular weight of an authentic sample of poly(methyl methacrylate) was
given in Table 8b.

Table 7a

monomer (mmol) Bi initiator (mmol)
Di Compound (mmol) azo initiator (mmol)

ditellride distibine AIBN ACHN ADVN

Ex.55 10 0.1 0.02
Ex.56 50 0.1 0.02

Table 7b
solvent (ml) reaction condition

yield (%) Mn PD
DMF THF toluene (.C) (.)

Ex.55 60 1.5 95 15,300 1.06
Ex.56 60 3 82 64,900 1.08

Table 8a

monomer (mmol) Bi initiator (mmol)
Di Compound (mmol) azo initiator (mmol)

ditelluride distibine AIBN ACHN ADVN

Ex.57 10 0.1
Ex.58 50 0.1

Table 8b
solvent (ml) reaction condition

yield (%) Mn PD
DMF THF toluene (.C) (.)

Ex.57 100 3 93 11,000 1.21
Ex.58 100 4 89 51,200 1.23
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Example 59

Preparation of poly(1-vinyl-2-pyrrolidone)

[0160] Along with 1.1 g (10 mmole) of 1-vinyl-2-pyrrolidone (same as above), 31.0 mg (0.10 mmole) of 2-methyl-
2-(dimethylbismuthanyl)propionitrile (Bi initiator) prepared in Example 2 and 3.28 mg (0.02 mmole) of 2,2’-azobis-iso-
butyronitrile (same as above) were placed into a glove box with the inside air replaced by nitrogen, followed by stirring
at 60 for 1 hour. After the completion of the reaction, the reaction mixture was dissolved in 10 ml of tetrahydrofuran, and
the solution was then poured into 200 ml of hexane which was being stirred. The resulting polymer precipitate was
collected by suction filtration and dried to obtain poly(1-vinyl-2-pyrrolidone) (yield 87%).
[0161] GPC analysis with reference to the molecular weight of an authentic sample of poly(methyl methacrylate)
revealed Mn=6300 and PD=1.20.

Example 60

Preparation of poly(N-isopropylacrylamide)

[0162] Along with 1.10 g (10 mmole) of N-isopropylacrylamide (same as above), 31.0 mg (0.10 mmole) of 2-methyl-
2-(dimethylbismuthanyl)propionitrile (Bi initiator) prepared in Example 2, 3.28 mg (0.02 mmole) of 2,2’-azobis-isobuty-
ronitrile (same as above) and 1 ml of DMF were placed into a glove box with the inside air replaced by nitrogen, followed
by stirring at 60 for 2 hours. After the completion of the reaction, the reaction mixture was dissolved in 10 ml of tetrahy-
drofuran, and the solution was then poured into 200 ml of hexane which was being stirred. The resulting polymer
precipitate was collected by suction filtration and dried to obtain poly(N-isopropylacrylamide) (yield 100%).
[0163] GPC analysis with reference to the molecular weight of an authentic sample of poly(methyl methacrylate)
revealed Mn=13700 and PD=1.13.

Example 61

Preparation of polystyrene

[0164] Along with styrene (same as above) and 2-methyl-2-(diphenylbismuthanyl)propionitrile (Bi initiator) prepared
in Example 3 were placed into a glove box with the inside air replaced by nitrogen, and the reactions were carried out
with the ratio and the reaction conditions (time and temperature) as shown in Tables 9a and 9b. After the completion of
the reaction, the reaction mixture was dissolved in 10 ml of tetrahydrofuran, and the solution was then poured into 200
ml of methanol which was being stirred. The resulting polymer precipitate was collected by suction filtration and dried
to obtain polystyrene.
[0165] GPC analysis with reference to the molecular weight of an authentic sample of polystyrene was given in Table 9b.

Examples 62 to 63

Preparation of poly(n-butyl acrylate)

[0166] Along with n-butyl acrylate (Sigma-Aldrich Japan K.K.), 2-methyl-2-(diphenylbismuthanyl)propionitrile (Bi initi-
ator) prepared in Example 3 and 2,2’-azobis-isobutyronitrile (same as above) were placed into a glove box with the

Table 9a

monomer (mmol) Bi initiator (mmol)
Di Compound (mmol) azo initiator (mmol)

ditelluride distibine AIBN ACHN ADVN

Ex.61 10 0.1

Table 9b
solvent (ml) reaction condition

yield (%) Mn PD
DMF THF toluene (.C) (.)

Ex.61 100 3 95 25,600 1.17
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inside air replaced by nitrogen, and the reactions were carried out with the ratio and the reaction conditions (time and
temperature) as shown in Tables 10a and 10b. After the completion of the reaction, the reaction mixture was dissolved
in 10 ml of tetrahydrofuran, and the solution was then poured into 200 ml of methanol which was being stirred. The
resulting polymer precipitate was collected by suction filtration and dried to obtain poly(n-butyl acrylate).
[0167] GPC analysis with reference to the molecular weight of an authentic sample of poly(methyl methacrylate) was
given in Table 10b.

Examples 64 to 65

Preparation of poly(methyl methacrylate)

[0168] Along with methyl methacrylate (Mitsubishi Gas Chemical Company, Inc.) and 2-methyl-2-(diphenylbismutha-
nyl)-propionitrile (Bi initiator) prepared in Example 3 were placed into a glove box with the inside air replaced by nitrogen,
and the reactions were carried out with the ratio and the reaction conditions (time and temperature) as shown in Tables
11a and 11b. After the completion of the reaction, the reaction mixture was dissolved in 10 ml of tetrahydrofuran, and
the solution was then poured into 200 ml of methanol which was being stirred. The resulting polymer precipitate was
collected by suction filtration and dried to obtain poly(methyl methacrylate).
[0169] GPC analysis with reference to the molecular weight of an authentic sample of poly(methyl methacrylate) was
given in Table 11b.

