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MAGNESIUM ALLOY, METHOD FOR THE PRODUCTION THEREOF AND
USE THEREOF

This patent application relates to a magnesium alloy and to a method for the production

thereof and to the use thereof.

It is known that the properties of magnesium alloys are decisively defined by the type
and quantity of the alloying clements and impurities as well as the production
conditions. The effects of the alloying elements and impurities on the properties of the
magnesium alloys have been known for a long time to a person skilled in the art and
illustrate the complex nature of determining the properties of binary or ternary

magnesium alloys for the use thereof as implant materials.

The alloying element used most frequently for magnesium is aluminum, resulting in
increased tensile strength due to solid solution and precipitation hardening and fine
grain formation, but also in microporosity. Moreover, in the melt aluminum shifts the
iron precipitation boundary toward drastically lower iron contents at whic¢h the iron
particles precipitate or form intermetallic particles together with other elements.
Undesirable accompanying elements in magnesium alloys include iron, nickel, cobalt and
copper, which cause a considerable increase in the corrosion tendency due to the
electropositive nature thereof.

Manganese can be found in all magnesium casting alloys and binds iron in the form of
AlMnFe precipitations, whereby the formation of local elements is reduced. On the other
hand, manganese is not able to bind all the iron, and therefore a remainder of iron and a

remainder of manganese are always left in the melt.



20

25

30

WO 2014/001191 PCT/EP2013/062876
-2

Silicon lowers the castability and viscosity, and as the content of Si rises, a worsened
corrosion behavior is to be expected. Iron, manganese and silicon have a very high

tendency to form an intermetallic phase.

The electrochemical potential of this phase is very high and can thus act as a cathode
controlling the corrosion of the alloy matrix.

As a result of solid solution hardening, zinc improves the mechanical properties and
results in grain refining, however it also leads to microporosity with a tendency toward
hot cracking starting at a content of 1.5 to 2% by weight in binary Mg-Zn and ternary
Mg-Al-Zn alloys.

Alloying additions made of zirconium increase the tensile strength without lowering the
expansion and lead to grain refining, but also to a strong impairment of dynamic
restrystallization, which is manifested in an increase of the recrystallization temperature
and therefore requires high energy expenditure. Moreover, zirconium cannot be added to
melts containing aluminum and silicon because the grain refining effect is lost.

Rare earths such as Lu, Er, Ho, Th, Sc and In all exhibit a similar chemical behavior and
form eutectic systems with partial solubility on the magnesium-rich side of the binary
phase diagrams such that precipitation hardening is possible.

The addition of further alloying clements, in conjunction with the impurities, is known to
cause the formation of different intermetallic phases in binary magnesium alloys. For
example, the intermetallic phase Mg;7Al;, forming on the grain boundaries is brittle and
limits the ductility. As compared to the magnesium matrix, this intermetallic phase is

more noble and able to form local elements, whereby the corrosion behavior worsens.

In addition to these influencing factors, the properties of the magnesium alloys also
decisively depend on the metallurgical production conditions. Conventional casting

methods automatically introduce impurities when adding, by alloying, the alloying

* elements. The prior art (US 5,055,254 A) therefore defines tolerance limits for impurities

in magnesium casting alloys, which, for example for a magnesium-aluminum-zinc alloy
containing approximately 8 to 9.5% by weight Al and 0.45 to 0.9% by weight Zn,
mentions tolerance limits of 0.0015 to 0.0024% by weight Fe, 0.0010% Ni, 0.0010 to
0.0024% by weight Cu and no less than 0.15 to 0.5% by weight Mn.
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Tolerance limits for impurities in magnesium and the alloys thereof as well
as the production conditions are mentioned in many known documents and

listed as follows in % by weight:

Alloy Production State | Fe Fe/Mn Ni Cu

Pure Mg | no information 0.017 0.005 0.01
AZ91 Die casting F 0.032 0.005 0.040
High-pressure die casting 0.032 0.005 0.040
Low-pressure die casting 0.032 0.001 0.040
T4 0.035 0.001 0.010
T6 0.046 0.001 0.040
Gravity die casting F 0.032 0.001 0.040
AM60 Die casting F 0.021 0.003 0.010
AMS50 Die casting F 0.015 0.003 0.010
AS4l Die casting F 0.010 0.004 0.020
AE42 Die casting F 0.020 0.020 0.100

Tt has been found that these tolerance definitions are not sufficient to reliably exclude the
formation of corrosion-promoting intermetallic phases, which in terms of

electrochemistry have a more noble potential than the magnesium matrix.

Biodegradable implants (orthopedics, traumatology, cardiovascular implants) require a
load-bearing function and consequently strength, together with sufficient expandability,
during the physiologically necessary support periods thereof. However, especially in this
respect, the known magnesium materials cannot come even close to the properties
achieved by permanent implants such as titanium, CoCr alloys and titanium alloys. The
ultimate tensile strength Ry, for permanent implants is approximately 500 MPa to >1000
MPa, while that of magnesium materials is <275 MPa so far, and in most cases <250

MPa.

Another drawback of many technical magnesium materials is that the difference thereof
between ultimate tensile strength Ry and proof stress R, is only small. In the case of
implants that allow plastic deformation, such as cardiovascular stents, this means that no
further resistance exists against deformation after initial deformation of the material, and

the regions that have already been deformed are deformed further without any load
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increase, whereby overstretching of parts of the component may be caused and fracture

may occur.

Many magnesium materials, such as the alloys containing 3 to 10% by weight Al and less
than 1% by weight Zn and Mn (AZ group), for example, additionally exhibit a clearly
pronounced mechanical asymmetry, which is manifested in the difference in the
mechanical properties, especially the proof stress R, with tension load and compression
load. Such asymmetrics arc created, for example, during forming processes such as
extrusion, rolling and drawing, which are used to produce suitable semi-finished
products. A difference between the proof stress R, during tension and the proof stress R,
during compression that is too large may result in inhomogeneous deformation of a
component, such as a cardiovascular stent, which later undergoes multiaxial deformation,

and may cause cracking and fracture.

Because of the low number of crystallographic slip systems, magnesium alloys can
generally also form textures during forming processes such as extrusion, rolling and
drawing used to produce suitable semifinished products by orienting the grains during the
forming process. Specifically, this means that the semifinished product has different
properties in different directions in space. For example, high deformability or elongation
at fracture occurs in one direction in space after forming, and reduced deformability or
clongation at fracture occurs in another direction in space. The formation of such textures
should likewise be avoided, because a stent is subjected to high plastic deformation, and
reduced elongation at fracture increases the risk of failure of the implant. One method for
substantially avoiding such textures during forming is to adjust as fine a grain as possible
prior to forming. Because of the hexagonal lattice structure of magnesium materials, the
ability of these materials to deform at room temperature is low, which is characterized by
slip in the base plane. If the material additionally has a coarse microstructure, which is to
say a coarse grain, so-called twinning is forcibly produced upon further deformation, at
which shear strain occurs, which transforms a crystal region into a position that is mirror

symmetrical to the starting position.
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The resulting twin grain boundaries constitute weak points in the material, where
incipient cracking starts, especially with plastic deformation, which ultimately leads to
the destruction of the component.

If the grain of the implant materials is sufficiently fine, the risk of such implant failure is
drastically reduced. Implant materials should therefore have as fine a grain as possible so

as to prevent such undesirable shear strain.

