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Description
Technical Field of the Invention

[0001] The present invention relates to a hollow fiber type semipermeable membrane which can maintain both water
permeability and separating property in high level, reduce a space for installment and enhance the treating efficiency.
It also relates to a method for manufacturing the same, to a module and to a water treatment method. More specifically,
it relates to the concentration/recovery of valuables, or to the reduction in volume by means of concentration of waste
water, or to the generation of energy wherein freshwater is permeated from aqueous solution of low concentration to
aqueous solution of high concentration in pressurized state utilizing the difference in the concentrations as driving force
and a turbine, etc. is rotated by the pressure and the flow rate of the aqueous solution in a pressurized state which are
increased by the permeated freshwater. More particularly, the present invention relates to a hollow fiber type semiper-
meable membrane which is advantageously used for water treatment, etc. for generation of energy such as electric
power utilizing the difference In concentrations between seawater or concentrated seawater and freshwater.

Background Art

[0002] Separation/concentration of liguid mixtures by a membrane separation method is an energy-saving method as
compared with a separation technique such as distillation because it is not accompanied with phase change. Also, it
does not cause the phase changes in the state of substances. Therefore, it has been widely utilized in many fields
including a food field such as concentration of fruit juice and separation of beer enzyme; and recovery of organic
substances from industrial wastewater. Treatment ofwaterby asemipermeable membrane has become firmly established
as an indispensable process supporting the most leading-edge technology.

[0003] For example, generation of energy by means of pressure and flow rate achieved by utilizing the difference In
concentrations between seawater and freshwater with a semipermeable membrane is a clean process and has been
expected as a recyclable energy. Particularly due to the fact that a hollow fiber type semipermeable membrane can
make the membrane area per membrane module volume large in spite of its small permeation flow rate per unit membrane
area as compared with a spiral wound type semipermeable membrane, it has advantages that the permeation flow rate
can be made large as a whole and that volume efficiency is very high whereby it has excellent compactness. Further,
when both agueous solution of high concentration and freshwater are fed into a module and made to contact with each
other via a hollow fiber type semipermeable membrane, concentration polarization on the membrane surface can be
made small.

[0004] Generally, such hollow fiber type semipermeable membrane is manufactured in such a method that a dope
containing cellulose acetate is prepared as a polymer material, extruded from a nozzle into air, coagulated in a coagulating
solution, washed and shrunk by annealing by hot water. As to a semipermeable membrane for keeping both water
permeability and separating property in high level, those mentioned in Patent Document 1 (JP 337448/98 A) and Patent
Document 2 (JP 19630/97 A) are exemplified. Patent Document 1 discloses an art concerning a hollow fiber type
semipermeable membrane module utilized for separation of solid or separation of solute from a liguid mixture. However,
according to the properties of the hollow fiber membrane using cellulose triacetate shown in Table 1 of Patent Document
1, the permeation flow rate (FR1) measured under operating pressure of 55 kg/cm? is 22.6 to 91.5 I/(m4+day) whereby
no high water permeability can be achieved. In addition, water permeability utilizing the concentration difference as a
driving force is not disclosed. Moreover, the membrane mentioned in said document has been treated at a high annealing
temperature whereby the membrane structure thereof is densified and it is not suitable for membrane separation utilizing
the concentration difference as a driving force. Particularly when it is used for generation of energy under such a condition
that the high concentration side is in a pressurized state, the effective pressure difference [(osmotic pressure difference)
- (pressure at high concentration side)] wherein the concentration difference is a driving force becomes the result of
subtraction of the pressure at high concentration side in the pressurized state from the osmotic pressure difference
whereby the permeation flow rate becomes low. Further, since the membrane Is used in the pressurized state, the
pressure resistance corresponding to said pressurized condition is necessary.

[0005] Patent Document 2 discloses an art concerning a flat sheet type composite semipermeable membrane which
IS equipped, on a microporous support, with an active layer (thin membrane, skin layer) containing interfacial polymerized
polyamide as a main component and which has both high salt rejection rate and high water permeability when pressure
IS utilized as a driving force. According to the description of Example 1, the semipermeable membrane disclosed in the
Patent Document 2 has permeation flow rate of 1.0 m3/m2-day (1000 L/m4-day) when measured under an operation
pressure of 7.5 kg/cm2. However, this semipermeable membrane is in a form of flat membrane whereby, when it is used
for the actual water treatment wherein the concentration difference via semipermeable membrane is utilized as a driving
force, It Is difficult that aqueous solution of high concentration and aqueous solution of low concentration (freshwater)
to be fed are effectively and uniformly partitioned to the surface of the membrane. |n addition, in the area to which small
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flow rate of the aqueous solution is fed, concentration polarization on the membrane surface becomes particularly high.
Accordingly, it is difficult to ensure the effective concentration difference whereby there is a disadvantage that efficiency
of the water treatment cannot be made high. Moreover, in the membrane comprising such a polyamide material, there
are disadvantages that it is inferior in its resistance to chlorine and that usable bactericidal chemicals are [imited.
[0006] On the other hand, there has been a brisk demand from the consumers paying their importance to economy
and compactness of a water treatment membrane plant for improving the treating ability per membrane area in a hollow
fiber type semipermeable membrane. In the case of water treatment wherein the concentration difference is utilized as
a driving force without application of high pressure, no high water permeability is achieved even if the conventional
semipermeable membrane for lower pressure is used. As a result, it is the present situation that water production cost
and installation space cannot be suppressed.

[0007] As mentioned hereinabove, itisthe present situation thatthere is no hollow fibertype semipermeable membrane
which can achieve both water permeability and selectivity in high level and which can perform efficient water treatment
utilizing the concentration difference as a driving force, in a small installation space.

[0008] US4 371487 A and JP 2008-132441 A disclose processes for the production of a cellulose triacetate hollow
flber semipermeable membrane with an annealing treatment by hot water only in one step and at temperature (25-98°C)
above Tg of cellulose triacetate (about 80-85°C). However, the support layer is affected by a trace of remaining solvent
whereby the communicative connection structure is deformed. As a result, the polarization in concentration ofthe support
layer is large, which leads to small water permeability due to concentration difference. In an alternative example of JP
2008-132441 A, the annealing treatment by hot water is performed at a temperature (80-83°C) around Tg of cellulose
triacetate in moistened state (about 80-85°C). Accordingly, the dense layer is not so much densified and the salt rejection
rate is rather low. The support layer is not damaged whereby water permeability due to concentration is within the range
of the present invention.

Problem underlying the Invention

[0009] The present invention has been created in view of the above-mentioned present situation of the prior art. An
object of the present invention is to provide a hollow fiber type semipermeable membrane which achieves both water
permeability and selectivity in high level and which can perform efficient treatment using small membrane area and small
installation space in such a water treatment for generating energy wherein, for example, liquids in different concentrations
are made to contact via the semipermeable membrane, water at low concentration side is permeated through the
semipermeable membrane utilizing the concentration difference between them as a driving force, and turbine is rotated
by means of the pressure and the total flow rate of a liquid at high concentration side in a pressurized state and of
permeated water whereby energy is generated. Another object of the present invention is to provide a method for
manufacturing the same. When a liquid at high concentration side is used in a pressurized state, the semipermeable
membrane needs to have a pressure resistance corresponding to the pressurized condition. The hollow fiber type
semipermeable membrane of the present invention is particularly suitable for a water treatment wherein energy is
generated, for example, by rotation of turbine by means of water which has been permeated through the semipermeable
membrane, utilizing the concentration difference between water having high salt concentration and being in pressurized
state (such as seawater and concentrated seawater) and freshwater as a driving force. These objects are achieved with
the features of the claims.

[0010] The present inventors have earnestly investigated for achieving the object as such and, as a result, they have
found that, when a dense layer playing a role of selecting function between salt and water in a hollow fiber type semi-
permeable membrane is made thinner than the conventional one and a support layer having highly-communicative
connection structure is adopted, it is possible to promote diffusion in the support layer and to suppress concentration
polarization in the support layer whereby water permeability can be achieved in high level utilizing the concentration
difference as a driving force whereupon the present invention has been accomplished.

[0011] Thus, the present application discloses i.a. the following constitutions (1) to (5).

(1) A hollow fiber type semipermeable membrane which is characterized in that, when an agueous solution of 25°C
having sodium chloride concentration of 35 g/L and pressure of 1.0 MPa is flown into an outer side of the hollow
fiber type semipermeable membrane having length of about 70 cm while freshwater of 25°C having sodium chloride
concentration of O g/L Is flown into an inner side of one open end of the hollow fiber type semipermeable membrane
and discharged from another open end at 10 kPa or less, the permeation flow rate is 30 to 70 L/m<4/day, wherein
said permeation flow rate is measured under such a condition that twice of the permeation flow rate flown from the
iInner side to the outer side of the hollow fiber type semipermeable membrane utilizing the concentration difference
as a driving force is equal to a flow rate flown into the outer side of the hollow fiber type semipermeable membrane
and that the discharged flow rate from the inner side of the hollow fiber type semipermeable membrane is equal to
10% of said permeation flow rate; the hollow fiber type semipermeable membrane is further characterized in that,
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when agueous solution having sodium chloride concentration of 1.5 g/L is filtered from the outer side to the inner
side of the hollow fibertype semipermeable membrane at 25°C and under pressure of 3.0 MPa, the ratio (permeation
flow rate ratio) of the value of permeation flow rate after 24 hours to the value thereof after 1 hour is 0.85 to 1.0;
that the outer diameter of the hollow fiber type semipermeable membrane is 100 to 280 p.m; that the inner diameter
thereof is 50 to 200 p.m; and that the hollow ratio thereof is 24 to 42%.

(2) A method for manufacturing the hollow fiber type semipermeable membrane mentioned in (1), comprising the
steps of: discharging a dope into a coagulating liquid from a nozzle via an air gap to coagulate followed by washing;
and treating the resulting hollow fibertype semipermeable membrane by dipping into water of 40 to 80°C and further
treating by dipping into water of 85 to 99.5°C.

(3) A hollow fiber type semipermeable membrane module, characterized in that, the hollow fibertype semipermeable
membrane mentioned in (1) is incorporated therein.

(4) A water treatment method comprising the steps of: introducing an aqueous solution having high concentration
iInto the hollow fiber type semipermeable membrane module mentioned in (3); contacting the aqueous solution
having high concentration with an aqueous solution having low concentration via the hollow fibertype semipermeable
membrane; and taking out freshwater from the aqueous solution having low concentration.

(5) The method for the water treatment according to (4), wherein the pressure of the aqueous solution having high
concentration at the outlet of the module is 0.5 to 3.0 MPa.

Advantages of the Invention

[0012] In the hollow fiber type semipermeable membrane of the present invention, thickness of the dense layer is
made thin and communicative connection property of the support layer part is enhanced as compared with the conven-
tional semipermeable membrane for high pressure. Accordingly, the permeated water can be effectively obtained in a
water treatment wherein the difference in salt concentrations of solutions contacting via the membrane is utilized as a
driving force.

Brief Description of the Drawings

[0013] Fig. 1 Is an explanatory drawing of the steps for the manufacture of the semipermeable membrane of the
present invention.

Best Mode for Carrying Out the Invention

[0014] Upto now, development of hollow fibertype semipermeable membrane (particularly semipermeable membrane
having high selectivity between salt and water) has been conducted in such a direction that the main purpose is to make
the membrane structure (particularly separation active layer (dense layer) on the surface thereof) dense and that,
basically, polymer concentration in the dope is made high and the membrane after its preparation is subjected to an
annealing treatment by hot water of high temperature so that the membrane structure is made further dense. Such a
means is rational in view of imparting the durability in the case of the use under a pressurized state of high pressure
(e.g. 5 MPa or more) and in view of high selectivity, and is appropriate as an aim for the development of what we call
reverse osmosis membrane wherein seawater is fed in high pressure and filtered with a semipermeable membrane for
desalination. However, when the means iIs used for a semipermeable membrane for the water treatment wherein the
concentration difference between liquids via the semipermeable membrane (osmotic pressure difference) is utilized as
a driving force without applying high pressure to feed water, only such a product having a small permeation flow rate is
produced due to the treatment under a low effective pressure difference [(osmotic pressure difference) - (pressure at
high concentration side)]. Further, in order to effectively ensure the concentration difference via the membrane, the
important thing is not only the structure of a dense layer which is a separation active layer but also the structure of a
support layer connecting to the dense layer.

[0015] In orderto express high water permeability even when the concentration difference is utilized as a driving force
while maintaining both high selectivity between salt and water and high water permeability, the present inventors have
conducted an improvement in the membrane structure by taking a new conception for membrane design which sloughs
off the conventional way for the development of semipermeable membrane. Thus, we thought that the balance between
selectivity for water and salt, and the water permeability can be enhanced when the selective functional layer (dense
layer) iIs made thinnerand more dense than a conventional semipermeable membranewherein the treatment is conducted
by feed water at medium to high pressure and, at the same time, concentration polarization can be reduced on the
support layer and effective concentration difference can be ensured when the support layer is provided with highly-
communicative connection structure so as to promote diffusion in the support layer. Further, with regard to the design
of a membrane module which achieves the maximum performance while sufficient durability is still maintained, the
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present inventors paid their attention to optimization of outer diameter and hollow ratio of the hollow fiber type semiper-
meable membrane based on the relation between the fluid pressure loss of a fluid running the bore and the membrane
area per volume of module. The present invention has been achieved after repetition of trials and errors for actualization
of the technical idea as such.

[0016] The semipermeable membrane of the present invention is hollow fiber type, and adopts cellulose triacetate as
a raw material. Cellulose acetate is resistant to chlorine which is a bactericide and can easily suppress the growth of
microbes. Accordingly, it has a feature that the pollution with microbes on the membrane can be effectively suppressed.
The cellulose triacetate is selected in view of durability. In the hollow fiber type membrane, membrane area per each
module can be made large as compared with the spiral wound type membrane and, in the case of a module nearly Iin
the same size, a membrane area of about ten-fold of that of the spiral wound type can be achieved, though it may vary
depending on size of the hollow fiber type semipermeable membrane. Accordingly, in the hollow fiber type membrane,
a treating amount per unit membrane area may be very small for obtaining the same permeation flow rate whereby stain
on the membrane (which causes from permeation of feed water through the membrane) can be reduced and operating
time until washing of the membrane can be made long.

[0017] Inthe semipermeable membrane of the present invention, when an aqueous solution of low concentration and
an agueous solution of high concentration are made to contact via the membrane, water is permeated from the low
concentration side to the high concentration side utilizing the difference in concentrations of the solutions as a driving
force whereupon an agueous solution in a pressurized state is obtained. Although there is no particular limitation for a
method of generating the energy using the resulting aqueous solution in a pressurized state, an example thereof is a
method wherein turbine is rotated by water flow such as by means of awater flow generator and said rotation is converted
to electric power using a generator. Therefore, the high concentration side is kept in a pressurized state for rotating the
turbine. This pressure is set at lower than the osmotic pressure difference or, usually, about one half of the osmotic
pressure. This concentration difference (osmotic pressure difference) is a driving force by which freshwater permeates
the membrane and is a value after deducting the pressurization pressure for keeping the pressurized state. As to the
salt concentration of an agueous solution of high concentration, seawater which is widely present in general is a repre-
sentative one and, since it is about 3.5% to 7% when seawater in a high salt concentration region is included, the
pressurization pressure is appropriate to be within a range of about 0.5 to 3 MPa. On the other hand, an aqueous solution
of low concentration is such a one wherein salt concentration is not more than one-tenth of common seawater which is
a representative aqueous solution of high concentration and it is not more than 3500 mg/L and not more than 0.3 MPa
in terms of TDS (total dissolved solids) and osmotic pressure, respectively. Examples thereof include river water, lake
water, tap water, industrial water and treated waste water.

[0018] Semipermeable membrane is usually classified according to the operation pressure. The membrane for high
pressure used at an operation pressure of 5 to 8 MPa has a very dense structure since it is used for desalination of
seawater and is to be resistant to the pressure which is higher than the osmotic pressure of seawater. On the contrary,
In the semipermeable membrane of the present invention, water is permeated utilizing the concentration difference as
a driving force and the membrane is used at an operation pressure of 3 MPa or lower which is lower than osmotic
pressure of solution of high concentration side such as seawater. In the conventional membrane for high pressure, the
membrane has a relatively dense structure as a whole for imparting the resistance to pressure whereby, if the effective
pressure difference is lowered, the permeation flow rate lowers in proportion to the pressure. When the structure of the
whole membrane is made rough for enhancing the permeation flow rate, a salt-inhibiting property lowers. Further, in the
conventional membrane for lower pressure, it does not have a structure capable of achieving a high permeation flow
rate due to the fact that it has been developed on the basis of membranes for medium to high pressure. In the semiper-
meable membrane of the present invention, it is possible to achieve water permeability and selectivity in high level even
when effective pressure difference Is low. Further, it is possible to achieve high level of water permeability when water
IS permeated through the membrane utilizing the concentration difference as a driving force. The semipermeable mem-
brane of the present invention is based on a design idea which has not been proposed before.

[0019] The hollow fiber type semipermeable membrane of the present invention is characterized in that when an
aqueous solution of 25°C having sodium chloride concentration of 35 g/L and pressure of 1.0 MPa is flown into an outer
side of the hollow fiber type semipermeable membrane having length of about 70 cm while freshwater of 25°C having
sodium chloride concentration of 0 g/L is flown into an inner side of one open end of the hollow fiber type semipermeable
membrane and discharged from another open end at 10 kPa or less, the permeation flow rate per membrane area Is
30 to 70 L/m4/day, wherein said permeation flow rate is measured under such a condition that twice of the permeation
flow rate flown from the inner side to the outer side of the hollow fiber type semipermeable membrane utilizing the
concentration difference as a driving force is equal to a flow rate flown into the outer side of the hollow fiber type
semipermeable membrane and that the discharged flow rate from the inner side of the hollow fiber type semipermeable
membrane is equal to 10% of said permeation flow rate. The reason why the sodium chloride concentration is made 35
g/L Is to utilize the concentration difference between seawater which is abundantly present in nature and freshwater.
Preferably, the sodium chloride concentration is in the range of 34.5 g/L to 35.4 g/L. The reason why the concentration
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of sodium chloride at the freshwater side is made 0 g/L is that the freshwater of low osmotic pressure which is easily
available in nature is expected and it means 200 mg/L or lower. The expression reading that the pressure is 1.0 MPa
stands for the range of 0.95 to 1.04 MPa. Although the outlet pressure of the freshwater side means the substantial
atmospheric pressure, it is made 10 kPa or lower taking the practically occurring pressure loss, etc. into consideration.
The reason for setting at this value is that it is the pressure region wherein energy is most efficiently generated from the
flow rate and the pressure achieved by the difference in the concentrations between seawater and freshwater. In addition,
since the permeation flow rate obtained by utilizing the concentration difference as a driving force is affected by the salt
concentration on membrane surface and the concentration polarization, the condition stipulating the value of the per-
meation flow rate is set, by taking the practice into consideration, to such a condition that twice of the permeation flow
rate is equal to a flow rate flown out to the outer side of the hollow fiber type semipermeable membrane and that the
flow rate discharged from the other opening end of the hollow fiber type semipermeable membrane is equal to 10% of
the permeation flow rate. 10% stands for the range of 9.5% 10 10.4%. Further, since the flow rate in the inner side of the
hollow fiber type semipermeable membrane and the pressure loss varies dependent upon the length of the hollow fiber
type semipermeable membrane, length of the hollow fiber type semipermeable membrane is stipulated as about 70 cm
when stipulating the permeation flow rate. With regard to the permeation flow rate, it is preferred to be high for decreasing
the necessary membrane area and for increasing the treating amount. In view of competitiveness to the conventional
hollow fibertype and spiral wound type ones, it is more preferably 40 L/m2/day or more, and further preferably 50 L/m2/day
or more. Although there will be no problem even when the permeation flow rate is too high, its upper limit is less than
70 L/m4/day and more preferably less than 60 L/m4/day in view of a balance with selectivity to be achieved.

[0020] The permeation flow rate by the concentration difference generally tends to high in such a membrane wherein
the permeation flow rate due to the pressure difference is high. It is probably due to the fact that the fluidity resistance
when wateris permeated in the inner area of the membrane. However, in such a case wherein the salt rejection property
IS not sufficiently high or wherein concentration polarization on the membrane surface having a separating function is
big, the effective concentration difference via the membrane lowers whereby, even when the permeation flow rate by
the pressure is high, the permeation flow rate due to the concentration difference may become low. When water Is
permeated utilizing the concentration difference as a driving force, the direction for water permeation can be from the
outer side to the inner side or from the inner side to the outer side of the hollow fiber type semipermeable membrane.
It is possible to appropriately determine the direction for water permeation by taking the concentration and the charac-
teristic of solute in the high-concentration solution, the flow rate level, etc. into consideration.

[0021] The semipermeable membrane of the present invention is designed so as to express the highest performance
when it is used for water treatment wherein the concentration difference is utilized as a driving force, but it also exhibits
an excellent selective permeability even when it is used for water treatment utilizing a relatively low pressure difference
as a driving force. Thus, it is possible to express the permeation flow rate of 90 to 240 L/m<4/day and the salt rejection
rate of 98.5 to 99.9%, when an agueous solution having sodium chloride concentration of 1.5 g/L is filtered from the
outer side to the inner side of the hollow fibertype semipermeable membrane at 25°C and 1.5 MPa pressure. The reason
why the value when filtration is done at the pressure of 1.5 PMa is stipulated is that the semipermeable membrane of
the present invention is expected to be used at low operation pressure. With regard to the permeation flow rate, it is
better to be high for achieving a reduction in installing space upon the water treatment and an increase in the treating
amount and, in view of the advantage in compactness as compared with the conventional hollow fiber type and spiral
wound type, it is 100 L/m4/day or more and preferably 130 L/m<4/day or more. Although there is no problem even when
the permeation flow rate is too high, its upper limit is 240 L/m#4/day in view of the balance to the salt rejection rate to be
achieved. The salt rejection rate Is to be considered in view of the balance to the permeation flow rate to be achieved
and is 98.5 to 99.9%, preferably 98.8 10 99.9%, and more preferably 99.0 to 99.9%.

[0022] The semipermeable membrane of the present invention has a dense layer near the outer surface. Thickness
of said dense layer is preferred to be 0.1 to 7 wm. The thickness of the dense layer (which is a substantially separation
active layer) is preferred to be thin since the resistance to water permeation becomes low by that and, more preferably,
it is 6 wm or less, and most preferably, it is 5 wm or less. However, when the thickness of the dense layer is too thin,
latent deficiency Iin the membrane structure is apt to be revealed and there may occur problems such as that leakage
of univalent ion becomes difficult or that securing the durability of the membrane decreases. Accordingly, thickness of
the dense layer is more preferred to be 0.5 pwm or more, and is most preferred to be 1 wm or more.

[0023] In the semipermeable membrane of the present invention, water is permeated, via the membrane, from an
agqueous solution of low concentration to an agueous solution of high concentration in a pressurized state utilizing the
concentration difference as a driving force. Accordingly, unlike the conventional high-pressure type semipermeable
membrane, it does not need high resistance to pressure. However, it needs resistance to pressure to some extent for
a long-term stable use. In general, in a semipermeable membrane comprising a polymer, densification of the membrane
IS resulted under a pressurized state and water permeability lowers. Such a change with elapse of time is generally
approximated by negative exponential function of time and, although the changing rate in the initial operation is big, it
stabilizes with elapse of time. Accordingly, the changing rate of the water permeabillity in the initial operation can be
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used as an estimated index for a long-term stability of the property. For example, ratio of permeation flow rate expressed
by the ratio of the permeation flow rate after 24 hours to the permeation flow rate in the initial stage (after 1 hour) Iis a
property retention rate showing the pressure resistance, and it is preferred to be 0.85 or more, more preferred to be 0.9
or more, and further preferred to be 0.95 or more. Further, the evaluating pressure of this pressure resistance is set at
3 MPa by considering the actual operating condition (0.5 to 3 MPa), wherein the pressurized state for rotating the turbine
and this pressure is less than the osmotic pressure difference resulted by the concentration difference and is usually
set at about one half of the osmotic pressure. As to the salt concentration of the high concentration side, that of seawater
which Is widely present is usually a representative one. When seawater in the high salt concentration area is included
iInto consideration, it is about 3.5 to 7%. Therefore, when its osmotic pressure (3 to 6 MPa) is taken into consideration,
the highest value of the pressurizing pressure under the operating condition is about 3 MPa, and it is practical to secure
the pressure resistance and the durability of about 3 MPa.

[0024] Innerdiameter of the semipermeable membrane of the present invention is 50 to 200 y.m, preferably 65 to 190
wm, and more preferably 75 to 160 p.m. When the inner diameter is smaller than the above range, the pressure loss of
the fluid flowing through the bore usually becomes large whereby pressure required for flowing desired flow rate of
freshwater becomes extremely high when length of the hollow fiber type semipermeable membrane is relatively long,
which causes loss of energy. On the other hand, when the inner diameter is larger than the above range, trade-off
between the hollow ratio and the module membrane area happens whereby it is necessary to sacrifice any ofthe durability
at the used pressure and the membrane area per unit volume.

[0025] Outer diameter of the semipermeable membrane of the present invention is 100 to 280 um, preferably 115 to
270 p.m, and more preferably 130 to 250 um. When the outer diameter is smaller than the above range, the inner
diameter inevitably becomes small whereby the same problem as in the case of the above inner diameter is resulted.
On the other hand, when the outer diameter is larger than the above range, it is not possible to increase the membrane
area per unit volume in the module whereby deteriorating the compactness which is one of the advantages of the hollow
fiber type semipermeable membrane module.

[0026] Hollow ratio of the semipermeable membrane of the present invention is 24 to 42%, preferably 25 to 40%, and
more preferably 26 to 38%. When the hollow ratio is smaller than the above range, membrane resistance becomes large
and no desired permeation flow rate may be achieved. When the hollow ratio is largerthan the above range, no sufficient
pressure resistance may be secured even in the use at low pressure.

[0027] The hollow ratio (%) can be determined by the following formula:

hollow ratio (%) = [(inner diameter)/ (outer diameter)]?

X 100

[0028] Length of the semipermeable membrane of the present invention is 15 to 500 cm, preferably 20 to 400 cm,
more preferably 2510 300 cm. This length is the possible range which is generally used in a hollow fibertype semipermeabl
membrane module. However, ifthe length is out of the above range, it may be difficult to achieve both water permeability
and salt rejection rate at a low operating cost.

[0029] Now an example of a method for the manufacture of a semipermeable membrane of the present invention will
be illustrated. As shown Fig. 1, the semipermeable membrane of the present invention is manufactured by extruding a
dope from a nozzle to a coagulating bath via an air gap to manufacture a hollow fiber type semipermeable membrane;
by washing the resulting hollow fiber type semipermeable membrane with water; and by subjecting the hollow fiber type
semipermeable membrane to an annealing treatment by hot waterto shrinkthe membrane. The method of manufacturing
the semipermeable membrane of the present invention is characterized in that the annealing treatment by hot water is
carried out to the semipermeable membrane after the membrane formation in two steps so as to enhance the commu-
nicative connection property of a support layer in the membrane. As a result of adopting the annealing treatment by hot
water as such, the communicative connection property of a support layer after the annealing treatment by hot water is
improved as compared with the case wherein an annealing treatment by hot water is conducted in one step. When an
annealing treatment by hot water of low temperature is conducted for one time at not higher than the glass transition
temperature before conducting an annealing treatment by hot water of high temperature, the solvent remained in the
hollow fiber type semipermeable membrane after the membrane formation is highly removed without re-dissolving the
membrane structure whereby it is possible to maintain a membrane structure having a high communicative connection
structure. As a result of an annealing treatment by hot water of high temperature in the latter stage, it is possible to
enhance the fixation and the dimensional stability of the membrane structure and also to enhance the thermal stability.
When an annealing treatment is conducted by hot water of high temperature in one step, it is likely that the membrane
structure is destroyed by re-dissolution due to the affection of the residual solvent and that the membrane structure
having a high communicative connection structure may be destroyed. Thus, in the hollow fibertype semipermeable resin
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of the present invention, the communicative connection property of a support layer becomes high and the closing pores
become less than those in a support layer structure of a semipermeable membrane according to the conventional treating
method whereby, as a result, itis likely that tortuosity also becomes small and that diffusion of a solute is aptto take place.
[0030] Thedopetobeused contains cellulosetriacetate (membrane material), solvent and nonsoventand, ifnecessary,
organic acid and optionally organic amine are/is added thereto. As to the solvent, N-methyl-2-pyrrolidone is used. As to
the nonsolvent, ethylene glycol is used. As to the organic acid, it is preferred to use amino acid, aromatic carboxylic
acid, hydroxy acid, alkoxy acid, dibasic acid or hydroxy monoester thereof. More preferred ones are phthalic acid, tartaric
acid, e-amino-n-caproic acid, benzoic acid, 4-methylaminobutyric acid, p-oxybenzoic acid and maleic acid and one or
more thereof may be used. As to the organic amine, any of primary, secondary and tertiary hydroxyalkylamines may be
used. To be more specific, monoethanolamine, triethanolamine, diisopropanolamine and trilsopropanolamine are pre-
ferred. Triisopropanclamine is more preferred.

[0031] Concentration of cellulose acetate in the dope is preferred to be 38 to 45% by weight, more preferred to be 39
to 44% by weight, and further preferred to be 40 to 43% by weight. When the cellulose acetate concentration is lower
than the above range, the membrane structure becomes too coarse and no sufficient selectivity and membrane strength
may be achieved while, when it is higher than the above range, viscosity of the dope becomes high whereby stability in
preparing the membrane may not be achieved or water permeability of the resultihng membrane may not be enhanced.
The ratio by weight of solvent/nonsolvent in the dope is preferred to be from 60/40 to 95/5. When the ratio by weight of
solvent/nonsolvent is lower than the above range, the membrane surface structure does not become dense since
evaporation of the solvent does not proceed and, although water permeability does not greatly change, selectivity may
become low while, when it is higher than the above range, formation of extremely asymmetric membrane proceeds
whereby strength of the membrane may not be achieved.

[0032] Then the dope prepared as above is dissolved by heating at 90 to 190°C and the dissolved dope is extruded
from an arc-type nozzle, a C type nozzle or a tube-in-orifice type nozzle heated at 150 to 180°C. When a tube-in-orifice
type nozzle is used, it is preferred to use air, nitrogen, carbon dioxide, argon, etc. as a bore-forming material. The
extruded dope is passed through the airgap (gaseous atmosphere) for 0.02 to 0.4 second and then dipped in an agqueous
coagulating bath to coagulate.

[0033] Astoacomposition of solvent and nonsolvent ofthe coagulating bath, itis preferred to use the same composition
as that used for the dope. As to the composition ratio of a coagulating bath, the ratio by weight of solvent : nonsolvent :
wateris preferredtobe 0to 15 :0to 8 : 100 to 77. When the rate of water is too low, phase separation of the membrane
proceeds and pore size may become too large. Although the rate of water may be 100%, amount of the waste liquid
from the coagulating bath in the continuous membrane manufacture become more.

[0034] From the hollow fiber type semipermeable membrane pulled out from the coagulating bath, the remaining
solvent, nonsolvent, etc. are removed by washing with water. Examples of the method for washing with water include
a multistage inclination gutter method for washing with water where water for washing is flown down in a long inclined
gutter and a hollow fiber type semipermeable membrane is dipped in said washing water to conduct the washing with
water; a Nelson roller method for washing with water where two long rollers (Nelson rollers) crossing in certain angles
are used and hollow fiber type semipermeable membranes are wound in fold upon fold on the rollers wherein the Nelson
roller surfaces are always made wet with water for washing and the washing with water is conducted by means of
contacting said water for washing to the hollow fiber type semipermeable membranes; a net shower washing method
with water where hollow fiber type semipermeable membrane is shaken down onto a net followed by washing with
shower water; and a washing with water by dipping where hollow fiber type semipermeable membrane is directly dipped
into a washing water in a deep vessel followed by washing with water. In the present invention, any one of methods for
washing with water can be used for washing with water.

[0033] Itis preferred that the hollow fiber type semipermeable membrane subjected to a washing treatment with water
IS dipped into water under a nontensed state and is subjected to an annealing treatment by hot water at 40 to 80°C for
5 to 60 minutes, followed by another annealing treatment by hot water at 85 to 99.5°C. As a result of subjecting to an
annealing treatment by hot water at a relatively low temperature followed by another annealing treatment by hot water
at a relatively high temperature, improvements in fixation and dimensional stability of membrane structure and in thermal
stability can be expected while maintaining high communicative connection structure. For such a purpose, the first
annealing treatment by hot water adopts the temperature of not higher than the temperature of near the glass transition
temperature, and the second annealing treatment by hot water adopts the temperature of higherthan the glass transition
temperature and lower than the melting point. Specifically, the temperature for the first annealing treatment by hot water
IS preferred to be within a range of 40 to 80°C, more preferred to be within a range of 45 to 78°C, and further preferred
to be within a range of 50 to 75°C. When the temperature is lower than the above range, washing effect of the solvent
IS small. On the contrary, when the temperature is higher than the above range, communicative connection structure of
the membrane structure is destroyed due to the solvent and high temperature. The temperature forthe second annealing
treatment by hot water is preferred to be 85 to 99.5°C, more preferred to be 87 to 99.3°C, and further preferred to be
90 to 99°C. When the temperature is lower than the above range, densification of the membrane and stabilization of the
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membrane structure become insufficient. On the contrary, when the temperature is higher than the above range, den-
sification of the membrane proceeds too much to give a membrane structure having low water permeability.

[0036] When the temperature for the annealing treatment by hot water is higher than the above range, the membrane
structure is destroyed due to re-dissolution of the membrane structure, or densification of the membrane structure
proceeds too much whereby the balance between the salt rejection rate and the water permeability may be lost. On the
contrary, when it is lower than the above range, remaining solvent cannot be sufficiently removed and the membrane
structure is destroyed in the annealing treatment by hot water, or densification of the membrane structure is not sufficient
whereby no desired salt rejection rate may be achieved. Time for the annealing treatment by hot water is usually 5 to
60 minutes. When the treating time is too short, no sufficient annealing effect may be achieved even if the annealing
treatment by hot water is conducted under the above conditions. |n addition, the membrane structure may become non-
uniform. When the treating time is too long, not only an increase in manufacturing cost but also too much densification
of the membrane may happen whereby no desired balance in the properties may be achieved.

[0037] The hollow fiber type semipermeable membrane of the present invention prepared as above Is incorporated
In a hollow fibertype semipermeable membrane module. Incorporation may be done by the conventionally known method.
As disclosed in the post-grant publications of Japanese Patent Nos. 4412486, 4277147, 3591618 and 3008886, an
example of the incorporation of the semipermeable membrane is that 45 to 90 hollow fiber type semipermeable mem-
branes are assembled to give a hollow fibertype semipermeable membrane aggregate, a plurality of the resulting hollow
fiber type semipermeable membrane aggregates are aligned horizontally and the resulting flat hollow fiber type semi-
permeable membrane bundle is traversed to a core pipe having many pores to wind around thereon. The winding angle
at this time is made 5 to 60° and the winding is done in such a manner that a crossing part is formed on the surface of
a specific position of the wound-up body. After that, both ends of this wound-up body are adhered and only one side
and/or both sides thereof is/are cut to form a hollow fiber opening(s) whereupon a hollow fiber type semipermeable
membrane element is prepared. The resulting hollow fiber type semipermeable membrane element is inserted into a
pressure vessel to assemble a hollow fiber type semipermeable membrane module.

[0038] The module in which the hollow fiber type semipermeable membrane of the present invention is incorporated
IS suitable for permeating freshwater into an aqueous solution of high concentration in a pressurized state of 0.5 to 3.0
MPa utilizing the concentration difference as a driving force so as to generate energy utilizing the increased pressurized
water amount. Preferred aqueous solution of high concentration includes seawaterwhich is abundantly present in nature,
concentrated seawater and artificially prepared agueous solution of high concentration. With regard to the concentration
of aqueous solution in high concentration, it is better to be higher. With regard to its osmotic pressure, it is 0.5 to 10
MPa, preferably 1 to 7 MPa, and more preferably 2 to 6 MPa although it varies depending upon the molecular weight
of the solute. The hollow fiber type semipermeable membrane module of the present invention is designed so as to
achieve high water permeating property of the membrane and, high permeation flow rate utilizing the concentration
difference in salt as a driving force due to the high selectivity for water and salt. Accordingly, it is now possible to efficiently
obtain pressurized water utilizing the concentration difference as a driving force.

Examples

[0039] As hereunder,the presentinvention will be more specifically illustrated by way of Examples although the present
invention is not limited to those Examples only. Measurements of the characteristic values measured in the Examples
were conducted according to the following methods.

(1) Inner diameter, outer diameter, and hollow ratio

[0040] Inner diameter, outer diameter and membrane thickness of the hollow fiber type semipermeable membrane
were obtained in such a manner that appropriate numbers of hollow fiber type semipermeable membrane are inserted
into the pores of 3 mm diameter opened in the center of a slide glass to such an extent that the hollow fiber type
semipermeable membranes do not fall therethrough, the hollow fiber type semipermeable membranes are cut using a
razor along the upper and lower sides of the slide glass to prepare samples of the hollow fiber type semipermeable
membrane sections, and short and long diameters of the resulting sections of hollow fibertype semipermeable membrane
are measured using a projector Nikon PROFILE PROJECTOR V-12. For each hollow fiber type semipermeable mem-
brane section, short and long diameters in two directions were measured and an arithmetic mean value of each of them
was adopted as inner or outer diameter of one hollow fiber type semipermeable membrane section while the membrane
thickness was calculated as [(outer diameter) - (innerdiameten)]/2. Similar measurement was conducted for five sections
and mean values thereof were adopted as inner diameter, outer diameters and membrane thickness.
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Hollow ratio was calculated by the formula [ (inner

diameter)/ (outer diameter)]® X 100.

(2) Permeation flow rate and permeation flow rate ratio due to pressure difference

[0041] Afterthe hollow fibertype semipermeable membranes were bundled and inserted into a sleeve made of plastic,
thermosetting resin was injected into the sleeve and hardened to seal. Terminal of the hollow fiber type semipermeable
membrane hardened by the thermosetting resin was cut to give an opening of the hollow fiber type semipermeable
membrane whereupon there was prepared a module for the evaluation having the membrane area based on the outer
diameter of about 0.1 m2. This module for the evaluation was connected to a device for testing the membrane properties
comprising a tank for feed water and a pump whereby the properties were evaluated.

[0042] A feed agueous solution having sodium chloride concentration of 1.5 g/L was filtered from outer side to inner
side of the hollow fiber type semipermeable membrane at 25°C and 1.5 MPa pressure and the device was operated for
1 hour. After that, water permeated through the membrane was collected from the opening of the hollow fiber type
semipermeable membrane and weight of permeated water was measured by an electron balance (LIBROR EB-3200D
manufactured by Shimadzu). The weight of permeated water was converted to amount of permeated water at 25°C
according to the following formula:

amount of permeated water (L) = weight of permeated water (kqg)

/ 0.99704 (kg/L)
[0043] Permeation flow rate (FR) is calculated by the following formula:

pro—

FR [L/mz/day] = amount of the permeated water (L) /

membrane area based on the outer diameter [m°] / collecting time

iminutes] x (60 [minutes] x 24 [hours])

[0044] Further, the permeation flow rate was measured in a similar way under the above condition except that the
operating pressure was changedto 3.0 MPa, and permeation flow rate ratio (ratio to the measured value ofthe permeation
flow rate after 24 hours) as an index forthe pressure resistance ofthe membrane was calculated by the following formula:

permeation flow rate ratio [-] = (permeation flow rate

at 3.0 MPa after 24 hours)/ (permeation flow rate at 3.0 MPa after

1 hour)

(3) Salt rejection rate due to pressure difference

[0045] Sodium chloride concentration was measured using a conductometric detector (CM-25R by Toa DKK) from
the permeated water collected in the above measurement for permeation flow rate and the feed agueous solution having
sodium chloride concentration of 1,500 mg/L used for the same measurement of permeation flow rate.

[0046] Salt rejection rate is calculated by the following formula:

i)

salt rejection rate [%] = (1 - salt concentration of

permeated water [mg/L] / salt concentration of feed aqueous

solution [mg/L]) x 100

10
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(4) Permeation flow rate due to concentration difference
(Preparation of hollow fiber type semipermeable membrane element)

[0047] These hollow fiber type semipermeable membranes were aligned in a crossing manner around a distribution
tube for the feed fluid consisting of porous tube whereupon an aggregate of the hollow fiber type semipermeable mem-
brane was formed. Specifically, the hollow fiber type semipermeable membrane bundle was traversed together with
rotating the distribution tube for the feed fluid around its axis so that the bundle was wound around the distribution tube
for the feed fluid whereupon the hollow fiber type semipermeable membrane was aligned in a crossing manner. The
hollow fiber type semipermeable membrane in the outermost layer was about 41° to the axial direction. Both ends of
this aggregate of the hollow fiber type semipermeable membrane were fixed by potting with an epoxy resin and, after
that, both ends were cut to open the bore of the hollow fiber type semipermeable membrane whereupon a hollow fiber
type semipermeable membrane element was prepared.

(Measurement of permeation flow rate of module)

[0048] Theresulting elementwas installed in the pressure vessel and freshwater having sodium chloride concentration
of 200 mg/L or less was fed, using a feed pump, from a port in the ports connecting to each opening of the hollow fiber
type semipermeable membrane and the freshwater was flown out from another port. An agueous solution having sodium
chloride concentration of as high as 35 g/L was fed to a distribution tube for the feed fluid connected to the outer side
of the hollow fiber type semipermeable membrane using a feed pump, passed the outer side of the hollow fiber type
semipermeable membrane and then flown out from a port existing in the side area ofthe pressure vessel being connected
to the outer side of the hollow fiber type semipermeable membrane aggregate and the pressure and the flow rate were
adjusted by a flow rate adjusting valve. Flow rate and pressure of each feed pump were adjusted so that permeation
flow rate (QDS2 - QDS1), pressure and flow rate of module became the following conditions when feed pressure of the
aqueous solution in high concentration was PDS1 (MPa), feed flow rate was QDS1 (L/min), discharging water flow rate
of the aqueous solution in high concentration was QDS2 (L/min), feed flow rate of freshwater was QFS1 (L/min), flowing-
out flow rate of freshwater was QFS2 (L/min) and flowing-out pressure of freshwater was PFS2 (kPa) and then the flow
rate increase (QDS2 - QDS1) of the agueous solution in high concentration was measured as the permeation flow rate
of module.

PDS1 =1.0 MPa

PFS2 =10 kPa or less

QDS1/ (QDS2 - QDS1) = Z

QOFS2/(0DS2 - QODS1) = 0.1

[0049] Permeation flow rate due to concentration difference (FR) is calculated by the following formula:

FR.[IJHF/day] = permeation flow rate of module (L/min)
/ membrane area based on the outer diameter [m?] x (60 [minutes]

x 24 [hours])

(5) Thickness of the dense layer

[0050] After the hollow fiber type semipermeable membrane to be evaluated was washed with water, it was dipped
for 1 hour in 2-propanol (Nacalai Tesque) of 25°C and then dipped for 1 hour in cyclohexane (Nacalai Tesque) of 25°C
to conduct a solvent substitution. Liquid was removed from the hollow fiber type semipermeable membrane after the
solvent substitution followed by drying for 24 hours in a vacuum drier (Yamato Vacuum Drying Oven DP41) with inner
temperature of 50°C and inner pressure of -40Pa.

[0051] The resulting dried hollow fiber type semipermeable membrane was embedded in resin and a slice was cut
out therefrom using a microtome (REICHERT-NISSE| ULTRACUT) so that the hollow fiber type semipermeable mem-
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brane section can be observed.

[0052] The cut-out slice was observed under a differential interference microscope (Nikon Optiphot stand, reflective
differential interference apparatus NR).

[0053] From the resulting microscopic image, thicknesses of dense layers in ten places were measured and a mean
value thereof was adopted as the thickness of the dense layer.

Example 1

[0054] Cellulose triacetate (CTA, Daicel, LT35) (41% by weight), 49.9% by weight of N-methyl-2-pyrrolidone (NMP,
Mitsubishi Chemical), 8.8% by weight of ethylene glycol (EG, Mitsubishi Chemical) and 0.3% by weight of benzoic acid
(Nacalal Tesque) were uniformly dissolved at 180°C to give adope. The resulting dope was defoamed in vacuo, extruded
from an arc-type nozzle (divided into three) at 163°C into the space which is isolated from the outer air and, after space
time of 0.03 second, dipped into a coagulating bath of 12°C comprising NMP/EG/water in 4.25/0.75/95. After that, the
hollow fiber type semipermeable membrane was washed by a multistage inclination gutter method and shaken off when
the membrane was still in a wet state. The resulting hollow fiber type semipermeable membrane was dipped into water
of60°C and subjected to an annealing treatment by hot water for 20 minutes. Then, the hollow fiber type semipermeable
membrane was dipped into water of 85°C and subjected to an annealing treatment by hot water for 20 minutes.
[0055] The resulting hollow fiber type semipermeable membrane had inner diameter of 100 p.m, outer diameterof175
wm and hollow ratio of 33%.

[0056] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to pressure
difference were measured using the module. Also, element for measuring the permeation flow rate due to concentration
difference was prepared with about 70 cm effective length of the hollow fibertype semipermeable membrane. Permeation
flow rate was measured using the element. Results of the evaluation are summarized in Table 1. Effective membrane
area of this hollow fiber type semipermeable membrane element was about 67 m? on the basis of outer diameter of the
hollow fiber type semipermeable membrane.

Example 2

[0057] Cellulose triacetate (CTA, Daicel, LT35) (41% by weight), 52.8% by weight of N-methyl-2-pyrrolidone (NMP,
Mitsubishi Chemical), 5.9% by weight of ethylene glycol (EG, Mitsubishi Chemical) and 0.3% by weight of benzoic acid
(Nacalal Tesque) were uniformly dissolved at 180°C to give a dope. Other than that, a hollow fiber type semipermeable
membrane was prepared according to the same manner as in Example 1.

[0058] The resulting hollow fiber type semipermeable membrane had inner diameter of 100 wm, outer diameterof 175
wm and hollow ratio of 33%.

[0059] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to pressure
difference were measured using the module. Also, element for measuring the permeation flow rate due to concentration
difference was prepared with about 70 cm effective length of the hollow fibertype semipermeable membrane. Permeation
flow rate was measured using the element. Results of the evaluation are summarized in Table 1. Effective membrane
area of this hollow fiber type semipermeable membrane element was about 67 m? on the basis of outer diameter of the
hollow fiber type semipermeable membrane.

Example 3

[0060] Cellulose triacetate (CTA, Daicel, LT35) (44% by weight), 47.3% by weight of N-methyl-2-pyrrolidone (NMP,
Mitsubishi Chemical), 8.4% by weight of ethylene glycol (EG, Mitsubishi Chemical) and 0.3% by weight of benzoic acid
(Nacalal Tesque) were uniformly dissolved at 180°C to give a dope. Other than that, a hollow fiber type semipermeable
membrane was prepared according to the same manner as in Example 1. The resulting hollow fiber type semipermeable
membrane was dipped into water of 60°C and subjected to an annealing treatment by hot water for 20 minutes. Then,
the hollow fiber type semipermeable membrane was dipped into water of 85°C and subjected to an annealing treatment
by hot water for 20 minutes.

[0061] The resulting hollow fiber type semipermeable membrane had innerdiameter of 100 p.m, outer diameterof175
wm and hollow ratio of 33%.

[0062] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to pressure
difference were measured using the module. Also, element for measuring the permeation flow rate due to concentration
difference was prepared with about 70 cm effective length of the hollow fibertype semipermeable membrane. Permeation
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flow rate was measured using the element. Results of the evaluation are summarized in Table 1. Effective membrane
area of this hollow fiber type semipermeable membrane element was about 67 m? on the basis of outer diameter of the
hollow fiber type semipermeable membrane.

Example 4

[0063] A hollow fiber type semipermeable membrane was prepared according to the same manner as in Example 1
except that the hollow fiber type semipermeable membrane has inner diameter of 158 p.m, outer diameter of 250 pm
and hollow ratio of 40%.

[0064] Modules of about 100 cm length for the evaluation were prepared using the hollow fiber type semipermeable
membrane of this Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to pressure
difference were measured using the module. Also, element for measuring the permeation flow rate due to concentration
difference was prepared with about 70 cm effective length of the hollow fibertype semipermeable membrane. Permeation
flow rate was measured using the element. Results of the evaluation are summarized in Table 1. Effective membrane
area of this hollow fiber type semipermeable membrane element was about 47 m2 on the basis of outer diameter of the
hollow fiber type semipermeable membrane.

Example 5

[0065] A hollow fiber type semipermeable membrane, prepared according to the same manner as in Example 1, was
dipped into water of 80°C and subjected to an annealing treatment by hot water for 20 minutes. Then, the hollow fiber
type semipermeable membrane was dipped into water of 98°C and subjected to an annealing treatment by hot water
for 20 minutes.

[0066] The resulting hollow fiber type semipermeable membrane had innerdiameter of 100 wm, outer diameterof 175
wm and hollow ratio of 33%.

[0067] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to pressure
difference were measured using the module. Also, element for measuring the permeation flow rate due to concentration
difference was prepared with about 70 cm effective length of the hollow fibertype semipermeable membrane. Permeation
flow rate was measured using the element. Results of the evaluation are summarized in Table 1. Effective membrane
area of this hollow fiber type semipermeable membrane element was about 67 m? on the basis of outer diameter of the
hollow fiber type semipermeable membrane.

Example 6

[0068] Cellulose triacetate (CTA, Daicel, LT35) (41% by weight), 41.1% by weight of N-methyl-2-pyrrolidone (NMP,
Mitsubishi Chemical), 17.6% by weight of ethylene glycol (EG, Mitsubishi Chemical) and 0.3% by weight of benzoic acid
(Nacalal Tesque) were uniformly dissolved at 180°C to give adope. The resulting dope was defoamed in vacuo, extruded
from an arc-type nozzle (divided into three) at 163°C into the space which is isolated from the outer air and, after space
time of 0.03 second, dipped into a coagulating bath of 12°C comprising NMP/EG/water in 4.25/0.75/95. After that, the
hollow fiber type semipermeable membrane was washed by a multistage inclination gutter method and shaken off when
the membrane was still in a wet state.

[0069] The resulting hollow fiber type semipermeable membrane was dipped into water of 80°C and subjected to an
annealing treatment by hot water for 20 minutes. Then, the hollow fiber type semipermeable membrane was dipped into
water of 98°C, subjected to an annealing treatment by hot water for 20 minutes.

[0070] The resulting hollow fiber type semipermeable membrane had inner diameter of 86 p.m, outer diameter of 175
wm and hollow ratio of 24%.

[0071] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to pressure
difference were measured using the module. Also, element for measuring the permeation flow rate due to concentration
difference was prepared with about 70 cm effective length ofthe hollow fibertype semipermeable membrane. Permeation
flow rate was measured using the element. Results of the evaluation are summarized in Table 1. Effective membrane
area of this hollow fiber type semipermeable membrane element was about 67 m2 on the basis of outer diameter of the
hollow fiber type semipermeable membrane.

Example 7

[0072] A hollow fiber type semipermeable membrane, prepared according to the same manner as in Example 1, was
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dipped into water of 42°C and subjected to an annealing treatment by hot water for 20 minutes. Then, the hollow fiber
type semipermeable membrane was dipped into water of 99°C and subjected to an annealing treatment by hot water
for 20 minutes.

[0073] The resulting hollow fiber type semipermeable membrane had inner diameter of 100 wm, outer diameterof 175
wm and hollow ratio of 33%.

[0074] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to pressure
difference were measured using the module. Also, element for measuring the permeation flow rate due to concentration
difference was prepared with about 70 cm effective length ofthe hollow fibertype semipermeable membrane. Permeation
flow rate was measured using the element. Results of the evaluation are summarized in Table 2. Effective membrane
area of this hollow fiber type semipermeable membrane element was about 67 m? on the basis of outer diameter of the
hollow fiber type semipermeable membrane.

Example 8

[0075] A hollow fiber type semipermeable membrane, prepared according to the same manner as in Example 1, was
dipped into water of 7/8°C and subjected to an annealing treatment by hot water for 20 minutes. Then, the hollow fiber
type semipermeable membrane was dipped into water of 87°C and subjected to an annealing treatment by hot water
for 20 minutes.

[0076] The resulting hollow fiber type semipermeable membrane had innerdiameter of 100 p.m, outer diameterof175
wm and hollow ratio of 33%.

[0077] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to pressure
difference were measured using the module. Also, element for measuring the permeation flow rate due to concentration
difference was prepared with about 70 cm effective length of the hollow fibertype semipermeable membrane. Permeation
flow rate was measured using the element. Results of the evaluation are summarized in Table 2. Effective membrane
area of this hollow fiber type semipermeable membrane element was about 67 m? on the basis of outer diameter of the
hollow fiber type semipermeable membrane.

Example 9

[0078] Cellulose triacetate (CTA, Daicel, LT35) (43% by weight), 56.7% by weight of N-methyl-2-pyrrolidone (NMP,
Mitsubishi Chemical), and 0.3% by weight of benzoic acid (Nacalai Tesque) were uniformly dissolved at 180°C to give
a dope. The resulting dope was defoamed in vacuo, extruded from an arc-type nozzle (divided into three) at 163°C into
the space which is isolated from the outer air and, after space time of 0.03 second, dipped into a coagulating bath of
12°C comprising NMP/EG/waterin 4.25/0.75/95. Afterthat, the hollow fibertype semipermeable membrane was washed
by a multistage inclination gutter method and shaken off when the membrane was still in a wet state.

[0079] The resulting hollow fiber type semipermeable membrane was dipped into water of 42°C and subjected to an
annealing treatment by hot water for 20 minutes. Then, the hollow fiber type semipermeable membrane was dipped into
water of 85°C, subjected to an annealing treatment by hot water for 20 minutes.

[0080] The resulting hollow fiber type semipermeable membrane had innerdiameter of 100 wm, outer diameterof175
wm and hollow ratio of 33%.

[0081] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to pressure
difference were measured using the module. Also, element for measuring the permeation flow rate due to concentration
difference was prepared with about 70 cm effective length of the hollow fibertype semipermeable membrane. Permeation
flow rate was measured using the element. Results of the evaluation are summarized in Table 2. Effective membrane
area of this hollow fiber type semipermeable membrane element was about 67 m2 on the basis of outer diameter of the

hollow fiber type semipermeable membrane.

Example 10

[0082] Cellulose triacetate (CTA, Daicel, LT35) (39.7% by weight), 42.0% by weight of N-methyl-2-pyrrolidone (NMP,
Mitsubishi Chemical), 17.6% by weight of ethylene glycol (EG, Mitsubishi Chemical), 0.3% by weight of benzoic acid
(Nacalai Tesque), and 0.7% by weight of triisopropanoclamine (TPA, Nacalal Tesque) were uniformly dissolved at 180°C
to give a dope. The resulting dope was defoamed in vacuo, extruded from an arc-type nozzle (divided into three) at

158°C Into the space which Is isolated from the outer air and, after space time of 0.03 second, dipped into a coagulating
bath of 12°C comprising NMP/EG/water in 21.0/9.0/70.0. After that, the hollow fiber type semipermeable membrane
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was washed by a multistage inclination gutter method and shaken off when the membrane was still in a wet state. The
resulting hollow fiber type semipermeable membrane was dipped into water of 80°C and subjected to an annealing
treatment by hot water for 20 minutes. Then, the hollow fiber type semipermeable membrane was dipped into water of
98°C and subjected to an annealing treatment by hot water for 20 minutes. The resulting hollow fibertype semipermeable
membrane had inner diameter of 86 um, outer diameter of 175 p.m and hollow ratio of 24%.

[0083] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to pressure
difference were measured using the module. Also, element for measuring the permeation flow rate due to concentration
difference was prepared with about 70 cm effective length ofthe hollow fibertype semipermeable membrane. Permeation
flow rate was measured using the element. Results of the evaluation are summarized in Table 2. Effective membrane
area of this hollow fiber type semipermeable membrane element was about 67 m? on the basis of outer diameter of the
hollow fiber type semipermeable membrane.

Example 11

[0084] Cellulose triacetate (CTA, Daicel, LT35) (38% by weight), 52.4% by weight of N-methyl-2-pyrrolidone (NMP,
Mitsubishi Chemical), 9.3% by weight of ethylene glycol (EG, Mitsubishi Chemical) and 0.3% by weight of benzoic acid
(Nacalal Tesque) were uniformly dissolved at 180°C to give adope. The resulting dope was defoamed in vacuo, extruded
from an arc-type nozzle (divided into three) at 163°C into the space which is isolated from the outer air and, after space
time of 0.03 second, dipped into a coagulating bath of 12°C comprising NMP/EG/water in 4.25/0.75/95. After that, the
hollow fiber type semipermeable membrane was washed by a multistage inclination gutter method and shaken off when
the membrane was still in a wet state. The resulting hollow fiber type semipermeable membrane was dipped into water
of 60°C and subjected to an annealing treatment by hot water for 20 minutes. Then, the hollow fiber type semipermeable
membrane was dipped into water of 85°C and subjected to an annealing treatment by hot water for 20 minutes.
[0085] The resulting hollow fiber type semipermeable membrane had inner diameter of 100 p.m, outer diameterof175
wm and hollow ratio of 33%.

[0086] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to pressure
difference were measured using the module. Also, element for measuring the permeation flow rate due to concentration
difference was prepared with about 70 cm effective length ofthe hollow fibertype semipermeable membrane. Permeation
flow rate was measured using the element. Results of the evaluation are summarized in Table 2. Effective membrane
area of this hollow fiber type semipermeable membrane element was about 67 m? on the basis of outer diameter of the
hollow fiber type semipermeable membrane.

Example 12

[0087] Cellulose triacetate (CTA, Daicel, LT35) (41% by weight), 35.2% by weight of N-methyl-2-pyrrolidone (NMP,
Mitsubishi Chemical), 23.5% by weight of ethylene glycol (EG, Mitsubishi Chemical) and 0.3% by weight of benzoic acid
(Nacalai Tesque) were uniformly dissolved at 180°C to give a dope. The resulting dope was defoamed in vacuo, extruded
from an arc-type nozzle (divided into three) at 163°C into the space which is isolated from the outer air and, after space
time of 0.03 second, dipped into a coagulating bath of 12°C comprising NMP/EG/water in 4.25/0.75/95. After that, the
hollow fiber type semipermeable membrane was washed by a multistage inclination gutter method and shaken off when
the membrane was still in a wet state. The resulting hollow fiber type semipermeable membrane was dipped into water
of 60°C and subjected to an annealing treatment by hot water for 20 minutes. Then, the hollow fiber type semipermeable
membrane was dipped into water of 85°C and subjected to an annealing treatment by hot water for 20 minutes.
[0088] The resulting hollow fiber type semipermeable membrane had inner diameter of 100 p.m, outer diameterof175
wm and hollow ratio of 33%.

[0089] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to pressure
difference were measured using the module. Also, element for measuring the permeation flow rate due to concentration
difference was prepared with about 70 cm effective length of the hollow fibertype semipermeable membrane. Permeation
flow rate was measured using the element. Results of the evaluation are summarized in Table 2. Effective membrane
area of this hollow fiber type semipermeable membrane element was about 67 m2 on the basis of outer diameter of the
hollow fiber type semipermeable membrane.

Comparative Example 1

[0090] Cellulose triacetate (CTA, Daicel, LT35) (41% by weight), 49.9% by weight of N-methyl-2-pyrrolidone (NMP,
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Mitsubishi Chemical), 8.8% by weight of ethylene glycol (EG, Mitsubishi Chemical) and 0.3% by weight of benzoic acid
(Nacalal Tesque) were uniformly dissolved at 180°C to give adope. The resulting dope was defoamed in vacuo, extruded
from an arc-type nozzle (divided into three) at 163°C into the space which is isolated from the outer air and, after space
time of 0.03 second, dipped into a coagulating bath of 12°C comprising NMP/EG/water in 4.25/0.75/95. After that, the
hollow fiber type semipermeable membrane was washed by a multistage inclination gutter method and shaken off when
the membrane was still in a wet state. The resulting hollow fiber type semipermeable membrane was dipped into water
of 60°C and subjected to an annealing treatment by hot water for 40 minutes.

[0091] The resulting hollow fiber type semipermeable membrane had inner diameter of 100 wm, outer diameterof 175
wm and hollow ratio of 33%.

[0092] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Comparative Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to
pressure difference were measured using the module. Also, element for measuring the permeation flow rate due to
concentration difference was prepared with about 70 cm effective length of the hollow fiber type semipermeable mem-
brane. Permeation flow rate was measured using the element. Results of the evaluation are summarized in Table 3.
Effective membrane area of this hollow fiber type semipermeable membrane element was about 67 m2 on the basis of
outer diameter of the hollow fiber type semipermeable membrane.

Comparative Example 2

[0093] Cellulose triacetate (CTA, Daicel, LT35) (37% by weight), 53.3% by weight of N-methyl-2-pyrrolidone (NMP,
Mitsubishi Chemical), 9.4% by weight of ethylene glycol (EG, Mitsubishi Chemical) and 0.3% by weight of benzoic acid
(Nacalal Tesque) were uniformly dissolved at 180°C to give adope. The resulting dope was defoamed in vacuo, extruded
from an arc-type nozzle (divided into three) at 163°C into the space which is isolated from the outer air and, after space
time of 0.03 second, dipped into a coagulating bath of 12°C comprising NMP/EG/water in 4.25/0.75/95. After that, the
hollow fiber type semipermeable membrane was washed by a multistage inclination gutter method and shaken off when
the membrane was still in a wet state. The resulting hollow fiber type semipermeable membrane was dipped into water
of60°C and subjected to an annealing treatment by hot water for 20 minutes. Then, the hollow fiber type semipermeable
membrane was dipped into water of 85°C and subjected to an annealing treatment by hot water for 20 minutes.
[0094] The resulting hollow fiber type semipermeable membrane had inner diameter of 100 wm, outer diameterof 175
wm and hollow ratio of 33%.

[0095] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Comparative Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to
pressure difference were measured using the module. Also, element for measuring the permeation flow rate due to

concentration difference was prepared with about 70 cm effective length of the hollow fiber type semipermeable mem-
brane. Permeation flow rate was measured using the element. Results of the evaluation are summarized in Table 3.
Effective membrane area of this hollow fiber type semipermeable membrane element was about 67 m2 on the basis of

outer diameter of the hollow fiber type semipermeable membrane.
Comparative Example 3

[0096] Cellulose triacetate (CTA, Daicel, LT35) (47% by weight), 44.8% by weight of N-methyl-2-pyrrolidone (NMP,
Mitsubishi Chemical), 7.9% by weight of ethylene glycol (EG, Mitsubishi Chemical) and 0.3% by weight of benzoic acid
(Nacalal Tesque) were uniformly dissolved at 180°C to give adope. The resulting dope was defoamed in vacuo, extruded
from an arc-type nozzle (divided into three) at 163°C into the space which is isolated from the outer air and, after space
time of 0.03 second, dipped into a coagulating bath of 12°C comprising NMP/EG/water in 4.25/0.75/95. After that, the
hollow fiber type semipermeable membrane was washed by a multistage inclination gutter method and shaken off when
the membrane was still in a wet state. The resulting hollow fiber type semipermeable membrane was dipped into water
of60°C and subjected to an annealing treatment by hot water for 20 minutes. Then, the hollow fiber type semipermeable
membrane was dipped into water of 85°C and subjected to an annealing treatment by hot water for 20 minutes.
[0097] The resulting hollow fiber type semipermeable membrane had inner diameter of 100 wm, outer diameterof 175
wm and hollow ratio of 33%.

[0098] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Comparative Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to
pressure difference were measured using the module. Also, element for measuring the permeation flow rate due to
concentration difference was prepared with about 70 cm effective length of the hollow fiber type semipermeable mem-
brane. Permeation flow rate was measured using the element. Results of the evaluation are summarized in Table 3.
Effective membrane area of this hollow fiber type semipermeable membrane element was about 67 m2 on the basis of
outer diameter of the hollow fiber type semipermeable membrane.
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Comparative Example 4

[0099] Cellulose triacetate (CTA, Daicel, LT35) (41% by weight), 38.7% by weight of N-methyl-2-pyrrolidone (NMP,
Mitsubishi Chemical), and 0.3% by weight of benzoic acid (Nacalai Tesque) were uniformly dissolved at 180°C to give
a dope. The resulting dope was defoamed in vacuo, extruded from an arc-type nozzle (divided into three) at 163°C into
the space which is isolated from the outer air and, after space time of 0.03 second, dipped into a coagulating bath of
12°C comprising NMP/EG/waterin 4.25/0.75/95. After that, the hollow fibertype semipermeable membrane was washed
by a multistage inclination gutter method and shaken off when the membrane was still in a wet state. The resulting hollow
fiber type semipermeable membrane was dipped into water of 60°C and subjected to an annealing treatment by hot
water for 20 minutes. Then, the hollow fibertype semipermeable membrane was dipped into water of 85°C and subjected
to an annealing treatment by hot water for 20 minutes.
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[0100] The resulting hollow fiber type semipermeable membrane had inner diameter of 100 p.m, outer diameterof175
wm and hollow ratio of 33%.

[0101] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Comparative Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to
pressure difference were measured using the module. Also, element for measuring the permeation flow rate due to
concentration difference was prepared with about 70 cm effective length of the hollow fiber type semipermeable mem-
brane. Permeation flow rate was measured using the element. Results of the evaluation are summarized in Table 3.
Effective membrane area of this hollow fiber type semipermeable membrane element was about 67 m?2 on the basis of

outer diameter of the hollow fiber type semipermeable membrane.

Comparative Example 5

[0102] A hollow fiber type semipermeable membrane was prepared according to the same manner as in Example 1,
except that the hollow fiber type semipermeable membrane obtained by a step of annealing treatment by hot water was
dipped into water of 85°C and subjected to an annealing treatment by hot water for 20 minutes, and then dipped into
water of 99.8°C and subjected to an annealing treatment by hot water for 20 minutes.

[0103] The resulting hollow fiber type semipermeable membrane had inner diameter of 100 p.m, outer diameterof175
wm and hollow ratio of 33%.

[0104] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Comparative Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to
pressure difference were measured using the module. Also, element for measuring the permeation flow rate due to
concentration difference was prepared with about 70 cm effective length of the hollow fiber type semipermeable mem-
brane. Permeation flow rate was measured using the element. Results of the evaluation are summarized in Table 3.
Effective membrane area of this hollow fiber type semipermeable membrane element was about 67 m2 on the basis of
outer diameter of the hollow fiber type semipermeable membrane.

Comparative Example 6

[0105] A hollow fiber type semipermeable membrane was prepared according to the same manner as in Example 1,
except that the hollow fiber type semipermeable membrane obtained by a step of annealing treatment by hot water was
dipped into water of 85°C and subjected to an annealing treatment by hot water for 20 minutes, and then dipped into
water of 75°C and subjected to an annealing treatment by hot water for 20 minutes.

[0106] The resulting hollow fiber type semipermeable membrane had inner diameter of 100 wm, outer diameterof 175
wm and hollow ratio of 33%.

[0107] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Comparative Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to
pressure difference were measured using the module. Also, element for measuring the permeation flow rate due to
concentration difference was prepared with about 70 cm effective length of the hollow fiber type semipermeable mem-
brane. Permeation flow rate was measured using the element. Results of the evaluation are summarized in Table 3.
Effective membrane area of this hollow fiber type semipermeable membrane element was about 67 m2 on the basis of
outer diameter of the hollow fiber type semipermeable membrane.

Comparative Example 7
[0108] A hollow fiber type semipermeable membrane was prepared according to the same manner as in Example 1,

except that the hollow fiber type semipermeable membrane obtained by a step of annealing treatment by hot water was
dipped into water of 30°C and subjected to an annealing treatment by hot water for 20 minutes, and then dipped into
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water of 75°C and subjected to an annealing treatment by hot water for 20 minutes. The resulting hollow fiber type
semipermeable membrane had inner diameter of 100 pm, outer diameter of 175 p.m and hollow ratio of 33%.

[0109] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Comparative Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to
pressure difference were measured using the module. Also, element for measuring the permeation flow rate due to
concentration difference was prepared with about 70 cm effective length of the hollow fiber type semipermeable mem-
brane. Permeation flow rate was measured using the element. Results of the evaluation are summarized in Table 3.
Effective membrane area of this hollow fiber type semipermeable membrane element was about 67 m2 on the basis of
outer diameter of the hollow fiber type semipermeable membrane.

Comparative Example 8

[0110] A hollow fiber type semipermeable membrane was prepared according to the same manner as in Example 1,
except that the hollow fiber type semipermeable membrane obtained by a step of annealing treatment by hot water was
dipped into water of 30°C and subjected to an annealing treatment by hot water for 20 minutes, and then dipped into
water of 99.8°C and subjected to an annealing treatment by hot water for 20 minutes. The resulting hollow fiber type
semipermeable membrane had inner diameter of 100 pm, outer diameter of 1735 p.m and hollow ratio of 33%.

[0111] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Comparative Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to
pressure difference were measured using the module. Also, element for measuring the permeation flow rate due to
concentration difference was prepared with about 70 cm effective length of the hollow fiber type semipermeable mem-
brane. Permeation flow rate was measured using the element. Results of the evaluation are summarized in Table 3.
Effective membrane area of this hollow fiber type semipermeable membrane element was about 67 m2 on the basis of
outer diameter of the hollow fiber type semipermeable membrane.

Comparative Example 9

[0112] A hollow fiber type semipermeable membrane was prepared according to the same manner as in Example 6,
except that the temperature forthe annealing treatment by hot water was changed to 60°C and the treatment was carried
out for one time. The resulting hollow fibertype semipermeable membrane had innerdiameter of 100 wm, outer diameter
of 175 p.m and hollow ratio of 33%.

[0113] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Comparative Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to
pressure difference were measured using the module. Also, element for measuring the permeation flow rate due to
concentration difference was prepared with about 70 cm effective length of the hollow fiber type semipermeable mem-
brane. Permeation flow rate was measured using the element. Results of the evaluation are summarized in Table 4.
Effective membrane area of this hollow fiber type semipermeable membrane element was about 67 m2 on the basis of
outer diameter of the hollow fiber type semipermeable membrane.

Comparative Example 10

[0114] A hollow fiber type semipermeable membrane was prepared according to the same manner as in Example 1
except that the hollow fiber type semipermeable membrane has inner diameter of 72 p.m, outer diameter of 160 wm and
hollow ratio of 20%.

[0115] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Comparative Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to
pressure difference were measured using the module. Also, element for measuring the permeation flow rate due to
concentration difference was prepared with about 70 cm effective length of the hollow fiber type semipermeable mem-
brane. Permeation flow rate was measured using the element. Results of the evaluation are summarized in Table 4.
Effective membrane area of this hollow fiber type semipermeable membrane element was about 73 m? on the basis of
outer diameter of the hollow fiber type semipermeable membrane.

Comparative Example 11
[0116] A hollow fiber type semipermeable membrane was prepared according to the same manner as in Example 1
except that the hollow fiber type semipermeable membrane has inner diameter of 212 um, outer diameter of 300 pum

and hollow ratio of 30%.
[0117] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
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membrane of this Comparative Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to
pressure difference were measured using the module. Also, element for measuring the permeation flow rate due to
concentration difference was prepared with about 70 cm effective length of the hollow fiber type semipermeable mem-
brane. Permeation flow rate was measured using the element. Results of the evaluation are summarized in Table 4.
Effective membrane area of this hollow fiber type semipermeable membrane element was about 39 m2 on the basis of
outer diameter of the hollow fiber type semipermeable membrane.

Comparative Example 12

[0118] A hollow fiber type semipermeable membrane was prepared according to the same manner as in Example 6,
except that the hollow fiber type semipermeable membrane obtained by a step of annealing treatment by hot water was
dipped into water of 85°C and subjected to an annealing treatment by hot water for 20 minutes, and then dipped into
water of 99.8°C and subjected to an annealing treatment by hot water for 20 minutes.

[0119] The resulting hollow fiber type semipermeable membrane had inner diameter of 100 wm, outer diameterof 175
wm and hollow ratio of 33%.

[0120] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Comparative Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to
pressure difference were measured using the module. Also, element for measuring the permeation flow rate due to
concentration difference was prepared with about 70 cm effective length of the hollow fiber type semipermeable mem-
brane. Permeation flow rate was measured using the element. Results of the evaluation are summarized in Table 4.
Effective membrane area of this hollow fiber type semipermeable membrane element was about 67 m2 on the basis of
outer diameter of the hollow fiber type semipermeable membrane.

Comparative Example 13

[0121] Cellulose triacetate (CTA, Daicel, LT35) (39% by weight), 41.0% by weight of N-methyl-2-pyrrolidone (NMP,
Mitsubishi Chemical), 19.4% by weight of triethylene glycol (TEG, Mitsubishi Chemical), 0.3% by weight of tartaric acid
(Nacalal Tesque), and 0.3% by weight of ethyl diethanol amine (Nacalai Tesque) were uniformly dissolved at 180°C to
give a dope. The resulting dope was defoamed in vacuo, extruded from an arc-type nozzle (divided into three) at 158°C
into the space which is isolated from the outer air and, after space time of 0.03 second, dipped into a coagulating bath
of 10°C comprising NMP/EG/water in 21.7/9.3/69.0. After that, the hollow fiber type semipermeable membrane was
washed by a multistage inclination gutter method and shaken off when the membrane was still in a wet state. The
resulting hollow fiber type semipermeable membrane was dipped into water of 88°C and subjected to an annealing
treatment by hot water for 20 minutes.

[0122] The resulting hollow fiber type semipermeable membrane had inner diameter of 86 uwm, outer diameter of 180
wm and hollow ratio of 23%.

[0123] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
membrane of this Comparative Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to
pressure difference were measured using the module. Also, element for measuring the permeation flow rate due to

concentration difference was prepared with about 70 cm effective length of the hollow fiber type semipermeable mem-
brane. Permeation flow rate was measured using the element. Results of the evaluation are summarized in Table 4.

Effective membrane area of this hollow fiber type semipermeable membrane element was about 65 m2 on the basis of
outer diameter of the hollow fiber type semipermeable membrane.

Comparative Example 14

[0124] Cellulose acetate (CA, Daicel, L30) (36% by weight), 42.0% by weight of N,N-dimethylacetamide (DMAC,
Mitsubishi Chemical), 20.9% by weight of acetylated tetraethylene glycol (Nacalai Tesque), 0.6% by weight of phthalic
acid (Nacalai Tesque), and 0.5% by weight of diisopropanclamine (Nacalai Tesque) were uniformly dissolved at 180°C
to give a dope. The resulting dope was defoamed in vacuo, extruded from an arc-type nozzle (divided into three) at
158°C Into the space which Is isolated from the outer air and, after space time of 0.03 second, dipped into a coagulating
bath of 10°C comprising NMP/EG/water in 21.7/9.3/69.0. After that, the hollow fiber type semipermeable membrane
was washed by a multistage inclination gutter method and shaken off when the membrane was still in a wet state. The
resulting hollow fiber type semipermeable membrane was dipped into water of 99°C and subjected to an annealing
treatment by hot water for 20 minutes.

[0125] The resulting hollow fiber type semipermeable membrane had inner diameter of 86 p.m, outer diameter of 180
wm and hollow ratio of 23%.

[0126] Module of about 100 cm length for the evaluation was prepared using the hollow fiber type semipermeable
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membrane of this Comparative Example. Permeation flow rate, salt rejection rate, and permeation flow rate ratio due to
pressure difference were measured using the module. Also, element for measuring the permeation flow rate due to
concentration difference was prepared with about 70 cm effective length of the hollow fiber type semipermeable mem-
brane. Permeation flow rate was measured using the element. Results of the evaluation are summarized in Table 4.
Effective membrane area of this hollow fiber type semipermeable membrane element was about 65 m2 on the basis of
outer diameter of the hollow fiber type semipermeable membrane.

[Table 1]
Example | Example | Example | Example | Example | Example
1 2 3 4 S 6
polymer
concentration 41 41 44 41 41 41
(% by weight)
0

solvent (% by 49.9 52.8 47.3 49.9 49.9 411
weight)

_ 0

Dope hon-solvent (% 8.8 5.9 8.4 8.8 8.8 176
by weight)
organic acid etc.

(% by weight) 0.3 0.3 0.3 0.3 0.3 0.3
solvent/non-

solvent (ratio by 85/15 90/10 85/15 85/15 85/15 70/30
weight)

Annealing first time 60 60 60 60 80 80

treatment

temperature by hot | second time 85 85 85 85 98 98

water (°C)
nner diameter 100 100 100 158 100 86
()
outer diameter 175 175 175 250 175 175
()

Dimension hollow ratio (%) 33 33 33 40 33 24
length (mm) 1000 1000 1000 1000 1000 1000
thickness of
dense layer 2 2 3 2 3 12
()

N permeation flow

due to pressure —

difference salt rejection 99.8 99.8 99.9 99.8 99.8 99.8
rate (%) | | | | | |

Water permeability armeation flow

dueto concentration P 42 39 43 99 36 33

. rate (L/m4/day)
difference
Pressure resistance | flow rate ratio (-) 0.96 0.93 1.00 0.96 1.00 1.00
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[Table 2]
Example | Example | Example | Example | Example | Example
{ 8 9 10 11 12
polymer
concentration 41 41 43 39.7 38 41
(% by weight)
0

solvent (% by 49.9 49.9 56.7 42 52.4 35.2
weight)

_ 0

Dope hon-solvent (% 8.8 8.8 0 176 9.3 235
by weight)
organic acid etc.

(% by weight) 0.3 0.3 0.3 0.7 0.3 0.3
solvent/non-

solvent (ratio by 85/15 85/15 10/0 70/30 85/15 60/40
weight)

Annealing first time 42 /8 42 80 60 60

treatment

temperature by hot | gecond time 99 87 85 98 85 85

water (°C)
nner diameter 100 100 100 86 100 100
()
outer diameter

175 175 175 175 175 175
()

Dimension hollow ratio (%) 33 33 33 24 33 33
length (mm) 1000 1000 1000 1000 1000 1000
thickness of
dense layer 3 2 1 11 2 15
(M)

N permeation flow

\Water permeablhty rate (L/m2/day) 90 110 110 90 160 140

due to pressure ——

difference salt rejection 99.9 99.8 99.9 99.7 99 98
rate (%) | | | |

Water permeability armeation flow

dueto concentration P 5 39 36 47 30 50 45

. rate (L/m</day)
difference
Pressure resistance | flow rate ratio (-) 1.00 0.97 0.90 1.00 0.93 1.00
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[0127] As will be apparent from the above results, all of the hollow fiber type semipermeable membranes of Examples
1 to 12 have a high water permeability which utilizes the concentration difference as a driving force, and the flow rate
ratio which is an index for the pressure resistance is 0.9 or more. Accordingly, it is possible to efficiently obtain the water
and the pressure for generating the energy utilizing the concentration difference as a driving force, with a small installing
space. On the contrary, in Comparative Example 1, the annealing treatment by hot water is conducted only once and,
in addition, the temperature for the annealing treatment is low whereby densification of the membrane structure Is
insufficient. Accordingly, in the water treatment utilizing the concentration difference as a driving force, the salt leaks out
and the concentration difference via the semipermeable membrane is not sufficiently achieved whereupon the water
permeability utilizing the concentration difference as a driving force is low and the permeation flow rate ratio which is an
iIndex for the pressure resistance is also low. In Comparative Example 2, polymer concentration is low, the annealing
treatment by hot water is conducted only once and, in addition, the temperature for the annealing treatment is low
whereby densification of the structure as a whole membrane is insufficient. Accordingly, in the water treatment utilizing
the concentration difference as a driving force, the salt leaks out and the concentration difference via the semipermeable
membrane is not sufficiently achieved whereupon the water permeability utilizing the concentration difference as a driving
force is low. In Comparative Example 3, presumably because the polymer concentration ofthe dope is high, the prepared
hollow fiber type semipermeable membrane has low water permeability. In Comparative Example 4, solvent/non-solvent
ratio Is large, solvent evaporation during air gap is probably not fully promoted and thus structure on the membrane
surface Is not so densified as expected. Further, the annealing treatment by hot water is conducted only once and, in
addition, the temperature for the annealing treatment is low whereby selectivity is not high. Accordingly, in the water
treatment utilizing the concentration difference as a driving force, the salt leaks out and the concentration difference via
the semipermeable membrane is not sufficiently achieved whereupon the water permeability utilizing the concentration
difference as a driving force is low. In Comparative Example 3, since the annealing treatment temperature by hot water
IS high in both of the first and the second steps, membrane structure of the support layer cannot be maintained and the
dense layer is too much densified whereupon the water permeability becomes low and the water permeability utilizing
the concentration difference as a driving force is low. In Comparative Example 6, since the annealing treatment temper-
ature by hot water of the first step is high, the annealing treatment by hot water takes place under such a state that
removal of the solvent is insufficient whereby the membrane structure of a high communicative connection property of
the support layer cannot be maintained and the water permeability utilizing the concentration difference as a driving
force is low. In Comparative Example 7, since the annealing treatment temperature by hot water in the first step is low,
removal of the solvent is insufficient and, further since the annealing treatment temperature by hot water in the second
step is also low, the structure of the support layer cannot be maintained and, in addition, densification of the dense layer
IS iInsufficientwhereby the water permeability utilizing the concentration difference as adriving force is low. In Comparative
Example 8, since the annealing treatment temperature by hot water in the first step Is low, removal of the solvent is
insufficient and the membrane structure of high communicative connection property of the support layer cannot be
maintained in the annealing treatment by hot water in the second step and, further since the annealing treatment tem-
perature by hot water in the second step is too high, densification of the dense layer proceeds too much whereby the
water permeability utilizing the concentration difference as a driving force is low. In Comparative Example 9, since the
solvent/non-solvent ratio is not high, the dense layer becomesthick and, furthersince the annealing treatmenttemperature
by hot water Is low, densification of the dense layer is insufficient and salt rejection rate is low whereby the water
permeability by means of the concentration difference is low. In Comparative Example 10, since the hollow ratio is small
and thickness of the hollow fiber type semipermeable membrane is large and, further due to the affection of the flow
pressure loss in the bore, the water permeabillity is low. In Comparative Example 11, although the water permeability Is
high since the hollow ratio is large and thickness of the hollow fiber type semipermeable membrane is small, the per-
meation flow rate ratio which is an index for the pressure resistance is low. In Comparative Example 12, since the
annealing treatment temperature by hot water is high in both of the first and the second steps, the membrane structure
of the support layer cannot be maintained and, further since the dense layer is too much densified, water permeability
IS low whereby the water permeability utilizing the concentration difference as a driving force is low. In Comparative
Example 13, although the polymer concentration of the dope is low, the annealing treatment temperature by hot water
IS within an appropriate range and, although the water permeability and salt rejection property due to the pressure are
good, the structure of a support layer of a highly communicative connection state cannot be maintained because the
annealing treatment by hot water is done in one step whereby the water permeability utilizing the concentration difference
as a driving force is low. That is presumably because the concentration polarization at the support layer is large. In
Comparative Example 14, since the polymer concentration of the dope is low, the salt rejection rate is low and, further
since the annealing treatment by hot wateris done in one step, the water permeabillity utilizing the concentration difference
as a driving force Is low.
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Industrial Applicability

[0128] The hollow fiber type semipermeable membrane of the present invention is designed so as to achieve high
water permeating property of the membrane and, high permeation flow rate utilizing the concentration difference in salt
as a driving force due to high selectivity for water and salt. Accordingly, it is very useful in such a field wherein energy
IS generated utilizing the concentration difference as a driving force.
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PATENTKRAV

1. Cellulosetriacetat (CTA) hulfibertype semipermeabel membran, som er kendetegnet
ved, at,

nar en vandig oplgsning pa 25°C med natriumchloridkoncentration pa 35 g/l og et tryk
pa 1,0 MPa strammer ind i og bringes i kontakt med en udvendig side af denne CTA
hulfibertype semipermeable membran med en leengde pa omkring 70 cm, medens
ferskvand pa 25°C med en natriumchloridkoncentration pa 0 g/l strammer ind i en ind-
vendig side af en aben ende af denne CTA hulfibertype semipermeable membran og
afgives fra en anden aben ende ved 10 kPa eller mindre, er permeationsstremnings-
hastigheden 30 til 70 I/m?/dag,

hvor permeationsstremningshastigheden males under en sadan betingelse, at to gange
permeationsstremningshastigheden, som stremmer fra den indvendige side til den ud-
vendige side af denne CTA hulfibertype semipermeable membran under anvendelse af
koncentrationsforskellen som en drivkraft er lig med en stremningshastighed, som
stremmer ind i den udvendige side af denne CTA hulfibertype semipermeable membran
og at den afgivnhe stremningshastighed fra den indvendige side af denne CTA hul-
fibertype semipermeable membran er lig med 10% af den naevnte permeationsstrem-
ningshastighed;

den CTA hulfibertype semipermeable membran er yderligere kendetegnet ved, at,

nar en vandig opl@sning med en natriumchloridkoncentration pa 1,5 g/l filtreres fra den
udvendige side til den indvendige side af denne CTA hulfibertype semipermeable mem-
bran ved 25°C og under et tryk pa 3,0 MPa, er forholdet (permeationsstremnings-
hastighedsforholdet) af vaerdien af permeationsstremningshastighed efter 24 timer til
veerdien deraf efter 1 time, 0,85 til 1,0; at den udvendige diameter af denne CTA hul-
fibertype semipermeable membran er 100 til 280 um; at den indvendige diameter deraf
er 50 til 200 um; og at hulrumsforholdet deraf er 24 til 42%.

2. Fremgangsmade til fremstilling af den CTA hulfibertype semipermeable membran

naevnt | krav 1, omfattende felgende trin:

afgivelse af en dotering | en koagulationsvaeske fra en dyse via en luftspalte til at
koagulere efterfulgt af vaskning,
hvor doteringen omfatter cellulosetriacetat, N-methyl-2-pyrrolidon, ethylenglycol og

organisk syre; og
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behandling af den resulterende hulfibertype semipermeable membran ved dypning
af denne i vand pa 40 til 80°C og yderligere behandling med dypning i vand i pa 85
til 99,5°C.

3. Hulfibertype semipermeabel membranmodul, kendetegnet ved, at den CTA hul-

fibertype semipermeable membran naevnt | krav 1 er inkorporeret der.

4. Vandbehandlingsfremgangsmade omfattende trinnene med:

iINdfering af en vandig oplasning med en hg] koncentration | det hulfibertype semi-
permeable membranmodul ifglge krav 3; at bringe den vandige oplasning med en hgj
koncentration | kontakt med en vandig oplasning med en lav koncentration via den CTA
hulfibertype semipermeable membran; og

at tillade vand at gennemtraenge fra den vandige oplgsning med lav koncentration il

den vandige oplasning med h@] koncentration.

5. Fremgangsmade til vandbehandling ifelge krav 4, hvor trykket i den vandige op-
lzsning med hg) koncentration ved udlgbet fra modulet er 0,5 til 3,0 MPa, og hvor det

osmotiske tryk af vandig oplgsning med lav koncentration ikke er mere end 0,3 MPa.
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