Example 66

Preparation of poly(1-vinyl-2-pyrrolidone)

[0170] Along with 1.1 g (10 mmole) of 1-vinyl-2-pyrrolidone (same as above), 43.0 mg (0.10 mmole) of 2-methyl-

Table 10a

monomer (mmol) Bi initiator (mmol)
Di Compound (mmol) azo initiator (mmol)

ditelluride distibine AIBN ACHN ADVN

Ex.62 10 0.1 0.02
Ex.63 50 0.1 0.02

Table 10b
solvent (ml) reaction condition

yield (%) Mn PD
DMF THF toluene (.C) (.)

Ex.62 60 3 98 13,500 1.13
Ex.63 60 5 98 56,300 1.14

Table 11a

monomer (mmol) Bi initiator (mmol)
Di Compound (mmol) azo initiator (mmol)

ditelluride distibine AIBN ACHN ADVN

Ex.64 10 0.1
Ex.65 50 0.1

Table 11b
solvent (ml) reaction condition

yield (%) Mn PD
DMF THF toluene (.C) (.)

Ex.64 100 1 96 13,900 1.20
Ex.65 100 2 86 47,600 1.30
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2-(diphenylbismuthanyl)propionitrile (Bi initiator) prepared in Example 3 and 3.28 mg (0.02 mmole) of 2,2’-azobis-iso-
butyronitrile (same as above) were placed into a glove box with the inside air replaced by nitrogen, followed by stirring
at 60 for 2 hours. After the completion of the reaction, the reaction mixture was dissolved in 10 ml of tetrahydrofuran,
and the solution was then poured into 200 ml of hexane which was being stirred. The resulting polymer precipitate was
collected by suction filtration and dried to obtain poly(1-vinyl-2-pyrrolidone) (yield 85%) .
[0171] GPC analysis with reference to the molecular weight of an authentic sample of poly(methyl methacrylate)
revealed Mn=9800 and PD=1.23.

Example 67

Preparation of poly(N-isopropylacrylamide)

[0172] Along with 1.10 g (10 mmole) of N-isopropylacrylamide (same as above), 43.0 mg (0.10 mmole) of 2-methyl-
2-(diphenylbismuthanyl)propionitrile (Bi initiator) prepared in Example 3 and 3.28 mg (0.02 mmole) of 2,2’-azobis-iso-
butyronitrile (same as above) were placed into a glove box with the inside air replaced by nitrogen, followed by stirring
at 100 for 3 hours. After the completion of the reaction, the reaction mixture was dissolved in 10 ml of tetrahydrofuran,
and the solution was then poured into 200 ml of hexane which was being stirred. The resulting polymer precipitate was
collected by suction filtration and dried to obtain poly(N-isopropylacrylamide) (yield 90%).
[0173] GPC analysis with reference to the molecular weight of an authentic sample of poly(methyl methacrylate)
revealed Mn=13000 and PD=1.31.

Examples 68 to 75

Preparation of poly(methyl methacrylate)

[0174] Along with methyl methacrylate (same as above), (dimethylbismuthanyl-methyl)benzene (Bi initiator) prepared
in Example 4 and azo type polymerization initiator were placed into a glove box with the inside air replaced by nitrogen,
and the reactions were carried out with the ratio and the reaction conditions (time and temperature) as shown in Tables
12a and 12b. After the completion of the reaction, the reaction mixture was dissolved in 10 ml of tetrahydrofuran, and
the solution was then poured into 200 ml of methanol which was being stirred. The resulting polymer precipitate was
collected by suction filtration and dried to obtain poly(methyl methacrylate).
[0175] GPC analysis with reference to the molecular weight of an authentic sample of poly(methyl methacrylate) was
given in Table 12b.

Table 12a

monomer (mmol) Bi initiator (mmol)
Di Compound (mmol) azo initiator (mmol)

ditelluride distibine AIBN ACHN ADVN

Ex.68 28 0.28
Ex.69 28 0.14
Ex.70 28 0.056
Ex.71 28 0.028
Ex.72 28 0.014
Ex.73 10 0.1 0.05
Ex.74 10 0.1 0.05
Ex.75 10 0.05 0.025

Table 12b
solvent (ml) reaction condition

yield (%) Mn PD
DMF THF toluene (.C) (.)

Ex.68 90 14 98 12,300 1.20
Ex.69 90 14 94 18,000 1.43
Ex.70 90 21 88 37,700 1.16
Ex.71 90 19 87 56,000 1.29
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Example 76

Preparation of poly(methyl methacrylate)-polystyrene random copolymer

[0176] Along with 1.0 g (10 mmole) of styrene (same as above), 1.0 g (10 mmole) of methyl methacrylate (same as
above) and 7.0 mg (0.02 mmole) of methyl 2-dimethylbismuthanyl-2-methylpropionate (Bi initiator) prepared in Example
1 were placed into a glove box with the inside air replaced by nitrogen, followed by stirring at 100 for 10 hours. After the
completion of the reaction, the reaction mixture was dissolved in 10 ml of tetrahydrofuran, and the solution was then
poured into 200 ml of methanol which was being stirred. The resulting polymer precipitate was collected by suction
filtration and dried to obtain 1.43 g (yield 71.6%) of poly(styrene-r-methyl methacrylate) random copolymer.
[0177] GPC analysis with reference to the molecular weight of an authentic sample of polystyrene revealed Mn=115400
and PD=1.43.

Example 77

Preparation of poly(N-isopropylacrylamide)-poly(N-isopropylmethacrylamide) random copolymer

[0178] Along with 0.57 g (5 mmole) of N-isopropylacrylamide (same as above), 0.64 g (5 mmole) of N-isopropylmeth-
acrylamide (Wako Pure Chemical Ind. Ltd.), 34.0 mg (0.10 mmole) of methyl 2-dimethylbismuthanyl-2-methylpropionate
(Bi initiator) prepared in Example 1, 3.3 mg (0.02 mmole) of 2,2’-azobis-isobutyronitrile (same as above) and 1 ml of
DMF were placed into a glove box with the inside air replaced by nitrogen, followed by stirring at 60 for 24 hours. After
the completion of the reaction, the reaction mixture was dissolved in 10 ml of tetrahydrofuran, and the solution was then
poured into 200 ml of methanol which was being stirred. The resulting polymer precipitate was collected by suction
filtration and dried to obtain 1.12 g (yield 93%) of poly(N-isopropylacrylamide-r-N-isopropylmethacrylamide) random
copolymer.
[0179] GPC analysis with reference to the molecular weight of an authentic sample of polystyrene revealed Mn=17000
and PD=1.37.