All available technical magnesium materials for implants are subject to high corrosion in
physiological media. Attempts have been made in the prior art to curb the corrosion
tendency by providing the implants with a corrosion-inhibiting coating, for example
made of polymeric materials (EP 2 085 100 A2, EP 2 384 725 Al), an aqueous or
alcoholic conversion solution (DE 10 2006 060 501 Al) or an oxide
(DE 102010 027 532 A1, EP 0 295 397 Al).

The use of polymeric passivation layers is highly contested, because virtually all
appropriate polymers also cause strong inflammations in the tissue at times. Thin
structures without such protective measures do not reach the required support periods.
The corrosion on thin-walled traumatological implants is often times accompanied by an
excessively fast loss of tensile strength, which poses an additional burden by forming
excessive amounts of hydrogen per unit of time. The consequences are undesirable gas
inclusions in the bones and tissue.

In the case of traumatological implants having larger cross-sections, there is a need to be
able to deliberately control the hydrogen problem and the corrosion rate of the implant by

way of the structure thereof.

Specifically with biodegradable implants, there is a desire for maximum biocompatibility
of the elements, because all the chemical elements that are contained are absorbed by the
body after decomposition. In any case, highly toxic elements such as Be, Cd, Pb, Cr and
the like should be avoided.

Degradable magnesium alloys are especially suitable for implementing implants which
have been employed in a wide variety of forms in modern medical technology. Implants

are used, for example, to support vessels, hollow organs and vein systems (endovascular
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implants, such as stents), for fastening and temporarily fixing tissue implants and tissue
transplantations, but also for orthopedic purposes, such as nails, plates or screws. A

particularly frequently used form of an implant is the stent.

The implantation of stents has become established as one of the most effective
therapeutic measures for the treatment of vascular discases. Stents have the purpose of
assuming a supporting function in hollow organs of a patient. For this purpose, stents
featuring conventional designs have a filigree supporting structure comprising metal
struts, which is initially present in compressed form for introduction into the body and is
expanded at the site of the application. One of the main application areas of such stents is
to permanently or temporarily widen and hold open vascular constrictions, particularly
constrictions (stenosis) of coronary blood vessels. In addition, aneurysm stents are
known, which are used primarily to seal the aneurysm. The support function is

additionally provided.

The implant, notably the stent, has a base body made of an implant material. An implant
material is a non-living material, which is empldyed for applications in medicine and
interacts with biological systems. A basic prerequisite for the use of a material as an
implant material, which is in contact with the body environment when used as intended,
is the body friendliness thereof (biocompatibility). For the purpose of the present
application, biocompatibility shall be understood to mean the ability of a material to
induce an appropriate tissue reaction in a specific application. This includes an adaptation
of the chemical, physical, biological, and morphological surface properties of an implant
to the recipient's tissue with the aim of a clinically desired interaction. The
biocompatibility of the implant material is also dependent on the temporal process of the
reaction of the biosystem in which it is implanted. For example, irritations and
inflammations occur in a relatively short time, which can lead to tissue changes.
Depending on the properties of the implant material, biological systems thus react in
different ways. According to the reaction of the biosystem, the implant materials can be

divided into bioactive, bioinert and degradable or resorbable materials.
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Implant materials comprise polymers, metallic materials, and ceramic materials (as
coatings, for example). Biocompatible metals and metal alloys for permanent implants
comprise, for example, stainless steels (such as 316L), cobalt-based alloys (such as
CoCrMo cast alloys, CoCrMo forge alloys, CoCrWNi forge alloys and CoCrNiMo forge
alloys), technical pure titanjum and titanium alloys (such as cp titanium, TiAI6V4 or
TiAl6Nb7) and gold alloys. In the field of biocorrodible stents, the use of magnesium or
technical pure iron as well as biocorrodible base alloys of the elements magnesium, iron,

zinc, molybdenum, and tungsten are proposed.

The use of biocorrodible magnesium alloys for temporary implants having filigree
structures is made difficult in particular in that the degradation of the implant progresses
very quickly in vivo. So as to reduce the corrosion rate, this being the degradation speed,
different approaches are being discussed. For one, it is attempted to slow the degradation
on the part of the implant material by developing appropriate alloys. In addition, coatings
are to bring about a temporary inhibition of the degradation. While the existing
approaches are promising, none of them has so far led to a commercially available
product. Regardless of the efforts made so far, there is rather a continuing need for
solutions that make it possible to at least temporarily reduce the corrosion of magnesium

alloys in vivo, while optimizing the mechanical propertics thereof at the same time.

In light of this prior art, the objects of the invention are that of providing a biodegradable
magnesium alloy, a method for the production thereof and a use for implants, which
allow the magnesium matrix of the implant to remain in an electrochemically stable state
over the required support period with fine grain and high corrosion resistance without
protective layers, while also improving the mechanical properties, such as increasing the

tensile strength and proof stress, as well as reducing the mechanical asymmetry.

These objects are achieved by a magnesium alloy having the characteristics of claim 1, a
method having the characteristics of claim 10, and the use according to the characteristics

of claims 19 to 22.
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The characteristics listed in the dependent claims allow advantageous refinements of the
magnesium alloy according to the invention, of the method for the production thereof

according to the invention, and the use.

The solution according to the invention is based on the realization that the corrosion
resistance and deformability of the magnesium matrix of the implant must be assured
over the support period such that the implant is able to absorb multiaxial permanent load
without fracture or cracking, and to also utilize the magnesium matrix as a means for the

decomposition triggered by the physiological liquids.

This is achieved by the magnesium alloy comprising:

1.5 to 7.0% by weight Zn, 0.5 to 3.5% by weight Al, the remainder being magnesium
which contains impurities, which promote electrochemical potential differences and/or
the formation of precipitations and/or intermetallic phases, in a total amount of no more
than 0.0063% by weight of Fe, Si, Mn, Co, Ni, Cu, Zr, Y, Sc or rare earths having the
ordinal numbers 21, 57 to 71 and 89 to 103, Be, Cd, In, Sn and/or Pb as well as P,
wherein the alloy content of Zn in % by weight is greater than or equal to the alloy

content of Al in % by weight.

The magnesium alloy according to the invention has extraordinarily high corrosion
resistance, which is achieved by drastically reducing the content of impurities and the
combinations thereof in the magnesium matrix, and by also adding precipitation and solid
solution hardenable elements, which must be present in completely solid solution. The
microstructure that is obtained has no electrochemical potential differences between the
individual matrix phases after the forming and heat treatment processes, and therefore

these differences cannot expedite the corrosion in physiological media,

The applicant surprisingly found that an alloy matrix, which has a content of Zn of
preferably 1.5 to 5.5% by weight, and more particularly 3.5 to 5.5% by weight, and a
content of Al of preferably at least 0.5 to 2.0% by weight, and more particularly 1.0 to
2.0% by weight, can form, or depending on the treatment forms, a mixed crystal from Zn

and Al, which are present completely in solution form, without precipitations, the mixed
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crystal having a higher standard potential than unalloyed high-grade magnesium and
therefore the alloy being more noble.

Care should be taken that the alloy contents of Zn and Al are exactly adjusted such that
the content in solid solution is as high as possible, and therefore maximum corrosion
protection is achieved, without exceeding the solubility limit. Typical forming
temperatures for this alloy range between 270 and 330°C under these conditions. This
prevents particles from forming in the alloy matrix, which could take on the functions of
cathodes during the corrosion process and thus promote corrosion.

Another surprising result is that, at a content of Zn of preferably 3.0 to 7.0% by weight,
and more particularly 4.0 to 6.0% by weight, and a content of Al of preférably 0.5 to
3.5% by weight, and more particularly 1.5 to 2.5% by weight, an alloy is obtained which
contains precipitations in the form of MgsZn3Al, und MgZn and has an extremely small
grain size, wherein the precipitations having a size of less than 1 um, and preferably 0.2
pm, are located both on the grain boundaries and in the grain interior.

