Office de la Proprieté Canadian
Intellectuelle Intellectual Property
du Canada Office

Un organisme An agency of
d'Industrie Canada Industry Canada

CA 2842783 A1 2013/01/31

(21) 2 842 783

12 DEMANDE DE BREVET CANADIEN
CANADIAN PATENT APPLICATION
13) A1

(86) Date de déepot PCT/PCT Filing Date: 2011/09/16

(87) Date publication PCT/PCT Publication Date: 2013/01/31
(85) Entree phase nationale/National Entry: 2014/01/22

(86) N° demande PCT/PCT Application No.: CN 2011/0015/6
(87) N° publication PCT/PCT Publication No.: 2013/013354
(30) Priorité/Priority: 2011/07/26 (CN201110210319.3)

(51) Cl.Int./Int.Cl. CO8F 220/56 (2006.01),
CO8F 212/04 (2006.01), COEF 220/06 (2006.01),
CO8F 220/28 (2006.01), COEF 220/58 (2006.01),
CO8F 226/02(2006.01), COEF 232/04 (2006.01),
CO9K 8/588 (2006.01)

(71) Demandeur/Applicant:
BEIJING JUNLUN RUNZHONG SCIENCE &
TECHNOLOGY CO., LIMITED, CN

(72) Inventeurs/Inventors:
WANG, JINBEN, CN;
XU, XIAOHUI, CN;
SHI, XUEFENG, CN:;
HAN, YUCHUN, CN: ...

(54) Titre : MACROMOLECULE AMPHIPHILE ET SON UTILISATION
54) Title: AMPHIPHILIC MACROMOLECULE AND USES THEREOF

(57) Abrégée/Abstract:

The present invention provides an amphiphilic macromolecule and the use thereof. The amphiphilic macromolecules have
repeating structural units: structural units to adjust molecular weight and molecular weight distribution and charging property
effects, high stereo-hindrance structural units, and amphiphilic structural units, which are suitable for fields such as oll field well
drilling, well cementation, fracturing, oll gathering and transfer, sewage treatment, sludge treatment and papermaking, etc., and
can be used as an oll-displacing agent for enhanced oll production, a heavy oll viscosity reducer, a fracturing fluid, a clay stabilizing
agent, a sewage treatment agent, a papermaking retention and drainage aid or a reinforcing agent, etc.

» . _
‘ l an a dH http:/opic.ge.ca + Ottawa/Gatineau K1A 0C9 - hmp./cipo.ge.ca o p1C
OPIC - CIPO 191

,
L
X
e
e . ViNENEE
L S S \
ity K
.' : - h.l‘s_‘.}:{\: .&. - A L~
.
A

A7 /7]
o~




CA 2842783 A1 2013/01/31

ey 2 842 783
13) A1

(72) Inventeurs(suite)/Inventors(continued): WANG, YILIN, CN; YAN, HAIKE, CN
(74) Agent: SMART & BIGGAR




CA 02842783 2014-01-22

International Application Number: PCT/CN2011/001576

r?

Abstract

The present invention provides an amphiphilic macromolecule and the use
thereof. The amphiphilic macromolecules have repeating structural units: structural
units to adjust molecular weight and molecular weight distribution and charging
property effects, high stereo-hindrance structural units, and amphiphilic structural
units, which are suitable for fields such as oil field well drilling, well cementation,
fracturing, oil gathering and transfer, sewage treatment, sludge treatment and
papermaking, etc., and can be used as an oil-displacing agent for enhanced oil
production, a heavy oil viscosity reducer, a fracturing fluid, a clay stabilizing agent, a
sewage treatment agent, a papermaking retention and drainage aid or a reinforcing

agent, etc.
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Amphiphilic macromolecule and uses thereof

Technical Field

This invention relates to an amphiphilic macromolecule and uses thereof, and
this amphiphilic macromolecule 1s appliéable to oilfield drilling, well cementing,
fracturing, crude oil gathering and transporting, sewage treating, sludge treating and
papermaking, and it can be used as intensified oil producing agent and o1l displacing
agent, heavy oil viscosity reducer, fracturing fluid, clay stabilizer, sewage treating

agent, retention aid and drainage aid and strengthening agent for papermaking.

Background of Invention

The solution viscosity and viscosity stability of the polymer used for tertiary oil
recovery are important indicators to determine its using effect. Reservoir temperature,
mineralization degree of formation water and injection water affect the viscosifying
capacity of the polymer solution directly. For partially hydrolyzed polyacrylamide,
although it has obvious viscosifying action in fresh water, the hydrodynamic radius of
polymer macromolecules decreases with the increase of reservolr temperature,
mineralization degree of formation water and injection water, in the meantime, the
increase of the adsorption amount of this polymer on the surface of rocks also
decrease the valid concentration of the solution, resulting a decline of the solution
viscosity. Amphiphilic macromolecule is an important class of water-soluble polymer;
by introducing a small amount of hydrophobic group on the hydrophilic
macromolecular chains, an intramolecular or intermolecular hydrophobic interaction
is generated, rendering the macromolecules to form a steric network structure, and
thus has a remarkable viscosifying effect. By increasing the hydrophobic group
content on the macromolecule chain or increasing the molecular weight, the impacts
of high temperature and high salinity can be resisted to some extent; however, it may
also result in deterioration of dissolving capacity of polymer, substantial increase of
dissolving time, easy shear degradation of macromolecular chain and easy adsorption

on the rock and other problems. Furthermore, with the increase of formation
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temperature and water mineralization degree, these problems are particularly serious.

Heavy o1l resource has become one of the important natural resources for
strategic replacement, but it's difficult to exploit. The main reason is that the heavy oil
1s high in viscosity, high in gum, asphaltenes contents or wax content, not easily flow
in formation, wellbore and pipeline. Additionally, because of the great oil-water
mobility ratio, it will also cause fast water breakthrough, high water content, and easy
formation sand production and other serious problems negatively affecting the oil
production.