Example 78

[0180] Stirred in a glove box having its inside air replaced by nitrogen at 60°C for 22 hours were 351 mg (1.5 mmole)
of an adamantane monomer MADM, 556 mg (2.5 mmole) a norbornene monomer NBLM, 59.8 mg (0.18 mmole) of
(dimethylbismuthanylmethyl)benzene prepared in Example 4, 3.0 mg (0.02 mmole) of 2,2’-azobis(isobutyronitrile) and
1.5 ml of tetrahydrofuran. NMR analysis revealed the polymerization degree was 96.7%. After the completion of the
reaction, the reaction mixture was dissolved in 10 ml of tetrahydrofuran, and the solution was then poured into 200 ml
of methanol which was being stirred. The resulting polymer precipitate was collected by suction filtration and dried to
obtain 0.72 g (yield 79.5%) of poly (MADM-r-NBLM) .
[0181] GPC analysis with reference to the molecular weight of an authentic sample of polystyrene revealed Mn=4100
and PD=1.38.

Example 79

Preparation of poly(methyl methacrylate)-polystyrene diblock polymer

[0182] Along with 0.5 g (5.0 mmole) of methyl methacrylate (same as above), 8.5 mg (0.025 mmole) of methyl 2-
dimethylbismuthanyl-2-methylpropionate (Bi initiator) prepared in Example 1 and 2.1 mg (0.125 mmole) of 2,2’-azobis
(isobutyronitrile) (same as above) were placed into a glove box with the inside air replaced by nitrogen, followed by
stirring at 60 for 18 hours. NMR analysis revealed the polymerization degree was 96%. GPC analysis with reference to

(continued)
solvent (ml) reaction condition

yield (%) Mn PD
DMF THF toluene (.C) (.)

Ex.72 90 27 88 100,100 1.30
Ex.73 1 60 24 80 10,100 1.16
Ex.74 1 50 24 78 9,900 1.17
Ex.75 1 60 24 90 16,000 1.19
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the molecular weight of an authentic sample of polystyrene revealed Mn=26900 and PD=1.18.
[0183] To the poly(methyl methacrylate) obtained above (initiator which is used as macroinitiator) was added 2.0 g
(19.2 mmole) of styrene (same as above), followed by stirring at 100 for 30 hours. NMR analysis revealed the polymer-
ization degree was 93.1%. After the completion of the reaction, the reaction mixture was dissolved in 10 ml of tetrahy-
drofuran, and the solution was then poured into 200 ml of methanol which was being stirred. The resulting polymer
precipitate was collected by suction filtration and dried to obtain 2.12 g (yield 85%) of poly(methyl methacrylate) poly-
styrene diblock polymer
[0184] GPC analysis with reference to the molecular weight of an authentic sample of polystyrene revealed Mn=204300
and PD=1.39.

Example 80

Preparation of polystyrene macroinitiator

[0185] Along with 1.04 g (10 mmole) of styrene (same as above) and 34.0 mg (0.10 mmole) of methyl 2-dimethylbis-
muthanyl-2-methylpropionate (Bi initiator) prepared in Example 1 were placed into a glove box with the inside air replaced
by nitrogen, followed by stirring at 100 for 6 hours. After the completion of the reaction, the reaction mixture was dissolved
in 10 ml of chloroform, and the solution was then poured into 200 ml of methanol which was being stirred. The resulting
polymer precipitate was collected by suction filtration and dried to obtain polystyrene macroinitiator (yield 93%).
[0186] GPC analysis with reference to the molecular weight of an authentic sample of polystyrene revealed Mn=10900
and PD=1.10.

Example 81

Preparation of poly(styrene-b-1-vinyl-2-pyrrolidone)

[0187] Along with 48.4 mg (0.44 mmole) of 1-vinyl-2-pyrrolidone (same as above), 0.41 mg (0.044 mmole) of polysty-
rene macroinitiator prepared in Example 80, 3.28 mg (0.02 mmole) of 2,2’-azobis-isobutyronitrile (same as above) and
1.5 ml of DMF were placed into a glove box with the inside air replaced by nitrogen, followed by stirring at 60. for 18
hours. After the completion of the reaction, the reaction mixture was dissolved in 5 ml of chloroform, and the solution
was then poured into 300 ml of diethyl ether which was being stirred. The resulting polymer precipitate was collected
by suction filtration and dried to obtain a block copolymer of poly (styrene-b-1-vinyl-2-pyrrolidone) (yield 93%).
[0188] GPC analysis with reference to the molecular weight of an authentic sample of polystyrene revealed Mn=32800
and PD=1.28.

INDUSTRIAL APPLICABILITY

[0189] The invention provides an organobismuth compound useful as a living radical polymerization initiator which
realizes precision control of molecular weights and molecular weight distributions (PD=Mw/Mn) under mild conditions,
processes for preparing the compound, processes for preparing polymers using the compound, and the polymers. The
living radical polymers obtained by the polymerization process of the invention readily permit conversion of terminal
groups to other functional groups, are useful for preparing macromonomers and useful as crosslinking sites and are
usable as compatibilizing agents and as materials for block polymers. Further, the present process using organobismuth
compound is superior in safety.
[0190] The present polymer can be used suitably for resists for use in manufacturing semiconductor devices, etc.

Claims

1. An organobismuth compound represented by the formula (1)
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wherein R1 and R2 are C1-C8 alkyl, aryl, substituted aryl or an aromatic heterocyclic group, R3 and R4 are each
hydrogen atom or C1-C8 alkyl, and R5 is aryl, substituted aryl, an aromatic heterocyclic group, acyl, amido, oxycar-
bonyl or cyano provided that R3 and R4 are not hydrogen atom simultaneously.