In this case, the alloying elements may be present in the alloy in amounts even slightly
above the solubility limit. Controlled by the cooling conditions during the production of
the alloy, the alloying elements are initially present in solution. During forming of the
alloy at temperatures below the solubility limit, for example at 250°C, fine particles are
precipitated during forming which prevent grain growth and then contribute to an
increase in tensile strength, both due to particle hardening and grain refining hardening.
Through subsequent aging of the formed semi-finished product at temperatures below the
temperature at which the alloying elements go completely into solution, for example
200°C, it is also possible to precipitate fine particles, which continue to remain in the
matrix during the later thermomechanical treatment steps so as to prevent grain growth

and increase the strength.

The alloy according to the invention has particularly high corrosion resistance. This is
achieved by drastically reducing the contents of certain elements, and combinations of
certain elements, in the alloy matrix whereby a microstructure is obtained in which,
contrary to all known technically available magnesium materials, electrochemical

differences in potential no longer occur between the individual matrix phases, and these
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therefore no longer play a role in terms of an expedited corrosion of the material in

physiological media.

The previously known tolerance limits for impurities do not take into account that
wrought magnesium alloys often times are subjected to a thermomechanical treatment,
and more particularly to an extended annealing process, which creates near-equilibrium
structures. The metallic elements bond by way of diffusion and form what are known as
intermetallic phases, which have .a different electrochemical potential, notably a
considerably higher potential, than the magnesium matrix, and therefore these

intermetallic phases act as cathodes and can trigger galvanic corrosion processes.

Because the alloy according to the invention contains Al, it is particularly important to
limit not only elements such as Ni, Co or Cu, which in general have a considerable
adverse effect on the corrosion resistance of magnesium alloys, but notably the elements
Fe, Mn and Si.

When producing such an alloy according to the prior art, both a remainder of Fe and a
remainder of Mn are left in the melt. In addition, such melts are not purified with respect
to Si. However, Fe, Mn and Si have a very high tendency to form a ternary intermetallic
Fe-Mn-Si phase, which has a very positive potential and thus constitutes a very effective
cathode for the corrosion of the material. Moreover, Al additionally shifts the boundary in
the melt at which iron begins to precipitate as iron particles or intermetallic particles with

other elements toward drastically lower iron contents.
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The applicant has found that a corrosion-stable alloy matrix can be achieved when
complying with the following tolerance limits of individual impurities in % by weight:
Fe, Si, Mn, Co, Ni, Cu each with <0.0005; Zr, Y each with <0.0003; Sc or

rare earths having the ordinal numbers 21, 57 to 71 and 89 to 103 in total

<0.001; Be, Cd, In, Sn and/or Pb each with <0.0003; and P <0.0002.

Preferably the corrosion-staple alloy matrix contains impurities in a total amount of no
more than 0.0053 Gew.%, which can be achieved when complying with the following
tolerance limits of individual impurities in % by weight:

Fe, Si, Mn each with <0.0005; Co, Ni, Cu each with <0.0002; Zr, Y- each

with <0.0003; Sc or rare earths having the ordinal numbers 21, 57 to 71 and

89 to 103 in total <0.001; Be, Cd, In, Sn and/or Pb each with <0.0003; and P

<0.0001.

In particular preferred the corrosion-staple alloy matrix contains impurities in a total
amount of no more than 0.0022 Gew.%, which can be achieved when complying with the
following tolerance limits of individual impurities in % by weight:n:

Fe, Si, Mn each with <0.0002; Co, Ni, Cu, Zr, Y each with <0.0001; Sc or

rare earths having the ordinal numbers 21, 57 to 71 and 89 to 103 in total

<0.0005; Be, Cd, In, Sn and/or Pb each with <0.0001, and P <0.0001.

The formation of precipitations or particles which have a positive potential difference as
compared to the matrix is entirely suppressed, or drastically reduced, if the sum of
individual impurities consisting of Fe, Si, Mn, Co, Ni and Cu is no more than 0.0030% by
weight, preferably no more than 0.0021% by weight, and particularly preferably no more
than 0.0009% by weight.

The particular advantage of the alloy according to the invention is that it no longer has
any relevant contents of Fe, Si or Mn and only Zn and Al remain in the material, which
increase the corrosion resistance of fnagnesium and increase the strength, however no
elements are present which could form effective cathodes for corrosion processes. Such
low concentrations moreover no longer allow a formation of intermetallic phases, which

have a more positive electrochemical potential as compared to the matrix.
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Because the Zr content is considerably below that of the prior art, no Zr-rich phases can
form, which are always more noble than the magnesium matrix and thus act as cathodic

sites which promote corrosion.

By limiting the yttrium content, the tendency toward stress and vibration corrosion is

advantageously decreased, counteracting a rapid weakening of the mechanical strength.

Because the chemical elements of a magnesium alloy from biodegradable implants are
absorbed by the human body, additionally the amounts of highly toxic elements such as
Be, CD, In, Sn and/or Pb as well as rare earths (elements having the ordinal numbers 21,
57 to 71 and 89 to 103) must be limited in the alloy so as to achieve high
biocompatibility, while also suppressing the formation of intermetallic phases between

these elements and magnesium, aluminum and zinc.

Such low concentrations thus also ensure that the magnesium matrix no longer contains
any, or contains only small amounts of, precipitations or particle phases, which have a

more positive electrochemical potential as compared to the matrix.

In the connection with solid solution hardening by Zn and Al, these precipitations or
particles of the elements contained in the alloy according to the present application allow
the tensile strength of the magnesium matrix to be increased and the electrochemical
potential of the matrix to be raised, whereby a corrosion-decreasing effect is created,
notably with respect to physiological media. The precipitations preferably have a size of
no more than 1 um, and preferably of no more than 0.2 pm, and are located on the grain
boundaries and in the grain interior, whereby the movement of grain boundaries during
thermal treatment as well as dislocations during deformation are impaired and the

strength of the magnesium alloy is increased.

The magnesium alloy according to the present patent application achieves a tensile
strength of >275 MPa, and preferably >300 MPa, a yield point of >200 MPa, and
preferably >225 MPa, and a yield ratio of <0.8, and preferably <075, wherein the
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difference between the tensile strength and yield point is >50 MPa, and preferably >100
MPa, and the mechanical asymmetry is <1.25.

These significantly improved mechaﬁical properties of the novel magnesium alloy assure
that the implants, for example cardiovascular stents, are able to withstand the multiaxial
permanent load in the implanted state over the entire support period, despite onsetting
degradation of the magnesium matrix due to corrosion.

So as to minimize thé mechanical asymmetry, it is particularly important for the
magnesium alloy to have a particularly fine microstructure having a grain size of no more

than 7.5 um, preferably < 5 um, and particularly preferably <2.5 um.

The objects are moreover achieved by a method for producing a magnesium alloy having
improved mechanical and electrochemical properties. The method comprises the
following steps:

a) generating high-purity magnesium by way of vacuum distillation;

b) generating a billet of the alloy by synthesis of the magnesium according to step a)
with high-purity Zn and Al in a composition of 1.5 to 7.0% by weight Zn, 0.5 to
3.5% by weight Al, the remainder being magnesium containing impurities, which
promote electrochemical potential differences and/or the formation of precipitations
and/or intermetallic phases, in a total amount of no more than 0.0063% by weight of
Fe, Si, Mn, Co, Ni, Cu, Zr, Y and Sc or rare earths having the ordinal numbers 21, 57
to 71 and 89 to 103, Be, Cd, In, Sn and/or Pb as well as P, wherein the alloy content
of Zn in % by weight is greater than or equal to the alloy content of Al in % by
weight;

¢) homogenizing the alloy by annealing at a temperature between 250°C and 350°C
with a holding period of 1 to 60 hours and cooling by exposure to air and in a water
bath;

c¢) at least single forming of the homogenized alloy in the temperature range between
250°C and 350°C; and

d) optionally heat treating the formed alloy in the temperature range between 200°C and
350°C with a holding period of 5 minute to 6 hours.
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In a preferred embodiment, step c) is performed alloy in the temperature range between
270°C and 350°C.

A content of Zn of preferably 1.5 to 5.5% by weight, and more particularly 3.5 to 5.5%
by weight, and a content of Al of preferably at least 0.2 to 2.0% by weight, and more
particularly 1.0 to 2.0% by weight, assures that the microstructure of the alloy is a mixed
crystal made of Zn and Al, which are present completely in solution form, without
precipitations, the mixed crystal having a higher standard potential than the high-grade
magnesium. During subsequent forming, care must be taken that the forming
temperature, for example 270°C to 330°C, is adhered to so as to ensure that the solubility
limit for the individual elements is not exceeded. This prevents particles from forming in

the matrix, which can have a corrosion-accelerating effect.

In contrast, a content of Zn of preferably 3.0 to 7.0% by weight, and more particularly 4.0
to 6.0% by weight, and a content of Al of preferably 0.5 to 3.5% by weight, and more
particularly 1.5 to 2.5% by weight means that the alloying element may be present in
amounts slightly higher than the solubility limit. The shaping process, after homogenizing
annealing, at temperatures of 200°C to 350°C below. the solubility limit according to step
d) prevents precipitations in the Mg;sAl;; phase and causes only fine particles to be
precipitated in the matrix in the form of MgiZn;Al, und MgZn, which impair grain
growth and contribute to an increase in the tensile strength of the alloy due to particle
hardening and grain refining hardening. Through subsequent aging of the formed semi-
finished product below temperatures at which the alloying elements are caused to go
completely into solution (typically, these are temperatures of 20°C to 325°C), it is
possible to precipitate particles, which continue to remain in the matrix during the later
thermomechanical treatment, prevent grain growth processes and further increase the

strength.

Vacuum distillation is preferably used to produce a starting material for the alloy
according to the present patent application having the required threshold values.
The quantities of the alloying elements Zn and Al as well as the sum of impurities can be

selectively adjusted and in % by weight are:
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a) for the individual impurities:
Fe, Si, Mn, Co, Ni, Cu each with <0.0005,
Zr, Y each with <0.0003;
Sc or rare earths having the ordinal numbers 21, 57 to 71 and 89 to 103
in total <0.001;
Be, Cd, In, Sn and/or Pb each with <0.0003; and
P <0.0002. |

aa) for the individual impurities in a preferred total amount of impurities of no
more than 0.0053% by weight,:
Fe, Si, Mn each with <0.0005;
Co, Ni, Cu each with <0.0002;
Zr, Y each with <0.0003;
Sc or rare earths having the ordinal numbers 21, 57 to 71 and 89 to
103 in total <0.001;
Be, Cd, In, Sn and/or Pb each with <0.0003; and
P <0.0001,

ab)- for the individual impurities in a particularly preferred total amount of
impurities of no more than 0.0022% by weight:
Fe, Si, Mn each with <0.0002;
Co, Ni, Cu, Zr, Y each with <0.0001;
Sc or rare earths having the ordinal numbers 21, 57 to 71 and 89 to
103 in total <0.0005;
Be, Cd, In, Sn and/or Pb each with <0.0001; and
P <0.0001.

b) for the combination of individual impurities in total:
Fe, Si, Mn, Co, Ni and Cu no more than 0.0040, preferably no more than 0.0020, and
particularly preferably no more than 0.0010.
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It is particularly advantageous that the method described here only requires a small
number of forming steps. Extrusion, equal channel angular extrusion and/or multiple
forging can thus preferably be employed, which assure that a substantially homogeneous
fine grain of <15 um is achieved.

Because of the artificial aging, precipitations having a grain size of 1 um, and preferably
0.2 um, form on the grain boundaries and in the interior of the grains, whereby the tensile
strength of the alloy reaches values which at >275 MPa, and preferably >300 MPa, are
considerably higher than the prior art.

A third concept of the patent application relates to the use of the magnesium alloy
produced according to the method, which has the aforedescribed advantageous
composition and structure, in medical technology, notably for the production of implants,
for example endovascular implants such as stents, for fastening and temporarily fixing

tissue implants and tissue transplantations, orthopedic and dental implants, and

neuroimplants.

All implants in the sense of this patent application are in the Cardiovascular field,

osteosynthesis field or other areas.

Cardiovascular field in the sense of this application means

- the field of diagnostic, prevention and treatment of all diseases of the cardiovascular
system, i.e. heart and blood vessel system,

- by mean of active and non-active implants used to support vessels, and vein systems

- including coronary, cerebral and peripheral vascular implants like stents, valves,
closure devices, occluders, clips, coils, staples, implantable regional drug delivery
devices,

- implantable electrostimulators (like pacemakers and defibrillators), implantable
monitoring devices, implantable electrodes, |

- system for fastening and temporarily fixing tissue implants and tissue
transplantations .
- field also includes any type of stent as mechanical fix or temporary scaffold to

support hollow organs (or bodies?) including bones, intervertebral disks



20

25

30

WO 2014/001191 PCT/EP2013/062876
-17-

Osteosynthesis in the sense of this application means
- the field of treatment of fractured bones for internal fixation and stabilization by
mechanical devices such as metal plates, pins, rods, wires, screws, clips, nails,

staples excluding stent technology

Examples of areas out of the osteosynthesis field or the cardiovascular field are:

- Devices for the treatment of diseases of the sinews, joints, muscles, cartilages,
- oral (including dental) and maxillo facial implants (excl. osteosynthesis means),
- esthetic implants,

- supporting tools out of the body, (examples?)

- tissue engineering,

- soft tissue implants,

- devices for wound care,

- suture material and clamps,

- neurosurgery

- local drug delivery (excl. cardiovascular, i.e. lever)

renal

Exemplary embodiments

Example 1
A magnesium alloy is to be generated which is composed of 5% by weight Zn and 2% by

weight Al, the remainder being Mg, in which the alloying elements are present
completely in solution form, and which contains the following individual impurities in %
by weight:

Fe: <0.0005; Si: <0.0005; Mn: <0.0005; Co: <0.0002; Ni: <0.0002; Cu <0.0002, wherein
the sum of impurities consisting of Fe, Si, Mn, Co, Ni and Cu should be no more than
0.0021% by weight, the content of Zr < 0.0003% by weight, the content of Y <0.0001%
by weight, the content of rare earths having the ordinal numbers 21, 39, 57 to 71 and 89
to 103 in total should be less than 0.001% by weight, and the contents of Be and Cd
should be no more than 0.0001% by weight, respectively, and P <0.0001.
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This alloy, produced using magnesium vacuum distillation, is subjected to homogenizing
annealing at a temperature of 300°C for a duration of 48 hours, and subsequently to a
forming process at a temperature of 275°C to 300°C, which is above the solubility limit.
A precision tube for a cardiovascular stent is produced by multiple extrusion and
annealing processes above the solubility limit at 275°C so as to prevent the precipitation
of MgiZn3Al, particles.