Nowadays, to keep the viscosifying properties and viscosity stability of the
polymer solution, and to improve its ability for heavy oil emulsification, dispersion
and viscosity-reduction have great significance on the enhance of crude oil recovery

and the maximizing of tapping of the potential underground residual crude oil.

Brieft Description of the Invention

In the following context of this invention, unless otherwise defined, the same
variable group, and molecular and structural formula have the same definitions.

The 1nstant invention relates to an amphiphilic macromolecule. This amphiphilic
macromolecule has repeating units as described below: a structural unit A for
adjusting molecular weight, molecular weight distribution and charge characteristics,
a highly sterically hindered structural unit B and an amphiphilic structural unit C.

In an embodiment, the structural unit A for adjusting molecular weight,
molecular weight distribution and charge characteristics comprises (meth)acrylamide
monomer unit A; and/or (meth)acrylic monomer unit A,. Preferably, the structural
unit A includes (meth)acrylamide monomer unit A; and / or (meth)acrylic monomer
unit A, simultaneously. In the art, the molecular weight of the amphiphilic

macromolecule may be selected as needed, preferably, this molecular weight may be

selected between 1000000-20000000.

Preterably, the (meth)acrylamide monomer unit A; has a structure of formula (1):
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R2 formula (1)

In formula (1), R;1s H or a methyl group; R, and R3 are independently selected
from the group consisting of H and a C;-C; alkyl group; R, and R; are preferably H.

Preferably, the (meth)acrylic monomer unit A, is (meth)acrylic acid and/or
(meth)acrylate. Preferably the (meth)acrylate is sodium methacrylate.

Preferably, based on 100 mol% of the entire amphiphilic macromolecule
repeating units, the molar percentage of (meth)acrylamide monomer unit A; is
70-99mol%; preterably 70-90mol%, more preferably 70-78mol%.

Preterably, the molar percentage of (meth)acrylic acid monomer unit A, in the
whole amphiphilic polymer repeat unit is 1-30mol%; preferably 1-28mol%, and more
preferably 20-28mol%.

In another embodiment, the structural unit A for the regulation of molecular

weight, molecular weight distribution and charge characteristics has a structure of

formula (2):

[0 ¢=o
|
N
/ \R Gr
Rp formula (2)

wherein, R;is H or a methyl group; R; and R; are independently selected from
the group consisting of H and a C;-C; alkyl group; R, and Rj3 are preferably H; Ry is
selected from H or a methyl group; Gr is -OH or -O'Na"; m and n represent the molar
percentages of the structural units in the entire amphiphilic macromolecule repeating
unit, and m is 70-99mol%, preferably 70-90mol%, more preferably 70-78 mol%; n is
1-30mol%, preferably 1-28mol%, more preferably 20-28mol%.

In another embodiment, in formula (2), R;-R; are preferably H, and Gr is
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NPl —y—

preferably -O'Na".

In another embodiment, the highly sterically hindered structural unit B contains
at least a structure G wherein the structure G is a cyclic hydrocarbon structure formed
on the basis of two adjacent carbon atoms in the main chain, or is selected from a

structure of formula (3), and the highly sterically hindered structural unit B optionally

contains a structure of formula (4):

R, 77
__(_CHZ_(:: —{CH,~C—)~
O==C 7 |
| o\
R Rg
formula (3) formula (4)

In formula (3), Rs is H or a methyl group; preferably H; Rg is a radical selected

from the group consisting of the structures of formulas (5) and (6).

CH,—O(CH,),CH,

/

CH,—O—CH
CH, — O(CH,),COOCH,CH,

CH,—O(CH,),CH, /

/CHZ_O(CHZ)aCH:’r o NH I C - CH2 - O(CH2)2COOCH2CH3

—d

\CHZ—O—CH
\cnzmo(cnz)acu3 CH, — O(CH,),COOCH,CH,

formula (5) formula (6)

In formula (5), a is an integer from 1 to 11; preferably 1-7;

In formula (4), R7 is H; Rg is selected from H, -SOs;H and salts thereof,
-(CH2)>CH;Cl, -CH,N"(CH;)2(CH2):CH;CI or -CHaN'(CH3),(CH2)>N(CH3)2(CHa)o
CH32CT'; £ and o© are respectively integers from 1 to 15, preferably 1-11.

Preterably, the highly sterically hindered structural unit B comprises a structure

G and a structure of formula (4).

In another embodiment, the cyclic hydrocarbon structure formed on the basis of

two adjacent carbon atoms in the main chain is selected from the group consisting of:

CH—CH— _TH_TH“

CH—CH—
| H2(|3 (I:H2 HZC\ /CHZ
H

HZC\ /CH2 \c/ TH
C ‘ NHCO@
H, : NHCOCH; or .
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Pretferably, the molar percentage of structure G of the highly sterically hindered
structural unit B in the entire amphiphilic macromolecule repeating units is
0.02-2mol%,; preterably 0.02-1.0mol%, more preferably 0.1-0.5 mol%.

Preferably, the molar percentage of the structure of formula (4) of the highly
sterically hindered structural unit B in the entire amphiphilic macromolecule repeating
units 1s 0.05-5mol%; preferably 0.1-2.5mol%, more preferably 0.1-1.5mol%.

In another embodiment, the highly sterically hindered structural unit B has a

structure of formula (7):

R  formula (7)
In formula (7), the definition on G is as described above, preferably the structure of

i P

CH—CH— | HC  CH
] Hzc\ /CHz \ é 2
CH

H,C, CH,

formula (3), H, NHCOCH; or - the definitions

>

on R; and Ry are as described in formula (4); x and y represent the molar percentages
of the structure units in the entire amphiphilic macromolecule repeating units, and X is
0.02-2mol%, preferably 0.02-1.0mol%, more preferably 0.1-0.5mol%; y is 0.05-5
mol%, preferably 0.1-2.5mol%, and more preferably 0.1-1.5mol%.

In another embodiment, the amphiphilic structural unit C has a structure of

formula (8):
Ro

_6CH2“'(:3')—

CH,

Rio  formula (8)
In formula (8), Ry is H or a methyl group; Rip is -N'(CH3)»(CH,),CH;X,
-N"((CH,)sCH3):X" or -N"(CH3)((CH,),CH;3),X; r is an integer from 3 to 21; s is an
integer from 2 to 9; t is an integer from 3 to 15; X is Cl'or Br. Preferably, r is from 3

5
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to 17, sis from 2 to 5, t 1s from 3 to 11.

Preferably, the molar percentage of amphiphilic structural unit C in the entire
amphiphilic macromolecule repeating units is 0.05-10mol%; preferably 0.1-5.0mol%,

more preferably 0.5-1.5mol%.

In another embodiment, the amphiphilic macromolecule has a structure of

formula (9):
+{ cn,—ca+—-on,—C -6 HcH,—Cc——+Hf cH,— C -
L O==C O=—=C ¥ CH,
: | | t Y “
g NH, O Na’ ii N \l g E Ry i
: " Rgits :
i A : B i c i
: 4| -:: '

............ » formula (9)

In formula (9), the definitions on R4, m and n are as described in formula (2); the
definitions on R7, Rg, G x and y are as described in formula (7); the definitions on Ro,
and Ro are as described in formula (8); z represents the molar percentage of this
structural unit in the entire amphiphilic macromolecule repeat units, and z 1s 0.05-10
mol%, preferably 0.1-5.0mol%, more preferably 0.5-1.5mol%.

Specifically, this present invention provides a high molecular compound having

a structure of formulas (1)-(X):

—{ongiHormgi - ormoion-ou)—
[T AT A :

?

|

(")

X1
~—

|
i
|
)
: i i
cC=—0 C==0 | HC_ CH, ‘ CH |
| E \c/ ; | 2 © i
s ' ®
NH, O 'Na | H> | NZBr |
: SOH | HC/l\CHz =
| > E 2‘ CHs ‘ !
i . CH, CHz |
| | |
: CHy |
| | cn "
A i B ; C ;
- R ————— R
(I)
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The molecular weight of the amphiphilic macromolecule described above is
between 1000000 and 20000000; preferably between 3000000 and 13000000.

The measurement of the molecular weight M is as follows: The intrinsic

VISCOSity [77] 1s measured by Ubbelohde viscometer as known in the art, then the

obtained intrinsic viscosity [77] value 1s used in the following equation to obtain the

desired molecular weight M:
M = 80D [77]1.25

The amphiphilic macromolecule according to this present invention can be
prepared by known methods in the art, for example, by polymerizing the structural
unit for adjusting molecular weight, molecular weight distribution and charge
characteristics, the highly sterically hindered structural unit and the amphiphilic
structural unit in the presence of an initiator. The polymerization process can be any
type well known 1n the art, such as, suspension polymerization, emulsion
polymerization, solution polymerization, precipitation polymerization, etc.

A typical preparation method i1s as follows: the above monomers are each
dispersed or dissolved in an aqueous system under stirring, the monomer mixture is
polymerized by the aid of an initiator under nitrogen atmosphere to form the
amphiphilic macromolecule. The so far existing relevant technologies for preparing
an amphiphilic macromolecule can all be used to prepare the amphiphilic

macromolecule of this invention.

All the monomers for preparing the amphiphilic macromolecule can be

commercially available, or can be prepared on the basis of prior art technology

directly, and some monomers’ synthesis are described in details in specific examples.

Description of Figures

Figure 1 depicts the relationship of viscosity vs. concentration of the amphiphilic

macromolecules obtained from examples 1-5 of the invention in saline having a

degree of mineralization of 1x10* mg/L at a temperature of 60

Figure 2 depicts the relationship of viscosity vs. temperature of the amphiphilic

10




CA 02842783 2014-01-22

Internationgl Application Number: PCT/CN2011/001576

macromolecules obtained from the examples 1-5 of the invention in saline having a

degree of mineralization of 1x10° mg/L at the concentration of 1750mg/L.

Detailed Description of the Invention

The present invention is further illustrated below by combining specific

examples; however, this invention is not limited to the following examples.

Example 1
This example synthesized the amphiphilic macromolecule of formula (I):
m o, X y | Z |
: i |
—0 —O0 | HXC  CHy | CH, |
T T E \C/ E ‘ ® S i
NH, ONa* | H> ; /TQ |
E S0OsH i Hzc‘; CHs (‘:HZ i
; SN
' S
A B ; C ;

______________________________________________ @)

The synthesis of the amphiphilic macromolecule of this example was as follows:

r-

Firstly, water, accounting for 3/4 of the total weight of the reaction system, was
charged into a reactor, then various monomers, totally accounting for 1/4 of the total
weight of the reaction system, were charged into the reactor as well, and the molar
percentages m, n, X, y, z for each repeating units were 78%, 20%, 0.25%, 0.5%,
1.25% 1n succession. The mixture was stirred until complete dissolution, and a pH
adjusting agent was then added 1n to adjust the reaction solution to have a pH value of
about 8, then nitrogen gas was introduced in for 30 minutes to remove oxygen

contained therein. An initiator was added into the reactor under the protection of

nitrogen gas, and nitrogen gas was further continued for 10 minutes, then the reactor

was sealed. The reaction was conducted at a temperature of 18(7; after 5 hours, the
reaction was ended with a complete conversion. After the drying of the obtained

product, powdered amphiphilic macromolecule was obtained. The molecular weight

11
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of the amphiphilic macromolecule was 970x10°*.

Example 2

This example synthesized the amphiphilic macromolecule of formula (II):

:
—(CHz—CH‘)—(CHz—CHa— ‘{CH—CH‘)—(CHz—'CH‘}—i{CHz—"(IDH%
Y y4

i

|

|

l | |

C""""'O c——o | HC_  CH, ; CH, |

: \ / i &) i

l | : CH : 'L@)Br i

NH, O'Na* | ‘ | |

E NHCOCH : H"C/'L\CHS =

| 3 CHy & CH, g

? oot L

: N | CH

I / \ ' ) :

E ch ‘ CH3 \ :

; CH; | :

s | e

i CHj | l

A i B 5 C 5
RSO ! (IT)

O
j—
D_NH
The synthesis route of the monomer was as follows:

O
. i ..
|
2 e NH
DCM, Et;N

The synthesis of the amphiphilic macromolecule of this example was as follows:

Firstly, water, accounting for 3/4 of the total weight of the reaction system, was
charged into a reactor, then various monomers, totally accounting for 1/4 of the total
weight of the reaction system, were charged into the reactor as well, and the molar
percentages m, n, X, y, Z for each repeating units were 75%, 23%, 0.25%, 0.25%,
1.5% 1n succession. The mixture was stirred until complete dissolution, and a pH

adjusting agent was then added in to adjust the reaction solution to have a pH value of
about 8, then nitrogen gas was introduced in for 40 minutes to remove oxygen
contained therein. An initiator was added into the reactor under the protection of

nitrogen gas, and nitrogen gas was further continued for 10 minutes, then the reactor

was sealed. The reaction was conducted at a temperature of 22[J; after 5 hours, the

reaction was ended with a complete conversion. After the drying of the obtained

12
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product, powdered amphiphilic macromolecule was obtained. The molecular weight

of the amphiphilic macromolecule was 1030x10°.

Example 3
This example synthesized the amphiphilic macromolecule of formula (III):
A 3
"(CHz“" H+(CH2— H : ECH—CH-—)—(CHz—CH—}—i (CHz“— H)— i
[P AT A o
_ i : CH I
—— —=0 H-C CH 2
T ) T ; N ; I ®g ° |
: CH ; N Br
NH, ONa* | I ! /I\
| ' H,C K
[ NH : 2 CH3 T i
| : | |
: I H2 f CH, 2
I N Cl i CH :
: ~ ! CH, 3
; S =
; | :
A : B a1 C i
U S ’ (I11)

The synthesis route of the monomer was as follows:

Ph Cl

[ [})\ 9,

The synthesis of the amphiphilic macromolecule of this example was as follows:

Firstly, water, accounting for 3/4 of the total weight of the reaction system, was
charged into a reactor, then various monomers, totally accounting for 1/4 of the total
welght of the reaction system, were charged into the reactor as well, and the molar
percentages m, n, X, y, z for each repeating units were 73%, 26%, 0.1%, 0.1%, 0.8%
in succession. The mixture was stirred until complete dissolution, and a pH adjusting
agent was then added in to adjust the reaction solution to have a pH value of about 9,

then nitrogen gas was introduced in for 30 minutes to remove oxygen contained

therein. An initiator was added into the reactor under the protection of nitrogen gas,

and nitrogen gas was further continued for 10 minutes, then the reactor was sealed.

The reaction was conducted at a temperature of 250; after 6 hours, the reaction was

ended with a complete conversion. After the drying of the obtained product, powdered

amphiphilic macromolecule was obtained. The molecular weight of the amphiphilic
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macromolecule was 620x10%.

Example 4

This example synthesized the amphiphilic macromolecule of formula (IV):

—(CHz—TH%;(CHz—TH )n

i i |
T“—‘“O T-————o | c==0 ' H,C
i : |
NH, O'Na* | 0 i /Ngare
? : |
i SO;Na & HsC . CHs |
. i H :
: H | :ﬁ- !
! ZT T oMy
E 0 T : ':
: | i ‘
L i
E | |
.0 o 0 T 5 E
E' CHo THz THZ TH2 E' §
) CH3 CH, CH;  CHs; f ]
A 5 B 5 C 5
e S - (1V)
/32—0 22—};0,13
H
o H,C~—0-—=C
N\ H,
H,C=—=C c:i 0 c{ e C_);ICHG
" \ ¢ —o0-—c"-cn
1 3
H,LC—0 E’/ !
: Ec———-—o gz—)—cm
The synthesis route of the monomer 1« was as follows:

CH,OH

OH
N W/\C‘ KOH, Bu N IH.. 22 O—-g: CIZ 22 O-**-*E‘z + W/\Cl
DCM \ / " ©

O

o’
| \__/
CH, ___
KOH, BuN'- TH- oM H(I: AP
. o—c'—¢—C—0 ___
C—o—c" é c'—o—cC
\_/ : <\ />
m@
0—cC
CH, __
oo o w—fmot( )
RaC0;, DMF o 22 cl, g’ o) \ /
) S e
\ / R
. & —OH y /22 —o-{—g’—)-cm
HC O c\ Hzc—o—c\ H, 9
H, / G—-OH  Br(CH,)CH, / 32—0-(—1: —ch;
™ H,CO-HC ", > H,CO-HC - L
L~——0 c\ HLC—~—0 c\ Ho q
g—on c—o-{~c —cH,
q
y /gz—o—(—gz —Jen, F y /gz-—o-(-::b—}cm
HL——=0—=C__ Hy, o) mc-—~o-—c\ Hy O
N=OH, Et1OH / S;"“o’f‘c _}(;:H:‘ o ” / Eb_o-{_c _}.: e
> MHO-HC “, " - H,C:E C—O-HC H,
\ € —of—ccn, DCM, EtN \ y - —0{—c'—cH,
HC—O c< q HC—0-—C_ O
ot o gotcFom

14



CA 02842783 2014-01-22

International Application Number: PCT/CN2011/001 576

The synthesis of the amphiphilic macromolecule of this example was as follows:

Firstly, water, accounting for 3/4 of the total weight of the reaction system, was
charged into a reactor, then various monomers, totally accounting for 1/4 of the total
welght of the reaction system, were charged into the reactor as well, and the molar
percentages m, n, X, y, Z for each repeating units were 75%, 23%, 0.1%, 0.4%, 1.5%
In succession. The mixture was stirred until complete dissolution, and a pH adjusting
agent was then added 1n to adjust the reaction solution to have a pH value of about 9,
then nitrogen gas was introduced in for 30 minutes to remove oxygen contained
therein. An initiator was added into the reactor under the protection of nitrogen gas,

and nitrogen gas was further continued for 10 minutes, then the reactor was sealed.

The reaction was conducted at a temperature of 2507; after 6 hours, the reaction was

ended with a complete conversion. After the drying of the obtained product, powdered

amphiphilic macromolecule was obtained. The molecular weight of the amphiphilic

macromolecule was 390x10°.

Example 5

This example synthesized the amphiphilic macromolecule of formula (V):

' :
i \ (  { i
—(CH2— H+(CH2-CH‘) ! €CH2- H i {CH,—CH } +CH,—CH
m l n E X y :K | Z ;
]
cC=—=0 C=—=0 | C=——0 : HC
|
| : ‘ E 0 ® |
NH, O'Na* ! NH ; /N\Br
E CH; o} HC | CH
| H,C C CH, ® a1 2: H,C ;
i /N\ ' :LI—' :
i | CH, He” | “CH, i
: o o CH, : CH3 ;
- (|: 0 | i !
) H b
SN i o' =
i CH ‘ ® CI” :
| CH z NH ! |
l 2 CH VAN ! '
: ‘ 2 He | CHy ! ;
S CH, | CH i ;
L O c—0 S :
i I C——0 I E f
: 0 5 CH, | :
) |
' ! !
w7 | E
I i
} (H, I :
: CH, : '
: CH, l } :
‘ (H, | ;
! CH, : :
[ |
A : B | C :
i i i
SO ] (V)
0
Hy, Hp “ H,
HyC ——Q=~~C —C —C~—0——C —CH,
O / 0
” H H, Hy H, " M
HC =g~ C——N—C—C —0——C ~—C —C—0~—C —CH,
\ O
Th hesi f o b 1o 2
¢ synthesis route of the monomer HpC—0—C"~—C —C—0—C —Ch,
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was as follows:

/\/CN EtOH, H,SO,
OH dmxane KOH reflux -

COOCHQCH3 COOCH:CHa

/\/COOCHZCH;; /\/COOCHzcua
DCM Et;N /\’l/

COOCHZCH;, COOCHZCHs

‘The synthesis of the amphiphilic macromolecule of this example was as follows:

Firstly, water, accounting for 3/4 of the total weight of the reaction system, was
charged into a reactor, then various monomers, totally accounting for 1/4 of the total
weight of the reaction system, were charged into the reactor as well, and the molar
percentages m, n, X, y, z for each repeating units were 78%, 21%, 0.1%, 0.1%, 0.8%
In succession. The mixture was stirred until complete dissolution, and a pH adjusting
agent was then added in to adjust the reaction solution to have a pH value of about 8§,
then nitrogen gas was introduced in for 30 minutes to remove oxygen contained
therein. An 1nitiator was added into the reactor under the protection of nitrogen gas,

and nitrogen gas was further continued for 10 minutes, then the reactor was sealed.

The reaction was conducted at a temperature of 2501; after 6 hours, the reaction was
ended with a complete conversion. After the drying of the obtained product, powdered
amphiphilic macromolecule was obtained. The molecular weight of the amphiphilic

macromolecule was 390x10%.

Example 6

This example synthesized the amphiphilic macromolecule of formula (VI):

.----- ---------h“*&ﬁ*————"-----~_----—----_---‘ﬁ-*-*

LR
—0 i
‘[ T \/ ; e |
NH, O'Na* ﬁz i /N%e
TH;, ; HC CI‘,HZ TH2
N® a® i (lez (|:H2 THz i
H3C/|\CH3E | ‘ . é
[ | Crcw
CHy ! ,
i B E C E
A S SO ! (VD
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The synthesis of the amphiphilic macromolecule of this example was as follows:

Firstly, water, accounting for 3/4 of the total weight of the reaction system, was
charged into a reactor, then various monomers, totally accounting for 1/4 of the total
weight of the reaction system, were charged into the reactor as well, and the molar
percentages m, n, X, y, z for each repeating units were 73.5%, 25%, 0.5%, 0.5%., 0.5%
In succession. The mixture was stirred until complete dissolution, and a pH adjusting
agent was then added in to adjust the reaction solution to have a pH value of about 8§,
then nitrogen gas was introduced in for 30 minutes to remove oxygen contained
therein. An mitiator was added into the reactor under the protection of nitrogen gas,

and nitrogen gas was further continued for 10 minutes, then the reactor was sealed.

The reaction was conducted at a temperature of 4507; after 3 hours, the reaction was

ended with a complete conversion. After the drying of the obtained product, powdered
amphiphilic macromolecule was obtained. The molecular weight of the amphiphilic

macromolecule was 680x10*.

Example 7

This example synthesized the amphiphilic macromolecule of formula (VII):

—(CHQ—CH%—(CHZ—CH%

'

fi\
xI
9’
i
\fl“
e
|
—
I

i

|

|

. . |

c——o O | HC | CHz
I l | \ / = ‘@ © !
NH ONat | T E N !
"Na |

? 5 1!1 ' ' HgC/_I_\CHg i

! | cHp ::‘Tl-|2 i

e Ch AL

i H3C/| \CH3'; .

| CH, l E

: . i

! CHs : :

A i B  C =
.. SO S~ A (VD)

The synthesis of the amphiphilic macromolecule of this example was as follows:
Firstly, water, accounting for 3/4 of the total weight of the reaction system, was

charged into a reactor, then various monomers, totally accounting for 1/4 of the total
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welght of the reaction system, were charged into the reactor as well, and the molar
percentages m, n, X, y, z for each repeating units were 75%, 23%, 0.25%, 0.25%,
1.5% 1n succession. The mixture was stirred until complete dissolution, and a pH
adjusting agent was then added in to adjust the reaction solution to have a pH value of
about 9, then nitrogen gas was introduced in for 30 minutes to remove oxygen
contained therein. An initiator was added into the reactor under the protection of

nitrogen gas, and nitrogen gas was further continued for 10 minutes, then the reactor

was sealed. The reaction was conducted at a temperature of 550; after 3 hours, the
reaction was ended with a complete conversion. After the drying of the obtained

product, powdered amphiphilic macromolecule was obtained. The molecular weight

of the amphiphilic macromolecule was 690x10°".

Example 8

This example synthesized the amphiphilic macromolecule of formula (VIII):

P — -----—---*---*----------------ﬂ'ﬁ--**ﬁ---—_-----—----—----—-*'

L o

R
3

—
~ -

T =0 E H;
s T fon

NH, ONa* | NH N o
E | H3C/ \CHa i
! H,C T CHy SO;Na 5 H, !
IS Tk
' T”‘* T in '
e z ;
:: O:T TH2 T:o i i
; T c=o | ' 5
I T i |
= - Hs : 5
E CHs THZ T | :
: CH, : :
: CHs , :
: B : C )

A [ J. S (VI

The synthesis of the amphiphilic macromolecule of this example was as follows:

Firstly, water, accounting for 3/4 of the total weight of the reaction system, was
charged into a reactor, then various monomers, totally accounting for 1/4 of the total
weight of the reaction system, were charged into the reactor as well, and the molar

percentages m, n, X, y, z for each repeating units were 70%, 28%, 0.15%, 0.75%,
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1.1% 1n succession. The mixture was stirred until complete dissolution, and a pH
adjusting agent was then added in to adjust the reaction solution to have a pH value of
about 8, then nitrogen gas was introduced in for 30 minutes to remove oxygen
contained therein. An initiator was added into the reactor under the protection of

nitrogen gas, and nitrogen gas was further continued for 10 minutes, then the reactor

was sealed. The reaction was conducted at a temperature of 550J; after 3 hours, the
reaction was ended with a complete conversion. After the drying of the obtained
product, powdered amphiphilic macromolecule was obtained. The molecular weight

of the amphiphilic macromolecule was 390x10°*.

Example 9

This example synthesized the amphiphilic macromolecule of formula (IX):

: i 5
—(CHZ—TH%—(CHQ_THa—i TH—TH%-—(CHZ—CH ; CHZ—CH—} |
" "o x y o | /2
' i
—g —0 i H20\ /CH2 : CH, !
: : | o |
NH, O'Na* | TH CH : N OBr }
: &' HZC/‘\CHz '
| NHCOCH N |
| > HyC I CHy I CH; ‘ g
i GHz | CH, |
| ,  ¢H2 cn |
' woi | T |
: N CI l CHy |
: /l N q CH3 CH '
| H3C CH3 ; 3 ll
l ?“3 : :
E GH2 ; |
s cHy 5
| i |
A i B ; C ; (IX)

The synthesis of the amphiphilic macromolecule of this example was as follows:
Firstly, water, accounting for 3/4 of the total weight of the reaction system, was
charged into a reactor, then various monomers, totally accounting for 1/4 of the total

weight of the reaction system, were charged into the reactor as well, and the molar
percentages m, n, X, y, Z tfor each repeating units were 75%, 23.5%, 0.5%, 0.5%, 0.5%
in succession. The mixture was stirred until complete dissolution, and a pH adjusting
agent was then added in to adjust the reaction solution to have a pH value of about 8,

then nitrogen gas was introduced in for 30 minutes to remove oxygen contained
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therein. An initiator was added into the reactor under the protection of nitrogen oas,

and nitrogen gas was further continued for 10 minutes, then the reactor was sealed.

The reaction was conducted at a temperature of 50 ; after 2.5 hours, the reaction was
ended with a complete conversion. After the drying of the obtained product, powdered
amphiphilic macromolecule was obtained. The molecular weight of the amphiphilic

macromolecule was 430x10*.

Example 10

This example synthesized the amphiphilic macromolecule of formula (X):

I
)
)
1
l
l
i
'
{
l
|
|
|
|
)
|
|
|
!
|
|
)
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1
|
!
'
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|
|
|
|
|
|
|
|
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|
)
'
t
|
|
|
|
|
)
1
t
i
|
!
|

. i 5
‘(CHZ—CH‘)—(CHQ’“CHa—1+CH—CH+(CH2"" H% l (CHz""" Ha_ i
AN & o
—0 C==0 E H,C CH, ; CH; }
N/ : | e

. C : N @ar |

NH2 O™Na ! HZ | /l\CH I
: i HaC 2

; S>0O3Na i 2| THZ , !

: : CH,

: | TH2 CHy l |

| 1 ‘ :

4 ' H 1

: | CH3 ¢ “Hs :

| { .

! : :

A EL B :l C E

..................................................... (X)

The synthesis of the amphiphilic macromolecule of this example was as follows:
Firstly, water, accounting for 3/4 of the total weight of the reaction system, was
charged into a reactor, then various monomers, totally accounting for 1/4 of the total

weight of the reaction system, were charged into the reactor as well, and the molar
percentages m, n, X, y, z for each repeating units were 74%, 23%, 0.5%, 1.5%, 1% in
succession. The mixture was stirred until complete dissolution, and a pH adjusting
agent was then added in to adjust the reaction solution to have a pH value of about 8,
then nitrogen gas was introduced in for 30 minutes to remove oxygen contained

therein. An initiator was added into the reactor under the protection of nitrogen gas,

and nitrogen gas was further continued for 10 minutes, then the reactor was sealed.

The reaction was conducted at a temperature of 50(1; after 2 hours, the reaction was
ended with a complete conversion. After the drying of the obtained product, powdered

amphiphilic macromolecule was obtained. The molecular weight of the amphiphilic
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macromolecule was 560x10%.

Measurement Examples
Measurement Example 1

Saline having a mineralization degree of 1x10*mg/L. was used to prepare
amphiphilic macromolecule solutions with different concentrations, and the
relationship between the concentration, temperature and the viscosity of the solution
was determined. The results were shown in Figure 1 and Figure 2.

The figures showed that the amphiphilic macromolecule solutions of examples
I-5 still have favorable viscosifying capacity under the condition of high temperature
and high degree of mineralization. The highly sterically hindered unit in the
amphiphilic macromolecule reduced the rotational degree of freedom in the main
chain and increased the rigidity of the macromolecule chain, which made the
macromolecule chain difficult to curl and tend to stretch out, thus enlarging the
hydrodynamic radius of the macromolecule; in the meantime, the amphiphilic
structural unit associated each other to form the microdomain by intramolecular- or
intermolecular- interaction, thus enhancing the viscosifying capacity of the solution

remarkably under the conditions of high temperature and high salinity.

Measurement Example 2

Testing method: Under a testing temperature of 25, 25ml electric dehydration crude
oil samples from three types of oilfields were added in a 50ml test tube with a plug,
then 25ml aqueous solutions of amphiphilic macromolecule with different
concentrations formulated with distilled water were added in. The plug of the test tube
was tightened, then the test tube was shaken manually or by using an oscillating box
for 80-100 times in horizontal direction, and the shaking amplitude should be greater
than 20cm. After sufficient mixing, the plug of the test tube was loosed. Viscosity

reduction rate for crude oil was calculated accofding to the following equation:

viscosity of crude oil sample - viscosity after mixing
viscosity of crude oil sample

Viscosity reduction rate(%) = x 100
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Table 1 Experimental results of the heavy oil viscosity reduction of the amphiphilic

macromolecule obtained from the example 6-example 10. (oil-water ratio 1:1, 250)

oil-water volume ratio

o1l VISCOSIty oil VISCOSIty oil VISCOSIty

(1:1)

test temperature

sample | reduction | sample | reduction | sample | reduction

] rate (%) 2 rate (%) 3 rate (%)

initial viscosity
1800 6700 -- 18000

950 94.72
Example

400mg/L y4.44 2050 69.40 4250 76.39
Example
8

73.89 | 1370 79.55 1975 89.03

Example

0
54.44 1900 71.64 5100 71.67

22



CA 02842783 2014-01-22

[nternational Application Number: PCT/CN2011/001576

10 600mg/L 530 70.56 1250 81.34 2900 83.89
89.50

800mg/L | 390 | 7833 | 8

25
p— 5306 22
1200mg/L 85.56 91.42 1175 93.47

Table 1 showed that the amphiphilic macromolecules of examples 6-10 had good

effects for viscosity reduction as to all three oil samples. With the increase of the
concentration of the amphiphilic macromolecule solution, the viscosity reduction rate
increased. And, when the concentration of the amphiphilic macromolecule solution
was the same, the viscosity reduction rate increased with the enhancing of the
viscosity of the oil sample. It was believed that the amphiphilic macromolecule could
reduce the viscosity of the crude oil remarkably via a synergetic effect between the
highly sterically hindered structural unit and the amphiphilic structural unit, which

could emulsify and disperse the crude oil effectively.

Industrial Application

The amphiphilic macromolecule of this invention can be used in oilfield drilling,
well cementing, fracturing, crude oil gathering and transporting, sewage treating,
sludge treating and papermaking, and it can be used as intensified oil producing agent
and oil displacing agent, heavy oil viscosity reducer, fracturing fluid, clay stabilizer,
sewage treating agent, retention aid and drainage aid and strengthening agent for
papermaking.

The amphiphilic macromolecule of this invention is especially suitable for crude
o1l exploitation, for instance, it can be used as an intensified oil displacement polymer
and a viscosity reducer for heavy oil. When it is used as an oil displacement agent, it
has remarkable viscosifying effect even under the condition of high temperature and
high salinity, and can thus enhance the crude oil recovery. When it is used as a
viscosity reducer for heavy oil, it can remarkably reduce the viscosity of the heavy oil

and decrease the flow resistance thereof in the formation and wellbore by emulsifying

and dispersing the heavy oil effectively.
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What is claimed 1is:

1. An amphiphilic macromolecule, characterized in that: as repeating units, it has
a structural unit A for adjusting molecular weight, molecular weight distribution and
charge characteristics, a highly sterically hindered structural unit B and an
amphiphilic structural unit C, the highly sterically hindered structural unit B
comprises a structure G and a structure of formula (4), wherein the structure G 1s a
cyclic hydrocarbon structure formed on the basis of two adjacent carbon atoms in the

main chain, or is selected from a structure of formula (3):

R, 'T7

—FfCH,~C——
+CH2_l 2
| 7
0==C
I S
R Rg
formula (3) tormula (4)

wherein in formula (3), Rs is H or a methyl group, preferably H; Re 1s a radical

selected from the group consisting of the structures of formula (5) and formula (6):

CH,—O(CH,) CH,

/

CH,—O0—CH
CH, — O(CH,),COOCH,CH,

CH,—O(CH,),CH, /

/CHZ’“O(CHz)aC“s —NH—C— CH,— O(CH,),COOCH,CH,

—dh

\CHz—O"—CH
N~y CH, — O(CH,),COOCH,CH;

formula (5) _ formula (6)

in formula (5), a is an integer from 1 to 11.

in formula (4), R; is H; Rg is selected from the group consisting of H, -SO;H and
salts thereof, -(CH,),CH;Cl, -CH,N"(CH3)2(CH»):CH;CI, and -CHoN'(CH3)2(CHz),
N"(CH3)2(CH,)sCH32CT; € and o are respectively integers from 1 to 15; and

the amphiphilic structural unit C has a structure of formula (8):
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Rio  formula (8),
in formula (8), Rg 1s H or a methyl group. Rig 18 -N+(CH3)2(CH2)ICH3X-,
-N"((CH,)sCH3)3:X or -N"(CH3)((CH){CH3),X; r is an integer from 3 to 21; s is an

integer from 2 to 9; t 1s an integer from 3 to 15; and X is CI or Br'.

2. The amphiphilic macromolecule as claimed in Claim 1, characterized in that,
the structural unit A for adjusting the molecular weight, molecular weight distribution
and charge characteristics comprises a (meth)acrylamide monomer unit A; and /or a

(meth)acrylic monomer unit A,.

3. The amphiphilic macromolecule as claimed in Claim 2, characterized 1n that,
based on 100 mol% of the entire amphiphilic macromolecule repeating units, the
molar percentage of the (meth)acrylamide monomer unit A; is 70-99mol%; and the

molar percentage of the (meth)acrylic monomer unit A; is 1-30mol%.

4. The amphiphilic macromolecule as claimed in Claim 1, characterized in that,
based on 100 mol% of the entire amphiphilic macromolecule repeating units, the
molar percentage of the structure G is 0.02-2mol%; and the molar percentage of the

structure of formula (4) 1s 0.05-5mol%.

5. The amphiphilic macromolecule as claimed in Claim 1, characterized in that,

based on 100 mol% of the entire amphiphilic macromolecule repeating units, the

molar percentage of the structure of formula (8) is 0.05-10mol%.

6. The amphiphilic macromolecule as claimed in Claim 1, characterized in that,
the structural unit A for adjusting molecular weight, molecular weight distribution and
charge characteristics has a structure of formula (2):
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s re—————

Ry formula (2)

wherein in formula (2), R, is H or a methyl group; R;and Rj are independently

selected from the group consisting of H and a C;-Cs alkyl group; Ry 1s selected from
the group consisting of H and a methyl group; Gr is -OH or -O'Na™; m and n represent

the molar percentages of the structural units in the entire amphiphilic macromolecule,

and m is from 70 to 99mol%:; n is from 1 to 30mol%.

7. The amphiphilic macromolecule as claimed in Claim 1, characterized in that,

the cyclic hydrocarbon structure formed on the basis of the two adjacent carbon atoms

in the main chain is selected from the group consisting of:

H~— CH—
CH—CH— T TH

——CH—CH— ‘ ‘ H,C

CH
H,C /CH2 \/
HZC\ /CH2 \CH TH
S b O
H, NHCOCH; and :

8. The amphiphilic macromolecule as claimed in Claim 1, characterized 1n that,

the highly sterically hindered structural unit B has a structure of formula (7):

R7

4{'G');6CH2—(|34);

/ ‘
\ 7
Rg formula (7)

wherein in formula (7), the definition on G is as described in Claim 1; the

definitions on R; and Rg are as described in formula (4); x and y respectively

represent the molar percentages of the structural units in the entire amphiphilic

macromolecule, and x is from 0.02 to 2mol%, y is from 0.05 to Smol%.
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9. The amphiphilic macromolecule as claimed in Claim 1, characterized in that,

the amphiphilic macromolecule has a structure of formula (9):

n oy X yi! | z:

t 1 CH, |

: ZNE

ONa* \\I R0

1 Rsii E

: B L C
R I R » formula (9)

wherein in formula (9), Ry is selected from the group consisting of H and a

methyl group; m and n represent the molar percentages of the structural units in the

entire amphiphilic macromolecule, and m is from 70 to 99mol%; n 1s from 1 to

30mol%: the definitions on G Ry, Rg, X and y are as described in formula (7); the

definitions on Ro and Ry are as described in formula (8); z represents the molar

percentage of this structural unit in the entire amphiphilic macromolecule, and z 1s

from 0.05 to 10mol%.

10. The amphiphilic macromolecule as claimed in Claim 1, which is a compound

of formulas (1)-(X):

Hfos—pi o)

C—0

NH,

%CH—CH%—(CHZ“CH%—
] Y

:

|

—0

I
~—

i
|
’ |
Y S
ONa* | Ho | N®Br |
: So | /| \CH2 |
| T Hzc‘: CHy | |
! '
i cH, (2
| i | I :
; ' '
i R
; B ; c
e e e o o . . . . S n e e . . S S R G e e G L S SR G SR G Y W e e s S P A o
(1)
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11. The amphiphilic macromolecule as claimed in any of claims 1 to 10,

characterized in that, it has a molecular weight of between 1000000-20000000.

12. Use of the amphiphilic macromolecule as claimed in any of claims 1 to 10 in
oilfield dnlling, well cementing, fracturing, crude oil gathering and transporting,
sewage treating, sludge treating and papermaking as intensified oil producing agent
and o1l displacing agent, heavy oil viscosity reducer, fracturing fluid, clay stabilizer,
sewage treating agent, retention aid and drainage aid and strengthening agent for

papermaking.
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Figure 1: The relationship between the viscosity and concentration
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Figure 2: The relationship between the viscosity and temperature
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