2. A process for preparing an organobismuth compound of the formula (1) comprising reacting a compound of the
formula (3), and a compound of the formula (4) or (5)

(wherein R1 and R2 are as defined above, and Z is a halogen atom or alkali metal)

(wherein R3, R4 and R5 are as defined above, and X is a halogen atom)
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(wherein R3, R4 and R5 are as defined above).

3. The use of an organobismuth compound of the formula (2)

wherein R1 and R2 are C1 - C8 alkyl, aryl, substituted aryl or an aromatic heterocyclic group, R3 and R4 are each a
hydrogen atom or C1 - C8 alkyl, and R5 is aryl, substituted aryl, an aromatic heterocyclic group, acyl, amido, oxy-
carbonyl or cyano, as a living radical polymerization initiator.

4. A process for producing a living radical polymer wherein a vinyl monomer is polymerized with use of an organobismuth
compound of formula (2).

5. A process for producing a living radical polymer wherein a vinyl monomer is polymerized with use of an organobismuth
compound of formula (2) and an azo type polymerization initiator.

6. The use of an organic compound of the formula (2)which is obtainable by subjecting a vinyl monomer to polymerization
with use of an organobismuth compound of formula (2), as a living radical polymer

7. The use of an organobismuth compound of the formula (2), which is obtainable by subjecting a vinyl monomer to
polymerization with use of the organic compound of formula (2) and an azo type polymerization initiator, as a living
radical polymer.

8. A mixture of the organobismuth compound of formula (2) and an azo type polymerization initiator.

9. A process for producing a random copolymer wherein at least two vinyl monomers are polymerized with use of the
organobismuth compound of formula (2).

10. A process for producing a random copolymer wherein at least two vinyl monomers are polymerized with use of the
organobismuth compound of formula (2) and an azo type polymerization inititator.

11. A random copolymer which is obtainable by subjecting at least two vinyl monomers to polymerization with use of
the organobismuth compound of formula (2).
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12. A random copolymer which is obtainable by subjecting at least two vinyl monomers to polymerization with use of
the organobismuth compound of formula (2) and an azo type polymerization inititator.

13. The use of a product which is obtainable by subjecting a vinyl monomer to polymerization with use of the organo-
bismuth compound of formula (2), as a macro living radical polymerization initiator

14. The use of a product which is obtainable by subjecting a vinyl monomer to polymerization with use of the organo-
bismuth compound of formula (2) and an azo type polymerization initiator, as a macro living radical polymerization
initiator.

15. A process for producing a block copolymer wherein a vinyl monomer is polymerized with use of the product of claim 13.

16. A process for producing a block copolymer wherein a vinyl monomer is polymerized with use of the product of claim 14.

17. A block copolymer which is obtainable by subjecting a vinyl monomer to polymerization with use of the product of
claim 13.

18. A block copolymer which is obtainable by subjecting a vinyl monomer to polymerization with use of the product of
claim 14.

19. A process for producing a living radical polymer wherein a vinyl monomer is polymerized with use of the organo-
bismuth compound of formula (2), and at least one compound selected from ditelluride compound, distibine com-
pound and dibismuthine compound.

20. A process for producing a living radical polymer wherein a vinyl monomer is polymerized with use of a mixture of
the organobismuth compound of formula (2), an azo type polymerization initiator, and at least one compound selected
from ditelluride compound, distibine compound and dibismuthine compound.

21. The use of a product which is obtainable by subjecting a vinyl monomer to polymerization with use of a mixture of
the organobismuth compound of formula (2), and at least one compound selected from ditelluride compound, distibine
compound and dibismuthine compound, as a living radical polymer.

22. The use of a product which is obtainable by subjecting a vinyl monomer to polymerization with use of a mixture of
the organdbismuth compound of formula (2), an azo type polymerization initiator, and at least one compound selected
from ditelluride compound, distibine compound and dibismuthine compound, as a living radical polymer.

23. A mixture of the organobismuth compound of formula (2), and at least one compound selected from ditelluride
compound, distibine compound and dibismuthine compound.

24. A mixture of the organobismuth compound of formula (2), an azo type polymerization initiator, and at least one
compound selected from ditelluride compound, distibine compound and dibismuthine compound.

25. A process for producing a random copolymer wherein at least two vinyl monomers are polymerized with use of a
mixture of the organobismuth compound of formula (2), and at least one compound selected from ditelluride com-
pound, distibine compound and dibismuthine compound.

26. A process for producing a random copolymer wherein at least two vinyl monomers are polymerized with use of the
organobismuth compound of formula (2), an azo type polymerization initiator, and at least one compound selected
from ditelluride compound, distibine compound and dibismuthine compound.

27. A random copolymer which is obtainable by subjecting at least two vinyl monomers to polymerization with use of a
mixture of the organobismuth compound of formula (2), and at least one compound selected from ditelluride com-
pound, distibine compound and dibismuthine compound.

28. A random copolymer which is obtainable by subjecting at least two vinyl monomers to polymerization with use of a
mixture of the organobismuth compound of formula (2), an azo type polymerization initiator, and at least one com-
pound selected from ditelluride compound, distibine compound and dibismuthine compound.
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29. The use of a product which is obtainable by subjecting a vinyl monomer to polymerization with use of a mixture of
the organobismuth compound of formula (2), and at least one compound selected from ditelluride compound, distibine
compound and dibismuthine compound, as a macro living radical polymerization initiator.

30. The use of a product which is obtainable by subjecting a vinyl monomer to polymerization with use of a mixture of
the organobismuth compound of of formula (2), an azo type polymerization initiator, and at least one compound
selected from ditelluride compound, distibine compound and dibismuthine compound, as a macro living radical
polymerization initiator.

31. A process for producing a block copolymer wherein a vinyl monomer is polymerized with use of the product of claim 29.

32. A process for producing a block copolymer wherein a vinyl monomer is polymerized with use of the product of claim 30.

33. A block copolymer which is obtainable by subjecting a vinyl monomer to polymerization with use of the product of
claim 29.

34. A block copolymer which is obtainable by subjecting a vinyl monomer to polymerization with use of the product of
claim 30.

35. A process for producing a resin containing an acid-dissociable group wherein a vinyl monomer is polymerized with
use of one of the following (a) to (d),

(a) the organobismuth compound of formula (2),
(b) a mixture of the organobismuth compound of formula (2), and an azo type polymerization initiator,
(c) a mixture of the organobismuth compound of formula (2), and at least one compound selected from ditelluride
compound, distibine compound and dibismuthine compound, and
(d) a mixture of the organobismuth compound of formula (2), an azo type polymerization initiator, and at least
one compound selected from ditelluride compound, distibine compound and dibismuthine compound.

36. A resin containing an acid-dissociable group which is obtainable by the process of claim 35.

37. A radiation-sensitive resin composition comprising a resin containing an acid-dissociable group, and a radiation-
sensitive acid producing agent, the resin containing an acid-dissociable group being a resin obtained by subjecting
a vinyl monomer to polymerization with use of one of the following (a) to (d),

(a) the organobismuth compound of formula (2),
(b) a mixture of the organobismuth compound of formula (2), and an azo type polymerization initiator,
(c) a mixture of the organobismuth compound of formula (2), and at least one compound selected from ditelluride
compound, distibine compound and dibismuthine compound, and
(d) a mixture of the organobismuth compound of formula (2), an azo type polymerization initiator, and at least
one compound selected from ditelluride compound, distibine compound and dibismuthine compound.

Patentansprüche

1. Eine Organobismutverbindung der Formel (1)
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in der R1 und R2 C1 bis C8 Alkyl, Aryl, substituiertes Aryl oder eine aromatische heterozyklische Gruppe sind, R3

und R4 jeweils ein Wasserstoffatom oder C1 bis C8 Alkyl sind und R5 Aryl, substituiertes Aryl, eine aromatische
heterozyklische Gruppe, Acyl, Amido, Oxycarbonyl oder Cyano ist, unter der Bedingung, dass R3 und R4 nicht
gleichzeitig Wasserstoffatom bedeuten.

2. Verfahren zur Herstellung einer Organobismutverbindung der Formel (1) umfassend die Reaktion einer Verbindung
der Formel (3) und einer Verbindung der Formel (4) oder (5)

(in der R1 und R2 die oben gegebenen Bedeutungen besitzen und Z ein Halogenatom oder ein Alkalimetall ist).

(in der R3, R4 und R5 die oben gegebenen Bedeutungen besitzen und X ein Halogenatom ist)
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(in der R3, R4 und R5 die oben beschriebenen Bedeutungen besitzen).

3. Verwendung einer Organobismutverbindung der Formel (2)

in der R1 und R2 C1 bis C8 Alkyl, Aryl, substituiertes Aryl oder eine aromatische heterozyklische Gruppe, R3 und
R4 jeweils ein Wasserstoffatom oder C1 bis C8 Alkyl sind und R5 Aryl, substituiertes Aryl, eine aromatische hetero-
zyklische Gruppe, Acyl, Amido, Oxycarbonyl oder Cyano ist, als Initiator für die lebende radikalischen Polymerisation.

4. Verfahren zur Herstellung eines lebenden radikalischen Polymers, wobei ein Vinylmonomer unter Verwendung
einer Organobismutverbindung der Formel (2) polymerisiert wird.

5. Verfahren zur Herstellung eines lebenden radikalischen Polymers, wobei ein Vinylmonomer unter Verwendung
einer Organobismutverbindung der Formel (2) und eines Polymerisationsinitiators vom Azotyp polymerisiert wird.

6. Verwendung einer organischen Verbindung der Formel (2), die erhältlich ist durch Unterwerfung eines Vinylmono-
mers der Polymerisation unter Verwendung einer Organobismutverbindung von Anspruch 1 als lebendem radika-
lischen Polymer.

7. Verwendung einer Organobismutverbindung der Formel (2), die erhältlich ist durch Unterwerfen eines Vinylmono-
mers der Polymerisation unter Verwendung einer Organobismutverbindung von Anspruch 1 und eines Polymerisa-
tionsinitiators vom Azotyp als ein lebendes radikalisches Polymer.

8. Gemisch aus der Organobismutverbindung der Formel (2) und einem Polymerisationsinitiator vom Azotyp.

9. Verfahren zur Herstellung einer statistischen Copolymerisation, wobei wenigstens zwei Vinylmonomere unter Ver-
wendung der Organobismutverbindung der Formel (2) polymerisiert werden.

10. Verfahren zur Herstellung eines statistischen Copolymers, wobei wenigstens zwei Vinylmonomere unter Verwen-
dung der Organobismutverbindung der Formel (2) und eines Polymerisationsinitiators vom Azotyp polymerisiert
werden.

11. Statistisches Copolymer, erhältlich dadurch, dass man wenigstens zwei Vinylmonomere der Polymerisation unter
Verwendung der Organobismutverbindung der Formel 2 unterwirft.

12. Statistisches Copolymer, dadurch erhältlich, dass man wenigstens zwei Vinylmonomere der Polymerisation unter
Verwendung der Organobismutverbindung der Formel (2) und eines Polymerisationsinitiators vom Azotyp unterwirft.

13. Verwendung eines Produkts, das erhältlich ist durch Unterwerfen eines Vinylmonomers der Polymerisation unter
Verwendung der Organobismutverbindung der Formel (2) als ein Makrolebendradikalpolymerisationsinitiator.

14. Verwendung eines Produkts, erhältlich durch Unterwerfung eines Vinylmonomers der Polymerisation unter Ver-
wendung der Organobismutverbindung der Formel (2) und eines Polymerisationsinitiators vom Azotyp als
Makrolebendradikalpolymerisationsinitiator.

15. Verfahren zur Herstellung eines Blockcopolymers, wobei ein Vinylmonomer unter Verwendung des Produkts von
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Anspruch 13 polymerisiert wird.

16. Verfahren zur Herstellung eines Blockcopolymers, wobei ein Vinylmonomer unter Verwendung des Produkts von
Anspruch 14 polymerisiert wird.

17. Blockcopolymer, erhältlich durch Unterwerfung eines Vinylmonomers der Polymerisation unter Verwendung des
Produkts von Anspruch 13.

18. Blockcopolymer, erhältlich durch Unterwerfung eines Vinylmonomers der Polymerisation unter Verwendung des
Produkts von Anspruch 14.

19. Verfahren zur Herstellung eines Lebendradikalpolymers, wobei ein Vinylmonomer unter Verwendung der Organo-
bismutverbindung der Formel (2) und wenigstens einer Verbindung ausgewählt aus Ditelluridverbindung, Distibin-
verbindung und Dibismutinverbindung polymerisiert wird.

20. Verfahren zur Herstellung eines Lebendradikalpolymers, wobei ein Vinylmonomer unter Verwendung eines Gemi-
sches der Organobismutverbindung von Formel (2), eines Polymerisationsinitiators vom Azotyp und wenigstens
einer Verbindung, ausgewählt aus Ditelluridverbindung, Distibinverbindung und Dibismutinverbindung, polymerisiert
wird.

21. Verwendung eines Produkts, das erhältlich ist durch Unterwerfen eines Vinylmonomers der Polymerisation unter
Verwendung eines Gemisches der Organobismutverbindung der Formel (2) und wenigstens einer Verbindung,
ausgewählt aus Ditelluridverbindung, Distibinverbindung und Dibismutinverbindung, als ein Lebendradikalpolymer.

22. Die Verwendung eines Produkts, das erhältlich ist durch Unterwerfen eines Vinylmonomers der Polymerisation
unter Verwendung eines Gemisches aus der Organobismutverbindung der Formel (2), eines Polymerisationsinitia-
tors vom Azotyp und wenigstens einer Verbindung, ausgewählt aus Ditelluridverbindung, Distibinverbindung und
Dibismutinverbindung, als ein Lebendradikalpolymer.

23. Gemisch aus der Organobismutverbindung der Formel (2) und wenigstens einer Verbindung ausgewählt aus Ditel-
luridverbindung, Distibinverbindung und Dibismutinverbindung.

24. Gemisch aus der Organobismutverbindung der Formel (2), einem Polymerisationsinitiator vom Azotyp und wenig-
stens einer Verbindung ausgewählt aus Ditelluridverbindung, Distibinverbindung und Dibismutinverbindung.

25. Verfahren zur Herstellung eines statistischen Copolymers, wobei wenigstens zwei Vinylmonomere unter Verwen-
dung eines Gemisches aus der Organobismutverbindung der Formel (2) und wenigstens einer Verbindung ausge-
wählt aus Ditelluridverbindung, Distibinverbindung und Dibismutinverbindung polymerisiert wird.

26. Verfahren zur Herstellung eines statistischen Copolymers, worin wenigstens zwei Vinylmonomere unter Verwendung
der Organobismutverbindung der Formel (2), eines Polymerisationsinitiators vom Azotyp und wenigstens einer
Verbindung ausgewählt aus Ditelluridverbindung, Distibinverbindung und Dibismutinverbindung polymerisiert wird.

27. Statistisches Copolymer, erhältlich durch Unterwerfung von wenigstens zwei Vinylmonomeren der Polymerisation
unter Verwendung eines Gemisches aus der Organobismutverbindung der Formel (2) und wenigstens eine Verbin-
dung ausgewählt aus Ditelluridverbindung, Distibinverbindung und Dibismutinverbindung.

28. Statistisches Copolymer, erhältlich durch Unterwerfung von wenigstens zwei Vinylmonomeren der Polymerisation
unter Verwendung eines Gemisches aus der Organobismutverbindung der Formel (2), eines Polymerisationsinitia-
tors vom Azotyp und wenigstens einer Verbindung ausgewählt aus Ditelluridverbindung, Distibinverbindung und
Dibismutinverbindung.

29. Verwendung eines Produkts, das erhältlich ist durch Unterwerfung eines Vinylmonomers der Polymerisation unter
Verwendung eines Gemisches aus der Organobismutverbindung der Formel (2), wenigstens einer Verbindung
ausgewählt aus Ditelluridverbindung, Distibinverbindung und Dibismutinverbindung und eines Makrolebendradikal-
polymerisationsinitiators.

30. Verwendung eines Produkts, das erhältlich ist durch Unterwerfung eines Vinylmonomers der Polymerisation unter
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Verwendung eines Gemisches aus der Organobismutverbindung der Formel (2), eines Polymerisationsinitiators
vom Azotyp und wenigstens einer Verbindung ausgewählt aus Ditelluridverbindung, Distibinverbindung und Dibis-
mutinverbindung als Makrolebendradikalpolymerisationsinitiator.

31. Verfahren zur Herstellung eines Copolymers, wobei ein Vinylmonomer unter Verwendung des Produkts von An-
spruch 29 polymerisiert wird.

32. Verfahren zur Herstellung eines Blockcopolymers, wobei ein Vinylmonomer unter Verwendung des Produkts von
Anspruch 30 polymerisiert wird.

33. Blockcopolymer, erhältlich durch Unterwerfen eines Vinylmonomers der Polymerisation unter Verwendung des
Produkts von Anspruch 29.

34. Blockcopolymer, erhältlich durch Unterwerfen eines Vinylmonomers der Polymerisation unter Verwendung des
Produkts von Anspruch 30.

35. Verfahren zur Herstellung eines Harzes, das eine säuredissoziierbare Gruppe enthält, wobei ein Vinylmonomer
unter Verwendung der folgenden Bestandteile (a) bis (d) polymerisiert wird:

(a) Organobismutverbindung der Formel (2)
(b) Gemisch aus der Organobismutverbindung der Formel (2) und einem Polymerisationsinitator vom Azotyp,
(c) ein Gemisch der Organobismutverbindung der Formel (2) und wenigstens einer Verbindung, ausgewählt
aus Ditelluridverbindung, Distibinverbindung und Dibismutinverbindung, und
(d) ein Gemisch aus der Organobismutverbindung der Formel (2), einem Polymerisationsinitiator vom Azotyp
und wenigstens einer Verbindung, ausgewählt aus Ditelluridverbindung, Distibinverbindung und Dibismutinver-
bindung.