The grain size that was achieved was < 10 um, and the magnesium alloy reached a tensile
strength of more than 300 MPa and proof stress of <230 MPa. The yield ratio was 0.72

and the mechanical asymmetry was 1.15.

Example 2
A magnesium alloy is to be produced, which is composed of 5.5% by weight Zn and 3%

by weight Al, the remainder being magnesium, in which some of the alloying elements
are present as particles in the form of MgZnAl having a size of < 0.5 pm, and which
contains the following individual impurities in % by weight:

Fe: <0.0005; Si: <0.0005; Mn: <0.0005; Co: <0.0002; Ni: <0.0002; Cu <0.0002, wherein
the sum of impurities consisting of Fe, Si, Mn, Co, Ni and Cu should be no more than
0.0021% by weight, the content of Zr < 0.0003% by weight, the content of Y <0.0001%
by weight, the content of rare earths having the ordinal numbers 21, 39, 57 to 71 and 89
to 103 in total should be less than 0.001% by weight, and the contents of Be and Cd
should be no more than 0.0001% by weight, respectively, and P <0.0001.

The magnesium alloy is produced in a manner which corresponds to that of Example 1.
So as to precipitate some of the MgZnAl particles, an extrusion process is carried out

above the solubility limit at temperatures of <275°C.
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The precision tubes for a cardiovascular stent were produced by multiple extrusion and
annealing processes, in part below the solubility limit. The solubility limit was 330°C.
This alloy according to the subject matter of the patent application reached the following
properties:

- tensile strength of 310 to 340 MPa,

- proof stress of < 230 MPa;

- ayield ratio of 0.69;

- mechanical asymmetry of 1.1; and

- agrain size of <5 ym.
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CLAIMS

What is claimed is

L.

A magnesium alloy having improved mechanical and electrochemical properties,
comprising:

1.5 to 7.0% by weight Zn, 0.5 to 3.5% by weight Al, the remainder being
magnesium which contains impurities, which promote electrochemical potential
differences and/or the formation of precipitations and/or intermetallic phases, in a
total amount of no more than 0.0063% by weight of Fe, Si, Mn, Co, Ni, Cu, Zr, Y,
Sc or rare earths having the ordinal numbers 21, 57 to 71 and 89 to 103, Be, Cd, In,
Sn and/or Pb as well as P, wherein the alloy content of Zn in % by weight is greater

than or equal to the alloy content of Al in % by weight.

The magnesium alloy according to claim 1, characterized in that the content of Zn
is preferably 1.5 to 5.5% by weight, and more particularly 3.5 to 5.5% by weight,
and the content of Al is preferably at least 0.5 to 2.0% by weight, and more
particularly 1.0 to 2.0% by weight, wherein the microstructure of the alloy is a
mixed crystal made of Zn and Al, which are present completely in solution form,

without precipitations.

The magnesium alloy according to claim 1, characterized in that the content of Zn
is preferably 3.0 to 7.0% by weight, and more particularly 4.0 to 6.0% by weight,
and the content of Al is preferably 0.5 to 3.5% by weight, and more particularly 1.5
to 2.5% by weight, wherein the matrix of the alloy contains only precipitations in
the form of Mg;Zns;Al, and MgZn.

The magnesium alloy according to claim 1, characterized in that the individual
impurities in the total sum of impurities amount to the following in % by weight: Fe
<0.0005; Si <0.0005; Mn <0.0005; Co <0.0005; Ni <0.0005; Cu <0.0005; Zr
<0.0003; Y <0.0003; Sc or rare earths having the ordinal numbers 21, 57 to 71 and
89 to 103 in total <0.001; Be, Cd, In, Sn and/or Pb each with <0.0003; and P
<0.0002.
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The magnesium alloy according to claim 1, characterized in that when the impurity
elements Fe, Si, Mn, Co, Ni, and Cu are combined, the sum of these impurities in %
by weight is no more than 0.0030, preferably no more than 0.0021, and particularly
preferably no more than 0.0009.

The magnesium alloy according to claim 2, characterized in that the alloy has a
fine-grained microstructure having a grain size of <7.5 um, preferably <5 um, and
still more preferably < 2.5 um, without considerable electrochemical potential

differences between the individual matrix phases.

The magnesium alloy according to claim 3, characterized in that the alloy matrix
contains only such precipitations which have no potential differences, or potential
differences as small as possible, as compared to the matrix, or which are less noble

than the matrix.

The magnesium alloy according to claim 1, characterized in that the precipitations
have a size of 1 um, and preferably < 0.2 pm, and are dispersely distributed at the

grain boundaries or in the grain interior.

The magnesium alloy according to claim 1, characterized in that it has a tensile
strength of 2275 MPa, and preferably 2300 MPa, a yield point of 2200 MPa, and
preferably 2225 MPa, and a yield ratio of <0.8, and preferably <0.75, wherein the
difference between the tensile strength and yield point is 250 MPa, and preferably
2100 MPa, and the mechanical asymmetry is <1.25.

A method for producing a magnesium alloy having improved mechanical and

electrochemical properties, comprising the following steps:

a) generating high-purity magnesium by way of vacuum distillation,

b) generating a billet of the alloy by synthesis of the magnesium according to step
a) with high-purity Zn and Al in a composition of 1.5 to 7.0% by weight Zn,

0.5 to 3.5% by weight Al, the remainder being magnesium containing
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impurities, which promote electrochemical potential differences and/or the
formation of precipitations and/or intermetallic phases, in a total amount of no
more than 0.0063% by weight of Fe, Si, Mn, Co, Ni, Cu, Zr, Y and Sc or rare
earths having the ordinal numbers 21, 57 to 71 and 89 to 103, Be, Cd, In, Sn
and/or Pb as well as P, wherein the alloy content of Zn in % by weight is
greater than or equal to the alloy content of Al in % by weight;

¢) homogenizing the alloy by annealing at a temperature between 250°C and
350°C with a holding period of 1 to 60 hours and cooling by exposure to air
and in a water bath;

d) at least single forming of the homogenized alloy in the temperature range
between 250°C and 350°C, prefereably 270°C and 350°C; and

€) optionally heat treating the formed alloy in the temperature range between

200°C and 350°C with a holding period of 5 minutes to 6 hours.

The method according to claim 10, characterized in that the content of Zn is
preferably 1.5 to 5.5% by weight, and more particularly 3.0 to 5.5% by weight, and
the content of Al is preferably at least 0.2 to 2.0% by weight, and more particularly
1.0 to 2.0% by weight, wherein the microstructure of the alloy is a mixed crystal
made of Zn and Al, which are present completely in solution form, without

precipitations.

The method according to claim 10, characterized in that the content of Zn is
preferably 3.0 to 7.0% by weight, and more particularly 4.0 to 6.0% by weight, and
the content of Al is preferably 0.5 to 3.5% by weight, and more particularly 1.5 to
2.5% by weight, wherein the matrix of the alloy contains only precipitations in the

form of Mg;Zn3Al, and MgZn.

The method according to claim 10 or claim 11, characterized in that the alloying
elements are not contained in an amount above the solubility limit, and a formation
of precipitations in the alloy matrix is suppressed by the forming and heat treatment
processes below the solubility limit, the precipitations forming cathodes which

expedite corrosion as compared to the alloy matrix.
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The method according to claim 10 or claim 12, characterized in that the alloying
clements are contained in an amount slightly above the solubility limit, and the
precipitations from the forming and heat treatment processes at temperatures below
the solubility limit, preferably in the range of 200°C to 350°C, are used to adjust the
strength.

The method according to claim 13 or claim 14, characterized in that the
precipitations have a size of 1 pm, and preferably < 0.2 pm, and are dispersely

distributed at the grain boundaries or in the grain interior.

The method according to claim 10, characterized in that the individual impurities in
the total sum of impurities amount to the following in % by weight: Fe <0.0005; Si
<0.0005; Mn <0.0005; Co <0.0005; Ni <0.0005; Cu <0.0005; Zr <0.0003; Y
<0.0003; Sc or rare earths having the ordinal numbers 21, 57 to 71 and 89 to 103
<0.0010; Be, Cd, In, Sn and/or Pb each with <0.0003; and P <0.0002.

The method according to claim 10, characterized in that when the impurity
elements Fe, Si, Mn, Co, Ni, and Cu are combined, the sum of these impurities in %
by weight is no more than 0.0040, preferably no more than 0.020, and particularly
preferably no more than 0.0010.

The method according to claim 10, characterized in that the forming process is an

extrusion, equal channel angular extrusion (EACE) and/or multiple forging process.

Use of a magnesium alloy according to any one of the claims 1 to 9 for producing a

biodegradable implant.

Use of a magnesium alloy according to claim 19, characterized in that the implant
is elected from the group of endovascular implants such as stents, implants for
fastening and temporarily fixing tissue implants and tissue transplantations,

orthopedic and dental implants, and neuroimplants.
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Use of a magnesium alloy produced by the method according to any one of the

claims 10 to 18 for producing a biodegradable implant.

Use of a magnesium alloy according to claim 21, characterized in that the implant
is elected from the group of endovascular implants such as stents, implants for
fastening and temporarily fixing tissue implants and tissue transplantations,

orthopedic and dental implants, and neuroimplants.
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Horpdy RS R R A 2 A 2 R = 50MPa. 3F B4R H = 100MPa, LA K HUAR AS X FR 7
<1. 25,

10. —Fh BAG S VIR A AL 2 S S S AT A, BREUT 2R

a) WS EFRMBENBALEE _

b) BBESR ) WESEAR In 1Al HERERFTREEHEE, CLAMRIKE
B L5%E7.0%M Zn, IHERIT 0. 5% & 3. 5% M) AL, AR RIS, Tk 2& e
BEEALEERERN / SRS RITERN / REBIAAE, BEARKTEEE 0.0063%H]
Fe.SiMn.Co\Ni.CusZr.Y.Sc S EH 4 21.57 & 71 F189 & 103 fy#% 1. Be.Cd: In. Sn
/B Po LLREP, KPR EE In EBUBERX T K THETURERXITH IR &R

2
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Al &8,

c) it 7E 250°C 5 350°C Z B IR E LL 1 & 60 4~/ H R R R A HBd R BT
2R LA KBTI A H T BTk & &394k

d) iR LA & 1E 250°C 5 350°CZ | ik 270°C L 350°CZ RIMRETRRE N E
bR 37 A

e) fEIEHLAE 200°C 5 350°C 2 RIMIRETEE P LA 5 4802 6 AN/INES B R30I [R] #hkkh 28
iR & .

11, WRIERFNER 10 TR T, K EETHAR In S EMEHEZERIT 1.6%
25.5% I EFRVREHERIT3.0%E5.5%, Bk Al SBRNEHEXRERITE D
0.2%ZE 2.0% F HEHHRIZERT L.O%E 2. 0%, HPREEHMEHREH ZIn F
Al JE R EIRE &1, Zn K0 AL 584 LAWY A7 78 1 BB TLIE -

12, ARWBCFE R 10 TR 77, K EETHR In S BUEHERERIT 3. 0% E
7.0% FEFERHREERIT4.0%E6.0%, FHTRAl SEMEHERERT0.5%E
3.5% I EHERHREER 1.5%E 2.5%, KPR A E&HERNES L Mg,Zn,Al, F1
MgZn & HIUTIE «

13, MRIEBANE R 10 BAFE K 11 TR A, RIS IEE TR S ETEARURTH
fRPR A B A S, I ELATIR & &8 F P UTIE YT AR T I 5 A FR BE LA T B AT AN s 32
LRI, FrdR ULVE T A5 BT & 4 2 U AE G NI FR Tk iR B AR

14. ARIEBANE R 10 BAFIE K 12 BTk, R EE TR & TEUMME T
P At BRI B AR, FF ELAE TR W AR PR BE LA AR E A3 ZE 200°C & 350 CRITE
P 5 3k B BTl T A B FE K BT IR TTTE SRV IR B

15, MRPEAAIE K 13 SAFEE Sk 14 Frid i 75 %, HAREE T Hrid IiiE A R 2
Lo m, 3 HALEHL 0. 2 um, 3 H 2 B 7 A 7E s SR B R Y BB

16 MIBNAER 0B FZE BRFEETFTAERRSMPE—RREUTE
B % :Fe<0. 0005 ;51<0. 0005 ;Mn<0. 0005 ;Co<0. 0005 ;Ni<0. 0005 ;Cu<0. 0005 ;7r<0. 0003 ;
Y<0. 0003 ;Sc BRELA FH 21.57 & 71 F189 £ 103 H#% 1 <0. 0010 ;Be. Cd. In. Sn F1 / B
Pb &—~ <0. 0003 ;3 H. P<0. 0002,

17. RIERFNE R 10 Fri] i 7775, HAFEE T 298 BT84 T & Fe. SiMn, Co Ni F
Cu ZEA R, X R BB UER B AKTF 0. 0040 RIEAR KT 0. 020, H BFFARIEAKRT
0. 00105

18, WIFWFNERK 10 FriR 7 HBEETHRRE IR E SEEH AT
(EACE) A1 / BR & KR IE ‘

19. MEWAER 1| £ 9 FRA—DFTRIES & FES T Y REREAYR A

20. MBIFACF)E R 19 FTRAWES SRR, HEMEETHREAYER (MEHNEA
Yy, L ansz 48 s BT R E B0 i E e AR AR AR B RIS RN
FHEAD . LA RN ZEANY

21 ETRBAFNEK 10 £ 18 FRE—TARKIAEEF~RESEHA TESTEY
MR Z.
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22, WILRCFIE K 21 IS S AR, RIS ETRBEAYL B JME A
o, Wi e TR E s E R AR A RA LB D EANY SR
BRI L RN
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BRee HEFAERERE

[0001] AERMPFPRESSE, HFHPREEFHEULGEERR.

foco2] A EENRMEHAEETENRTPRBEMEBURESZMTHBRE. 58
TCEFNIE TN 8GR A R 2 AR B AN BB RIR C A0 H 3+ BIE A T H € — 7t
WA SRR AR AN R B & R B 2 .

[0003] JmEHTENESEITRAR, HTREEAEFITIEBE LR 40 &R0 Y A5 B0 in i)
PLRSRE, B R U S BT HALME . habh, BB AP ERRITE AR N B EFRAKTER
B, TE1%4K & B A BRI S Bt TR — R W A& B 1A R bR AR ERNHE
TLERBESR VR EIE, XETRETHEBMMERT IR T R m e imn.

[0004] FEATHESESE TR H 2L AlMnFe JTIE KL R G &8, HILRRET
TR M. 7— T H, BARE AN, HFEFRRRKPEMFROESESHE
gLt

[0005]  TEFRK T AR IE MRS, 3+ BBEE S1 GBS, Tl T —MBAL B AT H
Bk VRN B R R R Y R B TR AE B T 1)

foo06] X FfAH Y EE A2 B B E H T F B L AT DA A #55 A & 2 B A B PR I BA AR .
[0007]  1E 29 BVEATELL I &5 SR, SF UMM e 3+ B S BRI A, AT ELE R HEC
TCMg-Zn F1=TE Mg-Al-Zn &P LR ER T 1. 5 F 2% K& B I iH i B Wl [ T AR
TRFLE .

foo08]  EHEETEALHE SN IR BRI R B TR ROt B R BSR40k, (B R E
SEMSEE RN ERE, REELSEENRSEPEIIEHFARNKERSREY
o BAL, BERRER NS SRR A , B IR R R AR A

(00091  #% 40 Lu. Er. Ho. Thy Sc F In ¥R I H R AT A 3 BT Bide — JoAH K]
HE SN L BRI EMERNREERR, LETEELRATRERN.

foo10] BEHRFIMNIEETRERIAPVBMIIE ZTEEET AR SRR
A8 o 20, 765 R TR 4B R A Mg 17A112 R RE M R 3 ELRR I T i . S54:3 FUE L,
Z4 B A M I B AR L R ER it (local element) , HE UL 4HAT Yo 4k o

[0011] [RTIXLEFEME R I, SE SN RFHEE R E MR TR &5 404 HEd
EENMANE&TTER, EMPGEEFEEFFIARR. ERIREREAR US 5,055, 254 A)
SERFE P RIRAMERFRE, fln, ZREN TREALERT 8% E 9. 5% Al
FIZEE0.46% 2 0. 9% M In NEE - - F5 &, RABFTRELIZERI0.0015% 2
0.0024% ] Fe 3ZE &1 0. 0010% ¥ Ni FZEE T 0. 0010% F 0. 0024 % 1] Cu A RILZER
AP F 0. 15% E 0. 5% Mn.

[0012) ZEHL E4ICHR P IR KR E A &P 2R A VIR LR &7 &4 3 BT L
HER%HIH -

[0013]

& & IRAS |Fe Fe/Mn Ni Cu

i
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diMg RAGR 0.017 0.005 [0.01
AZ91 |[E%% F 0.032 [0.005 0.040
BEEES 0.032 10.005 [0.040
RIEES% 0.032 [|0.001 [o.040
T4 0.035 {0.001 [0.010
6 0.046  [0.001 {0.040
BIE%E F 0.032  {0.001 [0.040
AM60 |4 F 0.021 [0.003 ]0.010
AM50 R4 F 0.015 [0.003 [0.010
AS41 (R4 F 0.010 [0.004 [0.020
AE42 K45 F 0.020 [0.020 0. 100

[0014] B2 TIXEAWIR (tolerance definition) A8 LAR FEHHERR I8 R 1hi &
B IR FE T L, IX Rk AL 22 T & LR T LR AR MR L B

[0015] T AEMIMEAREIAE NY) (BIGSN R MG OB AY) ) R AT NS
] 45 5 15 T SR 7R B T e LA % R L BB 52 R 8 e e o R T, U LR FE G D7 T, AN HI X
LR 3 BB 2 338 ik A MERE N —— 4K . CoCr & &4k & &— P SEBL Y
Mo K AR AR PR R R SRE R, K% 500MPa & >1000MPa, i B34 Kk 594K BR 1 10 5 &
Y24 K1k A <275MPa, 3 H KL E I T <250MPa.

[0016] % TV B 57— ANk S B AR IR 4 B3R R, 5B IR A R, ZARIZE RN
BN . 7E AV B AR BRI SR, 9 B L SE 2, 3K R R AR R AT SRR AR T
2 BN TAS AR — S MRS, 3t B B2 A R I8 B (T A S e it i o0 T it
—35AF W, B TT BAS | AR E A A0 2 0 B e o BLRT Be R AL TR

[0017] WREEME, LB ERERT 3% E 10%H Al LE/NTRER 1% Zn M
Mn (AZ #9540 tn 5 4 0 H B B B 2 AU SRR X ZEHUMRRE 1 22 57 P IR,
o R L {40 T RN R 48 40 B FE IR A R, o B AN ZE T ARG B B B R IR ——
0B I B N 2R B | ——HB(A), P AR ST AR M o ZE R BAIR) ) JE R 5 R, S TE R 4R HA R 1
JEAR S R, 2 (A I A K H 22 53 1T 68 SR M AR ) 28 P —— LU SO L B SR Bl
BRI BATRESRFHER.

[0018) [T RTEEY ARG KIREYE, 44— BT =18 7R 72 50 8 80, B
A7E R T R S A 80 22 16 T A 7 24 0 2K A O IR IR E RN 225 . LA, X
BHEE LR AEFRDETRRN Y 6 EEEREEE. fln, &R EES HFH—
A RIS W R (elongation at fracture),H BAFEFHH —1

6
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77 ) b IR PR A T A T M B K . ISR T R F R Y 8 £, TR N USRS T v
MFEAZ, I LR A B R i T AR KR . BT 7 R B2 A sk iz sl
B — P 7 AR 2 AR FTEA BIR T oki. BN EEM RN s g1, I et Rl
FEER TR R ASEETEREFE N KBS . RME 55 B R a4,
W2 ULRERE I kL, WIFE I — 0 R T B M = A BT 1 B2 &, SRR IR B V) R 3R, 134 &
XA A S5RGBT FRIIALE

[0019) FPEAERZER MM T MBS &, R EHFR, TR AFEHEE
T, A SR T MR,

[0020]  ANRAEADM B S ALE S, WZEN DR XS B ZERK. BREADM
BENY B AT RE A () SRk AR 1B A B BT VI N AR

(0021]  FAEXN THAYF AN TWEMBEEHE2ZNRPLZEEH. EREHERPD
23T T 5 R i R B A HH0 R TR B O 4 3R PR S P e, B, R B R B
AFEE (BP 2 085 100 A2,EP 2 384 725 Al) JKEEE#:4LIE (alcoholic conversion
solution) (DE 10 2006 060 501 Al) E{%4k4# (DE 10 2010 027 532 AL, EP 0 295 397
A1) Ak

[0022] ZEYSUERFAEEEESFNN, BA/LFHRANELYNREGDEENEA
L[rp g BB RIE. BEIGRPEBNEEMI AR E RN A, HEAQEEA
V) _b B JE A A A B e S BT A B ok, BB i A Y R TR B 2 B SIE RSN )
i, GREEFMHARPPIAHENSBANED.

[0023] FERATEREEEMEMGEADERLT, FAERBRE LW REEHEHIE 1
FEFNFE N ) J b B PO 7 22

[0024] B4, M T EYEMEANY), PETEN R KXKEDESMN, B EKNHIE
M2 TO BRI S il J B B VR M o ZEATART IR 00 T A % 0B o B B G ER, Eb 40 Be Cd\ Pb. Cr
(0025] THIMFEMEEELEESTELHROCAEIREZEART IS ZMHBHERRXA
FIEAY). B, FREEAYRZFERE PTEREMNOERA (LERNEANY, s
), AT RE SN EEHAEANYARBEY), T HICH TR B K, FlangT .
REERET . AADHIRE R E RS,

[0026] STEERIHEN EEMEHASL AR THRT LSRR BEERNETHEEZ — X3ERF
EEENPEREFRETFNENEN. JUER, BEIERR TN ZRETEES
BRI (fil igree) TIREEW, ZEM BRIV ERBERNFER TIIAB G+ 3 HE
ARSI B « Z AR E BN AR — R KA MRS B HUN 3 3 B ORERT R
Weds, Fe ) R AR ML B s (B ) o B4, EMENAKESIEE, =B AREHASKE. 7
MRS ThEE .

[0027]  FEAY), FRRI RN, B HE HEAYM B SIS ES. MADHERIEF R,
EMEETEZTHNAFASEYRSEHEIEA . TEAEAMEMER M B-—H 40
TR 5 G A EE—MEAEREFGELS AR GFSE (EWHEEE). ATE
BRI B 8, AN AR R M EER E AT ERELNAR RN GET . X
AL HE AR R b 30 28 1948 B4R B S 2 A R AN )40 2 D3R AR R T 2SR TR I LY

7
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ERM . R AR MR B R TR M R G R SR A LR B,
R ST 1 e ] P A SUSORT 05, I B B VAL . B FAENIATRL BRI, BRI
MRS AR R R R . SRR YRGS, AR LS A RS T T
M 0T [ A B AT P R OR B

[0028] IEANMIMEEIEEAY . SRR EME (Fl0, (EARE ) . KAEAY
B AR S BRISESSARE, BB (Hoin 316L) Jikk& 4 (bl CoCrMo 5855
24 CoCrMo 48354 4 . CoCriiNi 4838 & &1 CoCrNiMo #it &4 ) - TAvA sk & & (1
4 cp 4k TiAL6V4 BX TiAl6ND7) AR & &% . M s 2 SU, Rl T AEET
b atidk UL R TCEEE Bk VB RS R AT TR MRS €

[0029] L7 40 44 25 K S0 W MEAR N0 1 2 00 T S b A G U8 2 TR SR R ) R TR R
NI AR e R R AT AR . BT LUK T MR S ok B, B RS AR A, 1T T AR T
o SHF—FIE, 2R T BT TR A BN SRR BT DA . St
W% EREAE T IR AR . RS SRR N, (B e B iTRE SEAY
SRS . TEEA N IECAMEKS S, AR TETHESEHLREESSERN
o, FIRHRAL VMR BE Al v RIE B A RENFER.

[0030] BIMEHARTE, A% WK B 2RMATAYBEHES S AT TEULA
FHRAYIN R, X AFEAY SR FREE RN APARERAERERS BF
g SRR T SR M T AR, I R i T LA 6%, b i T R A R R
B, AR BRAR T MU R AR

[0031] 8t LA AUAIEE SR 1 BN AE AL & 4 B AR K 10 BORFAE RO 77 1 LU BRI AX
FIEK 19 E 22 KIS LA RS IX L EHH. ‘
[0032]  ZE M JBALFIEE R ih 51 H A IE A A R IR AL IRIB A R BT BE& & HRE AR
B B AP T v A R R i o

[0033]  ARYE AR BH (977 BT LA T AR, BIDA R (- 76 32 1 AL 3B PO RN P O B R T
P8 A LS T M, A AE N 0 B A L 8 B K A M 4 B T AR R B P, O BT RER R A
%%)ﬁf’ﬁﬁaﬁﬁ@ﬁ%&iﬁwmﬁ%%%E‘J?‘iﬁo

[0034] IXFiTEEA ST, KA

[0035] EEEU 1.5%% 7.0% [ Zn, BRI 0. 5% X 3. 5% M AL, HKH D RE, 58
SRR, T FAR B AL S AR / BUR T R A / USRI, BB N AR THRESR
0. 0063% 1 Fes Si Mn. Co Ni. Cus Zr Y. Sc BUEH F4L 21,67 & 71 1 89 % 103 I
4 .Be.Cds In.Sn Al /BLPb IR P, K44 In FEUKERUITKTHETEEAF
BUHRER %

[0036]  ARIE AN B HO4E4 & HL A AR % 0T pd ik, X T o B 3 b PR B R P 2R T B
LBV RS, 3 Rt i N e F B YA A RE AL ST R R LI, X ST R LA R &
BRI . i M EHERFR AN E T EZ FESNEFARZ A RAELESE
W, 3 B FE X L2 BN GEAE A 3 2 TP R R 1R

[0037]  EFiE AN FERH R A SRR LLE In ‘»‘n Al HA&/E%%MS&EM&?ME%EQ
WU RIR S S, G4 ERAANEHFER 1.5% % 5.5% JHERIREEE
3.5%E5 5% In &8, URMLEHIEERTED0.5%E 2 0% FFEERFIEEER T

8
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LO%E2.0%K AL 58, In f1 Al EEUBBERFEMEE I, RERBEBLEREGEML
MRS REREAERAAERR, FFAEE &R ERERN.

[0038] Ry E, KEHAHUATT &4 In Fl AL & BFBEB AT ERT R, FEE
SEPRE KRR AR, T A B YA AR IR . 1% & & 00 S 0 sl V8 S 7E IX de & T B I 7E 270
55 330°C 2 1] o 1X B 1B 7E A & 5 U P T2 AR, IX & 20/t it R 48 18] B PR AR T R 3 B it
{2 13 Il

[0039] H—ANHFERNERE ULInBEMEEEERIF3. 0%XET7.0%, I HEY
MREEE T 4.0%E 6.0%, FH Al SEMNIEHEZERI 0.5% % 3.5%, IF B EFFH
REGEERI 1.5%ZE 2.5% KRBT &4, HEE D Me,Zn AL, F MgZn XM TTE I ERFHR
HAAW &R R, P EHRTH/0F Lo, 3FBREHR 0. 2 0 m BT AL T da 57 A0 ok
WP .

[0040] FERXFMEAL T, EE&TEAULULAMREEZMUENEFET ST &
SRR E &M E], G &R RYIIEBFE. ERFEAREREE—F W
7 250°C AR BUEEIR), 75 BUE R UTIE 41 50RL, AR B @ A K I HAR S
BT RSB E RS, — & T B LR SR LT . B ERTEETRRS
BNV AR FE BR FE—— Bt 200°C—— T B J&5 2 AL T A 2 1 oL A 7T REDTAR 40 0k,
AN FTE 5 2R H AN U A B8 25 BR A 8] 4k 42 £ B 70 2 T P DA R (b g b AR 3F BN
(o041] BIEAKHMAEEFRHNFTHOWE M. XBIEERKEEERTPELTE
& B LR R TTR S &R E, RAMEH, P 5EHTE CAH Tk L w18 pEk
ORI R, 7E B — BB AR 2 [N IR AL 2 B, 3 HIX LR A st A 2N R
oM E T R R TR R A

[0042] SERTDANMIZRAKBAREAEZEBENEEEAFAXANMLEFALEA
2 2 FEAC PR KR, X ARG FHE . SR cRETY BT REg& Bk
AN 4B 18 AH, % &R 1B A0 5 L5 AR bL BB AN i B Ab 2 e B, B B b A M B B0
B #y, I HL A X e 4 8 (R AR A AR (A AR 3+ BT DL fdoR: r Ak R it 72 .

[0043] BEUAMBEARRHMEEEE AL RHNEZERRANIRH — R EE &/ &
B BERFEI R TTE, )40 Ni. Co 8L Cu, T B (E 8 B HR H) 7T % Fe. Mn F1 Si.
[0044]  HAFRIBIA B AR IZE &, FIRM Fe MFIR A Mn BB EE A JLI6, %
R ST T4k, SRT FeMn F0 Si R HIEHE BWHR=708)8 8 Fe-Mn-Si AR,
XEFIER ER B B FE A SRR A PR A TR B . ok, AL Foh i
R EAE NSRS R T RSB RPN FRTUERN AR EFERNKITER
o

[0045] HIEACLRMMUFTEUTHER % THHI 38— U A 1R IR BB 7] L3RS FE
REMEE&EEMR

[0046] Fe. Si.Mn. Co.Ni. