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Description
BACKGROUND OF THE INVENTION

[0001] Aromatic polymers such as polysulfone, polyethersulfone, poly(phthalazine ether sulfone ketone), poly(p-phe-
nylene sulfide), polyether imide, polyimide, polyphenylene oxide, polyphenylene ether, and polyether ether ketone are
useful for preparing porous membranes due to their chemical stability, processability, mechanical strength, flexibility,
and thermal stability. Since these polymers are generally hydrophobic, membranes prepared from these polymers are
hydrophobic, and thus lack desirable surface properties such as wettability, low protein adsorption, thromboresistance,
and controlled surface chemical reactivity.

[0002] Attempts have been made to improve one or more of the surface properties of membranes made from the
aromatic polymers. For example, membranes have been treated with high energy radiation or plasma to impart hy-
drophilicity. In other examples, hydrophilic monomers have been grafted to hydrophobic membrane surfaces. Attempts
also have been made to coat the hydrophobic membrane with water soluble polymers such as polyethylene glycol or
polyvinyl pyrrolidone. The above attempts for improving properties, particularly hydrophilicity, however, have one or
more drawbacks such as lack of reproducibility, lack of stability of the modification, and/or pore clogging.

[0003] The foregoing shows thatthere is an unmet need for hydrophilic membranes formed from aromatic hydrophobic
polymers and for a method of imparting hydrophilicity to membranes formed from aromatic hydrophobic polymers.
[0004] WO 2011/146669 A1 discloses certain nanostructured polyelectrolyte compositions comprising block copoly-
mers, for example, polyphenylene ether based block copolymers, as polyelectrolytes which are characterized by high
softening temperatures.

[0005] EP 0 103 297 A2 discloses certain poly(glycidyl ether) block copolymers and a process for their preparation.
[0006] CN 103 087 306 A discloses certain amphiphilic hyper-branched poly(styrene-b-isobutylene-b-styrene) elas-
tomer for use as a hot-melt adhesive.

[0007] WO 2012/083253 A1 discloses certain polyelectrolytes based on poly(glycidyl ether) s.

[0008] WO 00/50161 A1 discloses certain positively charged membranes having a crosslinked polyamine coating on
a porous support.

BRIEF SUMMARY OF THE INVENTION

[0009] The invention provides hydrophilic block copolymers which are useful in imparting hydrophilicity to membranes
formed from aromatic hydrophobic polymers.

[0010] The invention provides a block copolymer of the formula: A-B-A (1) or A-B (Il), wherein block A is: a polymer of
allyl glycidyl ether wherein one more of the allyl groups have been replaced with 1,2-dihydroxypropyl group or a group
of the formula: -(CH,),-S-(CH,),-X, wherein ais 3 and b is 1 to 3, and X is selected from an acidic group, a basic group,
a cation, an anion, a zwitterion, halo, hydroxyl, acyl, acyloxy, alkylthio, alkoxy, aldehydo, amido, carbamoyl, ureido,
cyano, nitro, epoxy, a group of the formula -C(H)(COOH)(NH,), and a group of the formula -C(H)(COOH)(NHAc), or a
salt thereof; and block B is an aromatic hydrophobic polymeric segment as described in the present claims

[0011] The present invention also provides a method of preparing a block copolymer comprising: (i) providing an
aromatic hydrophobic polymeric segment having one or more terminal functional groups; and (ii) carrying out ring opening
polymerization of allyl glycidyl ether on the aromatic hydrophobic polymeric segment in the presence of a base. One or
more of the allyl groups are replaced with hydrophilic groups to produce a hydrophilic copolymer.

[0012] The present invention also provides a porous membrane comprising an aromatic hydrophobic polymer and a
block copolymer as described above, and a method of preparing such porous membranes.

[0013] The present invention has one or more of the following advantages. It provides for a facile method for tuning
the degree of hydrophilicity desired in a porous membrane. Block copolymers of various degrees of hydrophilicity are
produced from aromatic hydrophobic polymers. The composition of the block copolymers are readily characterized by
well known techniques. The porous membranes prepared using the block copolymers are low in extractables. The block
copolymers have strong adhesion to aromatic hydrophobic polymers. The porous membranes are stable to process
conditions such as autoclaving, steaming, and isopropanol (IPA) extraction.

BRIEF DESCRIPTION OF THE SEVERAL VIEWS OF THE DRAWING(S)
[0014]
Fig. 1A depicts the SEM image of the cross-section of a porous membrane prepared from a blend of PES and PES-

PolyAGE. Fig. 1B depicts a higher magnification SEM image of the cross-section depicted in Fig. 1A.
Fig. 2A depicts the SEM image of the cross-section of a porous membrane prepared from a blend of PES and PES-
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MPS in accordance with an embodiment of the invention. Fig. 2B depicts a higher magnification SEM image of the
circled region of the cross-section depicted in Fig. 2A.

Fig. 3illustrates the microstructure of a hydrophilic porous membrane. 1 represents an aromatic hydrophobic polymer,
2 represents the aromatic hydrophobic polymeric segment of the block copolymer in accordance with an embodiment
of the invention, and 3 represents the hydrophilic polymeric segment of the block copolymer.

Fig. 4A depicts the SEM image of the cross-section of a membrane in accordance with a Reference Example. Fig.
4B depicts a higher magnification SEM image of the image depicted in Fig. 4A.

DETAILED DESCRIPTION OF THE INVENTION

[0015] In accordance with an embodiment, the invention provides a block copolymer of the formula: A-B-A (1) or A-B
(1), comprising blocks A and B,
wherein block A is:

a polymer of allyl glycidyl ether wherein one more of the allyl groups have been replaced with 1,2-dihydroxypropyl
group or a group of the formula: -(CH,),-S-(CH,),-X, wherein ais 3 and b is 1 to 3, and X is selected from an acidic
group, a basic group, a cation, an anion, a zwitterion, halo, hydroxyl, acyl, acyloxy, alkylthio, alkoxy, aldehydo,
amido, carbamoyl, ureido, cyano, nitro, epoxy, a group of the formula -C(H)(COOH)(NH,), and a group of the formula
-C(H)(COOH)(NHAC), or a salt thereof; and

block B is an aromatic hydrophobic polymeric segment as described in the present claims

[0016] In accordance with another embodiment, block A is a polymer of allyl glycidyl ether wherein one more of the
allyl groups have been replaced with 1,2-dihydroxypropy! group or a group of the formula: -(CH,),-S-(CH,),-X, wherein
a and b are independently 1 to 3, and X is a group selected from an acidic group, a basic group, a cation, an anion, a
zwitterion, halo, hydroxyl, acyl, acyloxy, alkylthio, alkoxy, aldehydo, amido, carbamoyl, ureido, cyano, nitro, epoxy, a
group of the formula -C(H)(COOH)(NH,), and a group of the formula -C(H)(COOH)(NHAc), or a salt thereof.

[0017] In accordance with an embodiment, the zwitterion is a quaternary ammonium alkyl sulfonate group of the
formula -N*(R'R2)(CH,).SO5", wherein R and R2 are alkyl groups and c is 1 to 3.

[0018] In accordance with an embodiment, the aromatic hydrophobic polymeric segment of the block copolymer is
selected from polysulfone, polyethersulfone, polycarbonate, poly(phthalazinone ether sulfone ketone), polyether ketone,
polyether ether ketone, polyether ketone ketone, polyimide, polyetherimide, and polyamide-imide, preferably polyether-
sulfone.

[0019] Embodiments of the hydrophobic polymer segments are polysulfone (PS), polyethersulfone (PES), polycar-
bonate (PC), polyether ether ketone (PEEK), poly(phthalazinone ether sulfone ketone) (PPESK), polyphenylene sulfide
(PPS), and polyether-imide (PEI), which have the following structures:

CHs 0
—o0 / \ l@—o Q 0
_/ ] |
CH; 0 n
PS
_ ) -
|
|
L © dn
PES
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[0020] The number of repeat units, n, within each of the above aromatic hydrophobic segments can be from about 10
to about 1000, preferably from about 30 to about 300, and more preferably from about 50 to about 250.