36. Harz, enthaltend eine säuredissoziierbare Gruppe, erhältlich durch das Verfahren von Anspruch 35.

37. Strahlungsempfindliche Harzzusammensetzung, enthaltend ein Harz, das eine säuredissoziierbare Gruppe enthält,
und ein Mittel, das eine strahlungsempfindliche Säure erzeugt, wobei das Harz, das eine säuredissoziierbare Gruppe
enthält, ein Harz ist, das durch Unterwerfung eines Vinylmonomers der Polymerisation unter Verwendung eines
der folgenden Bestandteile (a) bis (d) erhältlich ist:

(a) Organobismutverbindung der Formel (2)
(b) Gemisch aus der Organobismutverbindung der Formel (2) und einem Polymerisationsinitator vom Azotyp,
(c) ein Gemisch der Organobismutverbindung der Formel (2) und wenigstens einer Verbindung, ausgewählt
aus Ditelluridverbindung, Distibinverbindung und Dibismutinverbindung, und
(d) ein Gemisch aus der Organobismutverbindung der Formel (2), einem Polymerisationsinitiator vom Azotyp
und wenigstens einer Verbindung, ausgewählt aus Ditelluridverbindung, Distibinverbindung und Dibismutinver-
bindung.

Revendications

1. Composé d’organobismuth représenté par la
formule (1)
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dans laquelle R1 et R2 sont un groupe alkyle en C1-C8, un groupe aryle, un groupe aryle substitué ou un groupe
hétérocyclique aromatique, R3 et R4 sont chacun un atome d’hydrogène ou un groupe alkyle en C1-C8, et R5 est
un groupe aryle, un groupe aryle substitué, un groupe hétérocyclique aromatique, un groupe acyle, un groupe
amido, un groupe oxycarbonyle ou un groupe cyano, à condition que R3 et R4 ne soient simultanément des atomes
d’hydrogène.

2. Procédé de préparation d’un composé d’organobismuth de formule (1) comprenant la réaction d’un composé de
formule (3) et d’un composé de formule (4) ou (5)

dans laquelle R1 et R2 sont tels que définis ci-dessus, et Z est un atome d’halogène ou un métal alcalin,

dans laquelle R3, R4 et R5 sont tels que définis ci-dessus, et X est un atome d’halogène,
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dans laquelle R3, R4 et R5 sont tels que définis ci-dessus.

3. Utilisation d’un composé d’organobismuth représenté par la formule (2)

dans laquelle R1 et R2 sont un groupe alkyle en C1-C8, un groupe aryle, un groupe aryle substitué ou un groupe
hétérocyclique aromatique, R3 et R4 sont chacun un atome d’hydrogène ou un groupe alkyle en C1-C8, et R5 est
un groupe aryle, un groupe aryle substitué, un groupe hétérocyclique aromatique, un groupe acyle, un groupe
amido, un groupe oxycarbonyle ou un groupe cyano, en tant qu’initiateur de polymérisation radicalaire vivante.

4. Procédé de préparation d’un polymère radicalaire vivant dans lequel un monomère vinylique est polymérisé en
utilisant un composé d’organobismuth de formule (2).

5. Procédé de préparation d’un polymère radicalaire vivant dans lequel un monomère vinylique est polymérisé en
utilisant un composé d’organobismuth de formule (2) et un initiateur de polymérisation de type azo.

6. Utilisation d’un composé organique de formule (2), qui peut être obtenu en soumettant un monomère vinylique à
une polymérisation en utilisant un composé d’organobismuth de formule (2), en tant que polymère radicalaire vivant.

7. Utilisation d’un composé d’organobismuth de formule (2), qui peut être obtenu en soumettant un monomère vinylique
à une polymérisation en utilisant le composé organique de formule (2) et un initiateur de polymérisation de type
azo, en tant que polymère radicalaire vivant.

8. Mélange du composé d’organobismuth de formule (2) et d’un initiateur de polymérisation de type azo.

9. Procédé de production d’un copolymère aléatoire dans lequel au moins deux monomères vinyliques sont polymérisés
en utilisant le composé d’organobismuth de formule (2).

10. Procédé de production d’un copolymère aléatoire dans lequel au moins deux monomères vinyliques sont polymérisés
en utilisant le composé d’organobismuth de formule (2) et un initiateur de polymérisation de type azo.

11. Copolymère aléatoire qui peut être obtenu en soumettant au moins deux monomères vinyliques à une polymérisation
en utilisant le composé d’organobismuth de formule (2).

12. Copolymère aléatoire qui peut être obtenu en soumettant au moins deux monomères vinyliques à une polymérisation
en utilisant le composé d’organobismuth de formule (2) et un initiateur de polymérisation de type azo.

13. Utilisation d’un produit qui peut être obtenu en soumettant un monomère vinylique à une polymérisation en utilisant
le composé d’organobismuth de formule (2), en tant que macroinitiateur de polymérisation radicalaire vivante.

14. Utilisation d’un produit qui peut être obtenu en soumettant un monomère vinylique à une polymérisation en utilisant
le composé d’organobismuth de formule (2) et un initiateur de polymérisation de type azo, en tant que macroinitiateur
de polymérisation radicalaire vivante.

15. Procédé de production d’un copolymère séquencé dans lequel un monomère vinylique est polymérisé en utilisant
le produit de la revendication 13.
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16. Procédé de production d’un copolymère séquencé dans lequel un monomère vinylique est polymérisé en utilisant
le produit de la revendication 14.

17. Copolymère séquencé qui peut être obtenu en soumettant un monomère vinylique à une polymérisation en utilisant
le produit de la revendication 13.

18. Copolymère séquencé qui peut être obtenu en soumettant un monomère vinylique à une polymérisation en utilisant
le produit de la revendication 14.

19. Procédé de production d’un polymère radicalaire vivant dans lequel un monomère vinylique est polymérisé en
utilisant le composé d’organobismuth de formule (2) et au moins un composé choisi parmi un composé de ditelluride,
un composé de distibine et un composé de dibismuthine.

20. Procédé de production d’un polymère radicalaire vivant dans lequel un monomère vinylique est polymérisé en
utilisant un mélange du composé d’organobismuth de formule (2), d’un initiateur de polymérisation de type azo et
d’au moins un composé choisi parmi un composé de ditelluride, un composé de distibine et un composé de dibis-
muthine.

21. Utilisation d’un produit qui peut être obtenu en soumettant un monomère vinylique à une polymérisation en utilisant
un mélange du composé d’organobismuth de formule (2) et d’au moins un composé choisi parmi un composé de
ditelluride, un composé de distibine et un composé de dibismuthine, en tant que polymère radicalaire vivant.

22. Utilisation d’un produit qui peut être obtenu en soumettant un monomère vinylique à une polymérisation en utilisant
un mélange du composé d’organobismuth de formule (2), d’un initiateur de polymérisation de type azo et d’au moins
un composé choisi parmi un composé de ditelluride, un composé de distibine et un composé de dibismuthine, en
tant que polymère radicalaire vivant.

23. Mélange du composé d’organobismuth de formule (2) et d’au moins un composé choisi parmi un composé de
ditelluride, un composé de distibine et un composé de dibismuthine.

24. Mélange du composé d’organobismuth de formule (2), d’un initiateur de polymérisation de type azo et d’au moins
un composé choisi parmi un composé de ditelluride, un composé de distibine et un composé de dibismuthine.

25. Procédé de production d’un copolymère aléatoire, dans lequel au moins deux monomères vinyliques sont polymé-
risés en utilisant un mélange du composé d’organobismuth de formule (2) et d’au moins un composé choisi parmi
un composé de ditelluride, un composé de distibine et un composé de dibismuthine.

26. Procédé de production d’un copolymère aléatoire, dans lequel au moins deux monomères vinyliques sont polymé-
risés en utilisant le composé d’organobismuth de formule (2), un initiateur de polymérisation de type azo et au moins
un composé choisi parmi un composé de ditelluride, un composé de distibine et un composé de dibismuthine.

27. Copolymère aléatoire qui peut être obtenu en soumettant au moins deux monomères vinyliques à une polymérisation
en utilisant un mélange du composé d’organobismuth de formule (2) et d’au moins un composé choisi parmi un
composé de ditelluride, un composé de distibine et un composé de dibismuthine.

28. Copolymère aléatoire qui peut être obtenu en soumettant au moins deux monomères vinyliques à une polymérisation
en utilisant un mélange du composé d’organobismuth de formule (2), d’un initiateur de polymérisation de type azo
et d’au moins un composé choisi parmi un composé de ditelluride, un composé de distibine et un composé de
dibismuthine.

29. Utilisation d’un produit qui peut être obtenu en soumettant un monomère vinylique à une polymérisation en utilisant
un mélange du composé d’organobismuth de formule (2) et d’au moins un composé choisi parmi un composé de
ditelluride, un composé de distibine et un composé de dibismuthine, en tant que macroinitiateur de polymérisation
radicalaire vivante.

30. Utilisation d’un produit qui peut être obtenu en soumettant un monomère vinylique à une polymérisation en utilisant
un mélange du composé d’organobismuth de formule (2), d’un initiateur de polymérisation de type azo et d’au moins
un composé choisi parmi un composé de ditelluride, un composé de distibine et un composé de dibismuthine, en
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tant que macroinitiateur de polymérisation radicalaire vivante.

31. Procédé de production d’un copolymère séquencé dans lequel un monomère vinylique est polymérisé en utilisant
le produit de la revendication 29.

32. Procédé de production d’un copolymère séquencé dans lequel un monomère vinylique est polymérisé en utilisant
le produit de la revendication 30.

33. Copolymère séquencé qui peut être obtenu en soumettant un monomère vinylique à une polymérisation en utilisant
le produit de la revendication 29.

34. Copolymère séquencé qui peut être obtenu en soumettant un monomère vinylique à une polymérisation en utilisant
le produit de la revendication 30.

35. Procédé de production d’une résine contenant un groupe dissociable par un acide dans lequel un monomère
vinylique est polymérisé en utilisant l’un des composés (a) à (d) suivants :

(a) le composé d’organobismuth de formule (2),
(b) un mélange du composé d’organobismuth de formule (2) et d’un initiateur de polymérisation de type azo,
(c) un mélange du composé d’organobismuth de formule (2) et d’au moins un composé choisi parmi un composé
de ditelluride, un composé de distibine et un composé de dibismuthine, et
(d) un mélange du composé d’organobismuth de formule (2), d’un initiateur de polymérisation de type azo et
d’au moins un composé choisi parmi un composé de ditelluride, un composé de distibine et un composé de
dibismuthine.

36. Résine contenant un groupe dissociable par un acide qui peut être obtenue par le procédé de la revendication 35.

37. Composition de résine sensible aux rayonnements comprenant une résine contenant un groupe dissociable par un
acide, et un agent produisant un acide sensible aux rayonnements, la résine contenant un groupe dissociable par
un acide étant une résine obtenue en soumettant un monomère vinylique à une polymérisation en utilisant l’un des
composés (a) à (d) suivants :

(a) le composé d’organobismuth de formule (2),
(b) un mélange du composé d’organobismuth de formule (2) et d’un initiateur de polymérisation de type azo,
(c) un mélange du composé d’organobismuth de formule (2) et d’au moins un composé choisi parmi un composé
de ditelluride, un composé de distibine et un composé de dibismuthine, et
(d) un mélange du composé d’organobismuth de formule (2), d’un initiateur de polymérisation de type azo et
d’au moins un composé choisi parmi un composé de ditelluride, un composé de distibine et un composé de
dibismuthine.
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