[0021] Inaccordance with an embodiment, the block copolymer of the invention, where polyethersulfone is the aromatic
hydrophobic segment, has any of the following structures (except for PES-PolyAGE):

\Poj/\t? @70]:(7/0\);2/
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wherein n, my, and m, are independently about 10 to about 1000, preferably from about 30 to about 300, and more
preferably from about 50 to about 250.

[0022] In any of the embodiments, block A is present in the block copolymer an amount of about 20% to about 60
mol% and block B is present in an amount of about 40% to about 80 mol%, and preferably block A is present in an
amount of about 40% to about 55 mol% and block B is present in an amount of about 45% to about 60 mol%.

[0023] The invention further provides a method of preparing a block copolymer of the formula: A-B-A (1) or A-B (ll),
wherein block Ais a polymer of allyl glycidyl ether, said polymer having allyl groups, and block B is an aromatic hydrophobic
polymeric segment; the method comprising: (i) providing an aromatic hydrophobic polymeric segment having one or
more terminal functional groups selected from hydroxy, mercapto, and amino groups; and (ii) carrying out ring opening
polymerization of allyl glycidyl ether on the aromatic hydrophobic polymeric as described in the present claims.

[0024] In accordance with an embodiment, the aromatic hydrophobic polymeric segment is selected from polysulfone,
polyethersulfone, polyphenylene ether, polyphenylene oxide, polycarbonate, poly(phthalazinone ether sulfone ketone),
polyether ketone, polyether ether ketone, polyether ketone ketone, polyimide, polyetherimide, and polyamide-imide,
preferably polyethersulfone. The aromatic hydrophobic polymeric segment comprises one or more, preferably one or
two, terminal functional groups selected from hydroxy, mercapto, or amino groups.

[0025] The functional groups can be provided on the aromatic hydrophobic segments by methods known to those
skilled in the art. For example, hydroxy-terminated polyether imide synthesis is described in U.S. Patents 4,611,048 and
7,230,066. Thus, for example, hydroxy-terminated polyether imides can be prepared by the reaction of a bis-ether
anhydride and a diamine, followed by reaction with an amino alcohol. lllustratively, a hydroxy-terminated polyether imide
can be prepared by the reaction of bis(4-(3,4-dicarboxy-phenoxy)phenyl)propane dianhydride and m-phenylenediamine,
followed by reaction with p-aminophenol.

[0026] Amine-terminated polyether imides can be prepared by the reaction of a bis-ether anhydride and a diamine.
Thus, for example, bis(4-(3,4-dicarboxy-phenoxy)phenyl)propane dianhydride and m-phenylenediamine can be reacted
to produce an amine terminated polyether imide. See, for example, U.S. Patent 3,847,867.

[0027] Hydroxy-terminated PEEK is described in Journal of Polymer Science Part B 2006, 44, 541 and Journal of
Applied Science 2007, 106, 2936. Thus, for example, hydroxy-terminated PEEK with pendent tert-butyl groups can be
prepared by the nucleophilic substitution reaction of 4,4’-difluorobenzophenone with tert-butyl hydroquinone with potas-
sium carbonate as catalyst.

[0028] Hydroxy-terminated polycarbonate is described in Journal of Polymer Science: Polymer Chemistry Edition
1982, 20, 2289. Thus, for example, hydroxy-terminated polycarbonate can be prepared by the reaction of bisphenol A
and phosgene, with in situ blocking of some of the phenolic groups either prior to or during phosgenation. Trimethyl-
chlorosilane, trifluoroacetic anhydride, or trifluoroacetic acid can be used for the blocking. The blocking group can be
removed at the end of the polymerization.

[0029] Non-inventive hydroxy-terminated

PPO can be prepared as described in U.S. Patent 3,318,959. Thus, for example, poly-2,6-dimethylphenylene ether can
be reacted with sodium hydroxide to obtain a PPO having a hydroxyl content of 2.3 to 3 hydroxyl groups per molecule.
[0030] In an embodiment, the aromatic hydrophobic polymeric segment having one or more hydroxy groups is of the
formula:
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wherein n is about 10 to about 1000, preferably about 50 to 175, and more preferably about 60 to about 100.
[0031] Polyethersulfone is commercially available, for example, as VIRANTAGE™ VW-10700 from Solvay, with the
formula

Q
o
O n

which has a GPC molecular weight 21000 g/mol and OH end groups of 210 pneqg/g; as VIRANTAGE VW-10200 from
Solvay with the formula

a
CI[ ﬁ@OH
0 n

which has a GPC molecular weight of 44,200 g/mol and OH end groups of 80 weq/g; and as SUMIKAEXCEL™ 5003PS
from Sumitomo with the formula

Q
OO o
') n

which has areduced viscosity of 0.50 [1% PES dissolved in DMF] and OH end groups in the range of 0.6-1.4 per molecule.
[0032] The opening of the epoxide ring of glycidol is initiated by the nucleophile, i.e., oxide anion, amino group, or
sulfide anion, of the aromatic hydrophobic polymeric segment, which is present as the terminal functional group (amino
group) or is produced by the reaction of the terminal group (OH or SH) on the aromatic hydrophobic polymeric segment
with the base employed in the reaction. The ring opened epoxide continues to open the epoxide of the next allyl glycidyl
ether in the presence of a base, and the polymerization of allyl glycidyl ether proceeds in this manner. When SH acts
as a nucleophile, the use of a base is optional. When an amino group is the nucleophile, then a base is not required.
[0033] The ring opening polymerization can be carried out with any suitable base. For example, the base is selected
from potassium carbonate, sodium carbonate, cesium carbonate, sodium tertiary butoxide, potassium tertiary butoxide,
tetramethylammonium hydroxide, ammonium hydroxide, tetrabutylammonium hydroxide, sodium hydroxide, potassium
hydroxide, lithium hydroxide, barium carbonate, barium hydroxide, cesium hydroxide, lithium carbonate, magnesium
carbonate, magnesium hydroxide, sodium amide, and lithium amide, and combinations thereof.

[0034] The ring opening polymerization can be carried out in any suitable solvent. For example, the solvent is selected
from N,N-dimethylacetamide, N,N-dimethylformamide, dimethyl sulfoxide, and N-methylpyrrolidone, and combinations
thereof.

[0035] The amount of hydrophobic polymer and allyl glycidyl ether can be present in the polymerization medium at
any suitable concentration, for example, from a concentration of about 5% to about 60% or more, preferably about 10%
to about 50%, and more preferably about 20% to about 40%, by weight. In an embodiment, the concentration is about
30% by weight.

[0036] The ring opening polymerization is conducted such that the ratio of the hydrophobic polymeric segment to allyl
glycidyl ether in the reaction mixture is preferably about 1:0.1 to about 1:2, more preferably about 1:0.7 to about 1:1.2,
and even more preferably about 1:0.8.

[0037] The ring opening polymerization is conducted at a suitable temperature, for example, from 25 °C to about 130
°C, preferably about 50 °C to about 120 °C, and more preferably about 90 °C to 110 °C.

[0038] The polymerization can be carried out for any suitable length of time, for example, about 1 hr to about 100 hrs,
preferably about 2 hrs to about 40 hrs, more preferably about 3 to about 20 hrs. The polymerization time can vary
depending on, among others, the degree of polymerization desired and the temperature of the reaction mixture.
[0039] The block copolymer can be isolated from the reaction mixture by precipitation with a nonsolvent, e.g., methanol,
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ethanol, or propanol. The resulting polymer is dried to remove any residual solvent or nonsolvent.

[0040] The block copolymer can be characterized by any suitable analytical technique. For example, the amount of
hydrophobic polymeric segment and the amount of the allyl glycidyl ether block can be determined by proton NMR
spectroscopy.

[0041] In an embodiment, the aromatic hydrophobic polymeric segment of block B has the formula:

C”) O
o[ -l o )T Ohor
O N or 0 no

wherein n is about 10 to about 1000, preferably about 50 to 175, and more preferably about 60 to about 100.

[0042] The invention further provides a method of preparing a block copolymer of the formula A-B-A () or A-B (ll),
wherein block A is a polymer of allyl glycidyl ether wherein one more of the allyl groups have been replaced with 1,2-
dihydroxypropyl group or a group of the formula: -(CH,),-S-(CH,),-X, wherein ais 3 and b is 1 to 3, and X is a group
selected from an acidic group, a basic group, a cation, an anion, a zwitterion, halo, hydroxyl, acyl, acyloxy, alkoxy,
alkylthio, aldehydo, amido, carbamoyl, ureido, cyano, nitro, epoxy, a group of the formula -C(H)(COOH)(NH,), and a
group of the formula -C(H)(COOH)(NHACc), or a salt thereof; and block B is an aromatic hydrophobic polymeric segment;
the method comprising:

(i) providing a block copolymer of formula A-B-A (la) or A-B (lla), wherein block A is a polymer of allyl glycidyl ether,
said polymer having allyl groups, and block B is an aromatic hydrophobic polymeric segment; and

(i) reacting one or more of the allyl groups of the block copolymer in (i) with an agent selected from an oxidizing
agent, an acid group bearing alkane thiol, a basic group bearing alkane thiol, a zwitterion bearing alkane thiol, a
haloalkane thiol, hydroxyalkane thiol, an acyl alkane thiol, an alkoxy alkane thiol, an alkylthio alkane thiol, an aldehydo
alkane thiol, an amidoalkane thiol, a carbamoyl alkane thiol, an ureido alkane thiol, a cyanoalkane thiol, a nitro
alkane thiol, an epoxy alkane thiol, cysteine, or an acyl cysteine.

[0043] One or more of the allyl groups on the block copolymers la and Ib can be reacted with a suitable agent to effect
the desired changes. For example, the allyl group can be converted to 1,2-dihydroxypropyl groups by reacting with an
oxidizing agent such as osmium tetroxide, alkaline permanganate, or hydrogen peroxide.

[0044] The allyl group can be converted to a group of the formula: -(CH,),-S-(CH,),-X, whereinais 3and bis 1 to 3,
and X is an acidic group by reacting the allyl group with an acid group bearing thiol such as HS-(CH,),-X, wherein X is
COOH, PO4H, PO3H, or SO3H, wherein b is 1 to 3.

[0045] The allyl group can be converted to a group of the formula: -(CH,),-S-(CH,),-X, whereinais 3and b is 1 to 3,
and X is a basic group by reacting the allyl group with a basic group bearing thiol such as HS-(CH,),-X, wherein X is
NH,, NHR, or NRR, where R is a C4-Cg alkyl group, and b is 1 to 3.

[0046] The allyl group can be converted to a group of the formula: -(CH,),-S-(CH,),-X, whereinais 3and bis 1 to 3,
and X is a cationic group by reacting the allyl group with a cationic group bearing thiol such as HS-(CH,),-X, wherein X
is NH5*, NHRR*, or NRRR*, where R is a C4-Cg4 alkyl group, and b is 1 to 3.

[0047] The allyl group can be converted to a group of the formula: -(CH,),-S-(CH,),-X, whereinais 3and b is 1 to 3,
and X is a zwitterionic group by reacting the allyl group with a zwitterionic group bearing thiol such as HS-(CH,),-X,
wherein X is group bearing a zwitterion, for example, -N*(R),-(CH,).-SOj5", where R is a C4-Cg alkyl group, and b and
c are independently 1 to 3.

[0048] One or more of the allyl groups can be replaced by reacting with a haloalkane thiol, for example, with a fluor-
oalkane thiol, a chloroalkane thiol, a bromoalkane thiol, or an iodoalkane thiol. The acyl group of acyl alkane thiol can
be formyl, acetyl, propionyl, or butyl. The alkoxy part of alkoxy alkane thiol can be a C4-Cq alkoxy group. The alkylthio
part of alkylthio alkane thiol can be a C4-Cg alkyl group.

[0049] Inan embodiment, one or more of the allyl groups can be reacted with a carboxylic alkane thiol or a salt thereof,
a phosphoric alkane thiol or a salt thereof, a phosphonic alkane thiol or a salt thereof, a sulfonic alkane thiol or a salt
thereof, a (dialkylamino)alkane thiol or a salt thereof, an aminoalkane thiol or a salt thereof, an alkylamino alkane thiol,
a dialkylaminoalkane thiol, and a sulfonic alkylammonium alkane thiol or a salt thereof.

[0050] In accordance with an embodiment, the aromatic hydrophobic polymeric segment of the block copolymer is
selected from polysulfone, polyethersulfone, polyphenylene ether, polyphenylene oxide, polycarbonate, poly(phthalazi-
none ether sulfone ketone), polyether ketone, polyether ether ketone, polyether ketone ketone, polyimide, polyetherimide,
and polyamide-imide, preferably polyethersulfone.

[0051] The presentinvention further provides a porous membrane comprising an aromatic hydrophobic polymer and
a block copolymer as described above.
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[0052] The present invention further provides a method of preparing a porous membrane comprising an aromatic
hydrophobic polymer and a block copolymer as described above, comprising: (i) preparing a polymer solution comprising
a solvent and said aromatic hydrophobic polymer and said block copolymer;

(i) casting the polymer solution as a thin film;
(iii) subjecting the thin film to phase inversion to obtain a porous membrane; and optionally
(iv) washing the porous membrane.

[0053] The polymer solution contains a polymer and a block copolymer as a wetting agent. Typical polymer solutions
comprise at least one solvent, and may further comprise at least one non-solvent. Suitable solvents include, for example,
dimethyl formamide (DMF); N,N-dimethylacetamide (DMAc); N-methyl pyrrolidone (NMP); dimethyl sulfoxide (DMSO),
methyl sulfoxide, tetramethylurea; dioxane; diethyl succinate; chloroform; and tetrachloroethane; and mixtures thereof.
In accordance with an embodiment, the polymer solution contains N,N-dimethylformamide, N-methylpyrrolidone, or a
mixture thereof, as the solvent.

[0054] Suitable nonsolvents include, for example, water; various polyethylene glycols (PEGs; e.g., PEG-200, PEG-
300, PEG-400, PEG-1000); various polypropylene glycols; various alcohols, e.g., methanol, ethanol, isopropyl alcohol
(IPA), amyl alcohols, hexanols, heptanols, and octanols; alkanes, such as hexane, propane, nitropropane, heptanes,
and octane; and ketone, ethers and esters such as acetone, butyl ether, ethyl acetate, and amyl acetate; acids, such
as acetic acid, citric acid, and lactic acid; and various salts, such as calcium chloride, magnesium chloride, and lithium
chloride; and mixtures thereof.

[0055] Typical casting solutions contain the polymer as pore-formers in the range of about 10 wt% to about 35 wt%
resin, in the range of from about 0.1% to about 10 wt%, preferably from about 0.2% to about 2%, and more preferably
from about 0.3% to about 1% of the block copolymer of the invention, in the range of from about 0 to about 90 wt% NMP,
in the range of from about 0 to about 90 wt% DMF, and in the range of from about 0 to about 90 wt% DMAc.

[0056] Suitable components of solutions are known in the art. lllustrative solutions comprising polymers, and illustrative
solvents and nonsolvents include those disclosed in, for example, U.S. Patents 4,629,563; 4,900,449; 4,964,990,
5,444,097, 5,846,422; 5,906,742; 5,928,774, 6,045,899; and 7,208,200.

[0057] Forexample, membrane samples can be prepared through a solution processes involving non-solvent-induced
polymer precipitation, either by water vapor diffusion or direct quenching in water. Typically, a solution of the polymer,
e.g., PES or PPESK, is prepared first with solvent DMAC or DMAC/NMP, pore former PEG400 and other additives. The
solution is applied to a glass plate using a doctor blade with 10~15-mil space gap, evenly to form a film of polymer dope.
The film is then either placed in a chamber with controlled temperature, air velocity and humidity, or directly immersed
into a water bath with a preset temperature, allowing some time for the dope to transform into a solid film. The resulting
solid film sample is leached in 50-70% ethanol/water, hot water at a temperature range from 50 °C to 80 °C and then
dried in oven at a temperature range from 50-70 °C to afford a sheet of porous polymer membrane.

[0058] Asanexample,atypical formulation consists of PPESK polymerresin atabout 15-25 wt%, solvent (NMP/DMAC)
of about 200-300 phr, wetting polymer agents at a typical range of 5-25 phr, up to 50 phr. Pore former PEG400 is
introduced at a concentration ranging from 50 phr to 100 phr. Other additives at a low percentage 0.5-3.0% can be used
as needed for each individual formulation.

[0059] In accordance with an embodiment, the polymer solution contains an aromatic hydrophobic polymer or a block
copolymer in a mass ratio of from about 20% to about 80% to about 80% to about 20%.

[0060] The casting solution is cast as a flat sheet on a glass plate or on a moving substrate such as a moving belt.
Alternatively, the casting solution is cast as a hollow fiber.

[0061] Phase inversion can be effected by any known method. Phase inversion can include evaporation of the solvent
and nonsolvent (dry process); exposure to a nonsolvent vapor, such as water vapor, which absorbs on the exposed
surface (vapor phase-induced precipitation process); quenching in a nonsolvent liquid, generally water (wet process);
or thermally quenching a hot film so that the solubility of the polymer is suddenly greatly reduced (thermal process).
[0062] Inanembodiment, phase inversionis effected by exposing the cast solution to a non-solvent vapor, for example,
an atmosphere of controlled humidity, following which the cast solution is immersed in a nonsolvent bath such as water
bath.

[0063] As illustrated in Fig. 3, the microstructure of the porous membrane in accordance with an embodiment of the
invention includes the hydrophilic segments 3 on the pore surfaces of the membrane, thereby improving the hydrophilicity
of the membrane. The hydrophobic polymeric segment B, 2, of the block copolymer orients itself with the aromatic
hydrophobic polymer 1.

[0064] Porous membranes according to embodiments of the invention find use in as microfiltration or ultrafiltration
membranes orin the preparation of nanofiltration membranes, reverse osmosis membranes, gas separation membranes,
pervaporation or vapor permeation membranes, dialysis membranes, membrane distillation, chromatography mem-
branes, and/or forward osmosis membranes and pressure retarded osmosis membranes.
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[0065] Porous membranes according to embodiments of the invention have a pore size of about 0.05 pm to about 10
pm or more and find use as microfiltration membranes. Porous membranes according to certain embodiments of the
invention have a pore size of about 1 nm to about 0.5 pm and find use as nanofiltration membranes.

[0066] Porous membranes according to the invention have a critical wetting surface tension (CWST) of about 70 to
about 90 dynes/cm or more, for example, 72, 74, 76, 78, 80, 82, 84, or 86 dynes/cm.

[0067] Porous membranes accordingtoembodiments of the invention can be used in a variety of applications, including,
for example, diagnostic applications (including, for example, sample preparation and/or diagnostic lateral flow devices),
inkjet applications, filtering fluids for the pharmaceutical industry, filtering fluids for medical applications (including for
home and/or for patient use, e.g., intravenous applications, also including, for example, filtering biological fluids such as
blood (e.g., to remove leukocytes)), filtering fluids for the electronics industry (e.g., filtering photoresist fluids in the
microelectronics industry), filtering fluids for the food and beverage industry, clarification, filtering antibody- and/or protein-
containing fluids, filtering nucleic acid-containing fluids, cell detection (including in situ), cell harvesting, and/or filtering
cell culture fluids. Alternatively, or additionally, membranes according to embodiments of the invention can be used to
filter air and/or gas and/or can be used for venting applications (e.g., allowing air and/or gas, but not liquid, to pass
therethrough). Porous membranes according to embodiments of the inventions can be used in a variety of devices,
including surgical devices and products, such as, for example, ophthalmic surgical products.

[0068] In accordance with embodiments of the invention, the porous membrane can have a variety of configurations,
including planar, flat sheet, pleated, tubular, spiral, and hollow fiber.

[0069] Porous membranes according to embodiments of the invention are typically disposed in a housing comprising
at least one inlet and at least one outlet and defining at least one fluid flow path between the inlet and the outlet, wherein
at least one inventive membrane or a filter including at least one inventive membrane is across the fluid flow path, to
provide a filter device or filter module. In an embodiment, a filter device is provided comprising a housing comprising an
inlet and a first outlet, and defining a first fluid flow path between the inlet and the first outlet; and at least one inventive
membrane or a filter comprising at least one inventive membrane, the inventive membrane or filter comprising at least
one inventive membrane being disposed in the housing across the first fluid flow path.

[0070] Preferably, for crossflow applications, atleast one inventive membrane or filter comprising at least one inventive
membrane is disposed in a housing comprising at least one inlet and at least two outlets and defining at least a first fluid
flow path between the inlet and the first outlet, and a second fluid flow path between the inlet and the second outlet,
wherein the inventive membrane or filter comprising at least one inventive membrane is across the first fluid flow path,
to provide a filter device or filter module. In an illustrative embodiment, the filter device comprises a crossflow filter
module, the housing comprising an inlet, a first outlet comprising a concentrate outlet, and a second outlet comprising
a permeate outlet, and defining a first fluid flow path between the inlet and the first outlet, and a second fluid flow path
between the inlet and the second outlet, wherein at least one inventive membrane or filter comprising at least one
inventive membrane is disposed across the first fluid flow path.

[0071] The filter device or module may be sterilizable. Any housing of suitable shape and providing an inlet and one
or more outlets may be employed.

[0072] The housing can be fabricated from any suitable rigid impervious material, including any impervious thermo-
plastic material, which is compatible with the fluid being processed. For example, the housing can be fabricated from a
metal, such as stainless steel, or from a polymer, e.g., transparent or translucent polymer, such as an acrylic, polypro-
pylene, polystyrene, or a polycarbonate resin.

[0073] The following examples further illustrate the invention but, of course, should not be construed as in any way
limiting its scope.

EXAMPLE 1 (Reference)

[0074] This example illustrates the preparation of a block copolymer of polyethersulfone and allyl glycidyl ether.
[0075] BASF ULTRASON E6020 polyethersulfone (100 g) was added slowly to DMAc (250 g) in a 1 L reactor with
overhead stirrer at 110 °C. After complete dissolution of the polymer, K,CO4 (2.5 g) was added. After additional 2.5 hrs
of stirring at 110 °C, allyl glycidyl ether (100 mL) was added, and reaction mixture stirred at 110°C for 19 hours. The hot
reaction mixture was added to a vigorously stirring IPA (3 L), and stirring was continued for three more hours. The mixture
was filtered and the resulting product resuspended in IPA (1.5 L). After additional 3 hours of stirring, the product was
filtered and washed in 30% IPA in water and in IPA (200 mL). The resulting product was dried in a vacuum oven at 50
°C overnight to obtain 105 g of an A-B-A type copolymer of PES and allyl glycidyl ether, PES-PolyAGE. Proton NMR
characterization of the copolymer showed the presence of 10 mol% of allyl glycidyl ether and 90 mol% of PES.

EXAMPLE 2 (Reference)

[0076] This example illustrates the preparation of another block copolymer of polyethersulfone and allyl glycidyl ether.
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[0077] BASF ULTRASON E7020 (200 g) polyethersulfone was added slowly to DMAc (600 mL) in a 1 L reaction flask
at 110 °C. After complete dissolution of the polymer, K,CO5 (10 g) was added. After an additional 1 hr of stirring at
110°C, the reaction mixture was purged with nitrogen for 10 minutes, and allyl glycidyl ether (200 g) was added. The
reaction mixture was stirred at 110 °C for 72 hours and precipitated in methanol (2 L), filtered and the solid obtained
was re-suspended in methanol (750 mL). After an additional 5 hours of stirring, the product obtained was filtered, and
washed in 30% methanol in water and in methanol (100 mL). The product obtained was dried in a vacuum oven at 50°C
overnight yielding 260 g of the desired product, an A-B-A type copolymer of PES and allyl glycidyl ether. Proton NMR
characterization showed that the block copolymer had 62 mol% of PES and 38 mol% of allyl glycidyl ether.

EXAMPLE 3

[0078] This example illustrates the preparation of a hydrophilic block copolymer, PES-MAA, in accordance with an
embodiment of the invention.

[0079] 15 g of the copolymer PES-PolyAGE from Example 2 was dissolved in DMAc (30 mL) at 80 °C. After complete
dissolution of the polymer, the solution was purged with nitrogen for five minutes and thioglycolic acid (or mercaptoacetic
acid) (15 mL) and 2,2’-azobis(2-methylpropionamidine)dihydrochloride (750 mg) were added. The reaction mixture was
stirred at 80 °C overnight. The hot solution was added drop-wise to ethanol (250 mL), and the resulting precipitate was
further stirred in ethanol for 2 hours. The precipitate was filtered, rinsed with 0.1 M NaOH (150 mL), water (300 mL),
and ethanol (100 mL), and dried in a vacuum oven at 50 °C overnight to obtain 17 g of the desired product PES-MAA.
Proton NMR characterization showed the presence of 62 mol% of PES, 30 mol% of mercaptoacetic acid, and 8 mol%
of allylglycidyl ether remaining in the product (PES-MAA), which corresponds to a 74% conversion of the allyl groups of
PES-PolyAGE during the thiol-ene reaction with the mercaptoacetic acid (MAA).

EXAMPLE 4

[0080] This example illustrates the preparation of a hydrophilic block copolymer, PES-MPS, in accordance with an
embodiment of the invention.

[0081] 30 g of PES-PolyAGE from Example 2 was dissolved in DMAc (80 mL) at 60 °C. After complete dissolution of
the polymer, the solution was purged with nitrogen for five minutes. Mercaptopropane sulfonic acid sodium salt (15 g)
and 2,2’-azobis(2-methylpropionamidine)dihydrochloride (200 mg) were added and the reaction mixture stirred at 60 °C
overnight. The hot solution was precipitated by drop-wise addition to isopropanol (IPA) (750 mL). The precipitate was
further stirred in IPA for 5 hours, filtered and dried in a vacuum oven at 50 °C overnight to yield 36 g of PES-MPS.
Characterization by proton NMR confirmed the complete disappearance of the allyl groups in the thiol-ene reaction. The
PES-MPS copolymer had 62 mol% of PES and 38 mol% of mercaptopropane sulfonic group.

EXAMPLE 5

[0082] This example illustrates the preparation of a hydrophilic block copolymer, PES-MEDMA, in accordance with
an embodiment of the invention.

[0083] 16.1 g of PolyAGE from Example 2 was dissolved in DMAc (60 mL) at 80 °C. After complete dissolution of the
polymer, the solution was purged with nitrogen for 5 minutes. 2-(dimethylamino)ethane thiol hydrochloride (16.1 g) and
2,2’-azobis(2-methylpropionamidine)dihydrochloride (80.5 mg) were added and the reaction mixture was stirred at 80
°C overnight. The hot reaction mixture was precipitated by drop-wise addition to IPA (250 mL). The resulting precipitate
was further stirred in IPA (100 mL) for 2 hours. The precipitate was filtered and washed with deionized water (1000 mL)
followed by IPA (500 mL). The resulting product was dried in a vacuum oven at 50 °C overnight, yielding PES-MEDMA
with 62 mol% of PES, 32 mol% of dimethylamino-ethane thiol group and 6 mol% of remaining allyl glycidyl group
determined by proton NMR.

EXAMPLE 6

[0084] This example illustrates the preparation of a hydrophilic block copolymer, PES-ACys, in accordance with an
embodiment of the invention.

[0085] 3 g of PES-PolyAGE from Example 2 was dissolved in DMAc (10 mL) at 100 °C. After complete dissolution of
the polymer, the solution was purged with nitrogen for 5 minutes. Acetyl-L-cysteine (3 g) and 2,2’-azobis(2-methylpro-
pionamidine)dihydrochloride (50 mg) were added to the reaction mixture and the mixture was stirred at 100 °C overnight.
The product formed was precipitated in IPA (100 mL). After stirring for an additional 3 hrs in IPA (50 mL), the precipitate
was filtered and washed with 50% IPA in water (200 mL), and dried in a vacuum oven overnight at 50 °C to obtain 3.4g
of PES-ACys. Proton NMR characterization showed the presence of 62 mol% of PES and 30 mol% of acetyl-L-cysteine,
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with 8 mol% of the allyl groups remaining.
EXAMPLE 7

[0086] This example illustrates the preparation of a hydrophilic block copolymer, PES-MES, in accordance with an
embodiment of the invention.

[0087] 15 g of PES-PolyAGE from Example 2 was dissolved in DMAc (40 mL) at 80 °C. After complete dissolution of
the polymer, the solution was purged for five minutes. Sodium-2-mercaptoethansulfonate (11.7 g) and 2,2’-azobis(2-
methylpropionamidine)dihydrochloride (250 mg) were added and the reaction mixture was stirred at 80°C overnight.
The hot solution was then precipitated by drop-wise addition to IPA (250 mL), the precipitate was further stirred in IPA
for 2 hours, then filtered, and dried in a vacuum oven at 50 °C overnight. 16 g of PES-MES was obtained with 62 mol%
of PES, 25 mol% of mercaptoethanesulfonic acid and 13 mol% of the allyl groups as determined by proton NMR.

EXAMPLE 8

[0088] This example illustrates the preparation of a hydrophilic block copolymer, PES-MEA, in accordance with an
embodiment of the invention.

[0089] 3 g of PES-PolyAGE from Example 2 was dissolved in DMAc (10 mL) at 80 °C. After complete dissolution of
the polymer, the solution was purged with nitrogen for 5 minutes. Aminoethanethiol hydrochloride (3 g) and 2,2’-azobis(2-
methylpropionamidine)dihydrochloride (50 mg) were added and the reaction mixture was stirred at 80 °C for 21 hours.
The hot solution was precipitated by drop-wise addition to ethanol (250 mL). The resulting precipitate was reconstituted
in ethanol (50 mL) and further stirred for 2 hours. The resulting precipitate was filtered and dried in a vacuum oven at
50 °C overnight to yield 3.3 g of PES-MEA with 62 mol% of PES, 34 mol% of aminoethanethiol group and 4 mol% of
allyl groups as determined by proton NMR.

EXAMPLE 9

[0090] This example illustrates the preparation of porous membranes comprising a blend of PES and the polymer of
Example 1 (PES-PolyAGE) or a blend of PES and the block copolymer of Example 4 (PES-MPS).

[0091] Membrane casting solutions were prepared by mixing the polymers, solvent, nonsolvent, and pore former, as
set forth in Table 1 below.

Table 1. Compositions of Membrane Casting Solutions

PES-PolyAGE from Example 1 | PES-MPS from Example 4
% %
PEG 400 64.50 64.52
H,0 3.00 3.00
DMF 10.00 10.00
NMP 7.60 7.60
PES 6.95 10.40
Glycerin 1.00 1.00
PES-P 6.95 3.48
Total 100.00 100.00

[0092] The casting solutions were cast as thin films at 10-mil dope thickness using vapor-induced phase separation
process, with a casting temperature of 30 °C, relative humidity of 70%, and dry bulb temperature of 25 °C. The dopes
were placed in a water vapor chamber for 15 seconds and immersed in water bath at a temperature of 13 °C.

[0093] CWST was measured on the dried membranes. Samples of the membrane were also tested for IPA extractables.
6 discs of 47 mm diameter were dried for 1 hour at 80 °C and then Soxhlet extracted with IPA for 3 hours followed by a
final 1 hour dry cycle at 80 °C. The % extractables were calculated. The CWSTs were again measured on several of
the discs after the IPA extraction. The results obtained are set forth in Table 2. A polyethersulfone membrane prepared
using polyvinyl pyrrolidone as a wetting agent was used as the control.
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Table 2. IPA Extractables

PES-PVP K90 **50% PES-PolyAGE from **25% PES-MPS from
Control Example 1 Example 4
CWST (dynes/cm) 87 59 77
IPA Extractables (%) 2.44 1.19 1.24

**Relative to the amount of PES matrix.

[0094] Asindicated, the porous membrane prepared with PES-PolyAGE from Example 1 had a CWST of 59 dynes/cm
and a low extractables level of 1.19%; it was instantly wetted by water. The porous membrane prepared with PES-MPS
from Example 4 had a CWST of 77 dynes/cm and a low extractables level of 1.19%; it was also instantly wetted by
water. For comparison, a polyethersulfone membrane prepared using polyvinylpyrrolidone has a CWST of 87 dyne/cm;
however, the IPA extractables were high at 2.44%.

[0095] The morphology of the membranes was characterized using a Hitachi-34001 SEM with samples pre-sputtered
with platinum/gold. SEM images of the cross-section of the membrane prepared from a blend of PES and PES-PolyAGE
are shown in Fig. 1A and 1B. SEM images of the cross-section of the membrane prepared from a blend of PES and
PES-MPS are shown in Fig. 2A and 2B.

EXAMPLE 10 (Reference)

[0096] This example illustrates the preparation of porous membranes comprising a blend of PPESK and PES-PolyAGE
as wetting agent.

[0097] A casting solution containing a PPESK resin at 25 wt%, solvent NMP/DMAc (v/v) at 300 phr, the PES-PolyAGE
of Example 2 at 15 wt% was prepared and cast as a 15 mil thick film at 28 °C, air temperature 32 °C, relative humidity
72%. The dope was placed in an environmental chamber for 15 seconds and immersed in water at room temperature.
The morphology of the membrane was characterized by SEM. Fig. 4A depicts the SEM image of the cross-section of a
membrane. Fig. 4B depicts a higher magnification SEM image of the image depicted in Fig. 4A. The membrane had a
symmetrical pore structure distribution from side to side. The pores were in cellular forms with low interconnectivity.
[0098] The use of the terms "a" and "an" and "the" and "at least one" and similar referents in the context of describing
the invention (especially in the context of the following claims) are to be construed to cover both the singular and the
plural, unless otherwise indicated herein or clearly contradicted by context. The use of the term "at least one" followed
by a list of one or more items (for example, "at least one of A and B") is to be construed to mean one item selected from
the listed items (A or B) or any combination of two or more of the listed items (A and B), unless otherwise indicated
herein or clearly contradicted by context. The terms "comprising,” "having," "including," and "containing" are to be
construed as open-ended terms (i.e., meaning "including, but not limited to,") unless otherwise noted. All methods
described herein can be performed in any suitable order unless otherwise indicated herein or otherwise clearly contra-
dicted by context. The use of any and all examples, or exemplary language (e.g., "such as") provided herein, is intended
merely to better illuminate the invention and does not pose a limitation on the scope of the invention unless otherwise
claimed. No language in the specification should be construed as indicating any non-claimed element as essential to
the practice of the invention.

[0099] Preferred embodiments of this invention are described herein, including the best mode known to the inventors
for carrying out the invention. Variations of those preferred embodiments may become apparent to those of ordinary
skill in the art upon reading the foregoing description.

Claims

1. A block copolymer of the formula: A-B-A (1) or A-B (ll),
wherein block A is:

a polymer of allyl glycidyl ether wherein one more of the allyl groups have been replaced with 1,2-dihydroxypropyl
group or a group of the formula: -(CH,),-S-(CH,),-X, wherein ais 3 and b is 1 to 3, and X is selected from an
acidic group, a basic group, a cation, an anion, a zwitterion, halo, hydroxyl, acyl, acyloxy, alkylthio, alkoxy,
aldehydo, amido, carbamoyl, ureido, cyano, nitro, epoxy, a group of the formula -C(H)(COOH)(NH,), and a
group of the formula -C(H)(COOH)(NHACc), or a salt thereof; and
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block B is an aromatic hydrophobic polymeric segment selected from polysulfone, polyethersulfone, polycar-
bonate, poly(phthalazinone ether sulfone ketone), polyether ketone, polyether ether ketone, polyether ketone
ketone, polyimide, polyetherimide, and polyamide-imide.

The block copolymer of claim 1, wherein block A is a polymer of allyl glycidyl ether wherein one more of the allyl
groups have been replaced with 1,2-dihydroxypropyl group or a group of the formula: -(CH,),-S-(CH,),-X, wherein
a and b are independently 1 to 3, and X is a group selected from an acidic group, a basic group, a cation, an anion,
a zwitterion, halo, hydroxyl, acyl, acyloxy, alkylthio, alkoxy, aldehydo, amido, carbamoyl, ureido, cyano, nitro, epoxy,
a group of the formula -C(H)(COOH)(NH,), and a group of the formula - C(H)(COOH)(NHAc), or a salt thereof.

The block copolymer of claim 1 or 2, wherein the zwitterion is a quaternary ammonium alkyl sulfonate group of the
formula -N*(R'R2)(CH,).SO5", wherein R and R2 are alkyl groups and cis 1 to 3.

The block copolymer of any one of claims 1-3, wherein the aromatic hydrophobic polymeric segment of block B is
polyethersulfone.

The block copolymer of any one of claims 1-4, which has one of the following structures:
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wherein n, my, and m, are independently 10 to 1000.
The block copolymer of any one of claims 1-5, wherein block A is present in an amount of 20% to 60 mol% and
block B is present in an amount of 40% to 80 mol%, preferably wherein block A is present in an amount of 40% to

55 mol% and block B is present in an amount of 45% to 60 mol%.

A method of preparing a block copolymer of the formula A-B-A (1) or A-B (Il), wherein block A is a polymer of allyl
glycidyl ether wherein one more of the allyl groups have been replaced with 1,2-dihydroxypropyl group or a group
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of the formula: -(CH,),-S-(CH,),-X, wherein ais 3 and b is 1 to 3, and X is a group selected from an acidic group,
a basic group, a cation, an anion, a zwitterion, halo, hydroxyl, acyl, acyloxy, alkylthio, alkoxy, aldehydo, amido,
carbamoyl, ureido, cyano, nitro, epoxy, a group of the formula -C(H)(COOH)(NH,), and a group of the formula
-C(H)(COOH)(NHAC), or a salt thereof; and

block B is an aromatic hydrophobic polymeric segment selected from polysulfone, polyethersulfone, polycar-
bonate, poly(phthalazinone ether sulfone ketone), polyether ketone, polyether ether ketone, polyether ketone
ketone, polyimide, polyetherimide, and polyamide-imide;

the method comprising:

(i) providing a block copolymer of formula A-B-A (la) or A-B (lla), wherein block A is a polymer of allyl glycidyl
ether, said polymer having allyl groups; and block B is an aromatic hydrophobic polymeric segment; and
(i) reacting one or more of the allyl groups of the block copolymer in (i) with an agent selected from an
oxidizing agent, a carboxyl alkane thiol or a salt thereof, a sulfonic alkane thiol or a salt thereof, a (dialkylami-
no)alkane thiol or a salt thereof, a haloalkane thiol, hydroxyalkane thiol, an acyl alkane thiol, an alkoxy
alkane thiol, an alkylthio alkane thiol, an aldehydo alkane thiol, an amidoalkane thiol, a carbamoyl alkane
thiol, an ureido alkane thiol, a cyanoalkane thiol, a nitro alkane thiol, an epoxy alkane thiol, cysteine, an
acyl cysteine, an aminoalkane thiol or a salt thereof, an alkylamino alkane thiol, a dialkylaminoalkane thiol,
and a sulfonic alkylammonium alkane thiol or a salt thereof.

The method of claim 7, wherein the aromatic hydrophobic polymeric segment is selected from polysulfone, poly-
ethersulfone, polyphenylene ether, polyphenylene oxide, polycarbonate, poly(phthalazinone ether sulfone ketone),
polyether ketone, polyether ether ketone, polyether ketone ketone, polyimide, polyetherimide, and polyamide-imide,
preferably wherein the aromatic hydrophobic polymeric segment is polyethersulfone.

A porous membrane comprising an aromatic hydrophobic polymer and a block copolymer of any one of claims 1-6.

A method of preparing a porous membrane comprising an aromatic hydrophobic polymer and a block copolymer of
any one of claims 1-6, comprising:

(i) preparing a polymer solution comprising a solvent and said aromatic hydrophobic polymer and said block
copolymer;

(i) casting the polymer solution as a thin film;

(iii) subjecting the thin film to phase inversion to obtain a porous membrane; and optionally

(iv) washing the porous membrane.

Patentanspriiche

1.

Blockcopolymer der Formel: A-B-A (1) oder A-B (1),
wobei Block A

ein Polymer von Allylglycidylether ist, wobei eine oder mehrere der Allylgruppen ersetzt sind durch eine 1,2-
Dihydroxypropyl-Gruppe oder eine Gruppe der Formel: -(CH,),-S-(CH,),-X, worin a 3 ist und worin b 1 bis 3
ist und worin X ausgewahlt ist aus einer sauren Gruppe, einer basischen Gruppe, einem Kation, einem Anion,
einem Zwitterion, Halo, Hydroxyl, Acyl, Acyloxy, Alkylthio, Alkoxy, Aldehydo, Amido, Carbamoyl, Ureido, Cyano,
Nitro, Epoxy, einer Gruppe der Formel -C(H)(COOH)(NH,) und einer Gruppe der Formel -C(H)(COOH)(NHAc)
oder einem Salz hiervon; und

wobei Block B ein aromatisches hydrophobes polymeres Segment ist, welches ausgewahlt ist aus Polysulfon,
Polyethersulfon, Polycarbonat, Poly(phthalazinonethersulfonketon), Polyetherketon, Polyetheretherketon, Po-
lyetherketonketon, Polyimid, Polyetherimid und Polyamidimid.

Blockcopolymer nach Anspruch 1, wobei Block A ein Polymer von Allylglycidylether ist, wobei eine oder mehrere
der Allylgruppen ersetzt sind durch eine 1,2-Dihydroxypropyl-Gruppe oder eine Gruppe der Formel:
-(CH5),;-S-(CH,)p-X, worin a und b unabhangig voneinander 1 bis 3 sind und worin X eine Gruppe ist, welche
ausgewahlt ist aus einer sauren Gruppe, einer basischen Gruppe, einem Kation, einem Anion, einem Zwitterion,
Halo, Hydroxyl, Acyl, Acyloxy, Alkylthio, Alkoxy, Aldehydo, Amido, Carbamoyl, Ureido, Cyano, Nitro, Epoxy, einer
Gruppe der Formel -C(H)(COOH)(NH,) und einer Gruppe der Formel -C(H)(COOH)(NHAc) oder einem Salz hiervon.
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Blockcopolymer nach Anspruch 1 oder 2, wobei das Zwitterion eine quaternare Ammoniumalkylsulfonat-Gruppe
der Formel -N*(R'R2)(CH,),SO5_ ist, worin R' und R2 Alkylgruppen sind und worin ¢ 1 bis 3 ist.

Blockcopolymer nach einem der Anspriiche 1 bis 3, wobei das aromatische hydrophobe polymere Segment von
Block B Polyethersulfon ist.

Blockcopolymer nach einem der Anspriiche 1 bis 4, welches eine der folgenden Strukturen aufweist:
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worin n, my und m, unabhéngig voneinander 10 bis 1000 sind.

Blockcopolymer nach einem der Ansprtiche 1 bis 5, wobei Block A in einer Menge von 20 bis 60 mol% vorliegt und
wobei Block B in einer Menge von 40 bis 80 mol% vorliegt, wobei vorzugsweise Block A in einer Menge von 40 bis
55 mol% vorliegt und Block B in einer Menge von 45 bis 60 mol% vorliegt.

Verfahren zur Herstellung eines Blockcopolymers der Formel: A-B-A (I) oder A-B (Il), wobei Block A ein Polymer
von Allylglycidylether ist, wobei eine oder mehrere der Allylgruppen ersetzt sind durch eine 1,2-Dihydroxypropyl-
Gruppe oder eine Gruppe der Formel: -(CH,),-S-(CH,),-X, worin a 3 ist und worin b 1 bis 3 ist und worin X eine
Gruppe ist, welche ausgewahlt ist aus einer sauren Gruppe, einer basischen Gruppe, einem Kation, einem Anion,
einem Zwitterion, Halo, Hydroxyl, Acyl, Acyloxy, Alkylthio, Alkoxy, Aldehydo, Amido, Carbamoyl, Ureido, Cyano,
Nitro, Epoxy, einer Gruppe der Formel -C(H)(COOH)(NH,) und einer Gruppe der Formel -C(H)(COOH)(NHAc) oder
einem Salz hiervon; und

wobei Block B ein aromatisches hydrophobes polymeres Segment ist, welches ausgewahlt ist aus Polysulfon,
Polyethersulfon, Polycarbonat, Poly(phthalazinonethersulfonketon), Polyetherketon, Polyetheretherketon, Po-
lyetherketonketon, Polyimid, Polyetherimid und Polyamidimid;

wobei das Verfahren umfasst:

(i) Bereitstellen eines Blockcopolymers der Formel: A-B-A (la) oder A-B (lla), wobei Block A ein Polymer
von Allylglycidylether ist, wobei das Polymer Allylgruppen aufweist; und wobei Block B ein aromatisches
hydrophobes polymeres Segment ist; und

(i) Umsetzen einer oder mehrerer der Allylgruppen des Blockcopolymers gemaR (i) mit einem Agens,
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welches ausgewahlt ist aus einem Oxidationsmittel, einem Carboxylalkanthiol oder einem Salz hiervon,
einem Sulfonalkanthiol oder einem Salz hiervon, einem (Dialkylamino)-alkanthiol oder einem Salz hiervon,
einem Haloalkanthiol, Hydroxyalkanthiol, einem Acylalkanthiol, einem Alkoxyalkanthiol, einem Alkylthioal-
kanthiol, einem Aldehydoalkanthiol, einem Amidoalkanthiol, einem Carbamoylalkanthiol, einem Ureidoal-
kanthiol, einem Cyanoalkanthiol, einem Nitroalkanthiol, einem Epoxyalkanthiol, Cystein, einem Acylcystein,
einem Aminoalkanthiol oder einem Salz hiervon, einem Alkylaminoalkanthiol, einem Dialkylaminoalkanthiol
und einem Sulfonalkylammoniumalkanthiol oder einem Salz hiervon.

Verfahren nach Anspruch 7, wobei das aromatische hydrophobe polymere Segment ausgewahlt ist aus Polysulfon,
Polyethersulfon, Polyphenylenether, Polyphenylenoxid, Polycarbonat, Poly(phthalazinonethersulfonketon), Polye-
therketon, Polyetheretherketon, Polyetherketonketon, Polyimid, Polyetherimid und Polyamidimid, wobei das aro-
matische hydrophobe polymere Segment vorzugsweise Polyethersulfon ist.

Porése Membran, umfassend ein aromatisches hydrophobes Polymer und ein Blockcopolymer nach einem der
Anspriche 1 bis 6.

Verfahren zur Herstellung einer porésen Membran, welche ein aromatisches hydrophobes Polymer und ein Block-
copolymer nach einem der Anspriiche 1 bis 6 umfasst, wobei das Verfahren umfasst:

(i) Bereitstellen einer Polymerlésung, welche ein Lésemittel und das aromatische hydrophobe Polymer und das
Blockcopolymer umfasst;

(ii) VergielRen der Polymerlésung als eine diinne Folie;

(iii) Unterwerfen der diinnen Folie einer Phaseninversion, um eine porése Membran zu erhalten; und optional
(iv) Waschen der porésen Membran.

Revendications

1.

Copolymere séquence de la formule : A-B-A (1) ou A-B (Il),
dans lequel la séquence A est :

un polymeére d’allylglycidyléther dans lequel un ou plusieurs des groupes allyle ont été remplacés par le groupe
1,2-dihydroxypropyle ou un groupe de la formule : -(CH,),-S-(CH,),-X, dans laquelle a est égal & 3 et b est de
1 a 3, et X est choisi parmi un groupe acide, un groupe basique, un cation, un anion, un zwitterion, un groupe
halo, hydroxyle, acyle, acyloxy, alkylthio, alcoxy, aldéhydo, amido, carbamoyle, uréido, cyano, nitro, époxy, un
groupe de la formule -C(H)(COOH)(NH,), et un groupe de la formule -C(H)(COOH)(NHAc), ou un sel de celui-
ci; et

la séquence B est un segment polymére hydrophobe aromatique choisi parmi polysulfone, polyéthersulfone,
polycarbonate, poly(phthalazinone éther sulfone cétone), polyéther cétone, polyéther éther cétone, polyéther
cétone cétone, polyimide, polyétherimide, et polyamide-imide.

Copolymere séquenceé selon la revendication 1, dans lequel la séquence A est un polymere d’allylglycidyléther dans
lequel un ou plusieurs des groupes allyle ont été remplacés par le groupe 1,2-dihydroxypropyle ou un groupe de la
formule : -(CH,),S-(CH,),-X, dans laquelle a et b sont indépendamment 1 & 3, et X est un groupe choisi parmi un
groupe acide, un groupe basique, un cation, un anion, un zwitterion, halo, hydroxyle, acyle, acyloxy, alkylthio, alcoxy,
aldéhydo, amido, carbamoyle, uréido, cyano, nitro, époxy, un groupe de la formule -C(H)(COOH)(NH,), et un groupe
de la formule -C(H)(COOH)(NHAc), ou un sel de celui-ci.

Copolymere séquencé selon la revendication 1 ou 2, dans lequel le zwitterion est un groupe alkylsulfonate d’am-
monium quaternaire de la formule -N*(R'R2)(CH,).SO5", dans laquelle R et R2 sont des groupes alkyle et c est

de1a3.

Copolymere séquencé selon 'une quelconque des revendications 1-3, dans lequel le segment polymeére hydrophobe
aromatique de séquence B est la polyéthersulfone.

Copolymere séquenceé selon I'une quelconque des revendications 1-4, qui présente une des structures suivantes :
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Copolymere séquenceé selon I'une quelconque des revendications 1-5, dans lequel la séquence A est présente dans
une quantité de 20 a 60 % en mole et la séquence B est présente dans une quantité de 40 a 80 % en mole, de
préférence dans lequel la séquence A est présente dans une quantité de 40 a 55 % en mole et la séquence B est
présente dans une quantité de 45 a 60 % en mole.

Procédé de préparation d’'un copolymeére séquencé de la formule A-B-A (1) ou A-B (ll), dans lequel la séquence A
est un polymeére d’allylglycidyléther dans lequel un ou plusieurs des groupes allyle ont été remplacés par le groupe
1,2-dihydroxypropyle ou un groupe de la formule : -(CH,),-S-(CH,),-X, dans laquelle a estégala 3 etb estde 1 a
3, et X est un groupe choisi parmi un groupe acide, un groupe basique, un cation, un anion, un zwitterion, halo,
hydroxyle, acyle, acyloxy, alkylthio, alcoxy, aldéhydo, amido, carbamoyle, uréido, cyano, nitro, époxy, un groupe
de la formule -C(H)(COOH)(NH,), et un groupe de la formule -C(H)(COOH)(NHAc), ou un sel de celui-ci ; et

la séquence B est un segment polymére hydrophobe aromatique choisi parmi polysulfone, polyéthersulfone,
polycarbonate, poly(phthalazinone éther sulfone cétone), polyéther cétone, polyéther éther cétone, polyéther
cétone cétone, polyimide, polyétherimide, et polyamide-imide ;

le procédé comprenant :

(i) la fourniture d’un copolmere séquencé de formule A-B-A (la) ou A-B (lla), dans lequel la séquence A
est un polymére d’allylglycidyléther, ledit polymeére présentant des groupes allyle ; et la séquence B est un
segment polymeére hydrophobe aromatique ; et

(ii) la réaction d’un ou plusieurs des groupes allyle du copolymere séquencé dans (i) avec un agent choisi
parmi un agent oxydant, un carboxylalcane thiol ou un sel de celui-ci, un alcane thiol sulfonique ou un sel
de celui-ci, un (dialkylamino)alcane thiol ou un sel de celui-ci, un haloalcane thiol, hydroxyalcane thiol, un
acylalcane thiol, un alcoxyalcane thiol, un alkylthioalcane thiol, un aldéhydoalcane thiol, un amindoalcane
thiol, un carbamoylalcane thiol, un uréidoalcane thiol, un cyanoalcane thiol, un nitroalcane thiol, un époxyal-
cane thiol, la cystéine, une acylcystéine, un aminoalcane thiol ou un sel de celui-ci, un alkylaminoalcane
thiol, un dialkylaminoalcane thiol, et un alkylammonium alcane thiol sulfonique ou un sel de celui-ci.

Procédé selon la revendication 7, dans lequel le segment polymére hydrophobe aromatique est choisi parmi poly-
sulfone, polyéthersulfone, polyphényléne éther, poly(oxyde de phényléne), polycarbonate, poly(phthalazinone éther
sulfone cétone), polyéther cétone, polyéther éther cétone, polyéther cétone cétone, polyimide, polyétherimide, et
polyamide-imide, de préférence dans lequel le segment polymere hydrophobe aromatique est la polyéthersulfone.

Membrane poreuse comprenant un polymeére hydrophobe aromatique et un copolymére séquencé selon I'une quel-
conque des revendications 1-6.

Procédé de préparation d'une membrane poreuse comprenant un polymere hydrophobe aromatique et un copoly-
meére séquenceé selon l'une quelconque des revendications 1-6, consistant a :

(i) préparer une solution polymére comprenant un solvant et ledit polymére hydrophobe aromatique et ledit
copolymeére séquence ;

(i) couler la solution polymére comme un film mince ;

(iii) soumettre le film mince a une inversion de phase pour obtenir une membrane poreuse ; et éventuellement
(iv) laver la membrane poreuse.
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FIG. 2A
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FIG. 3
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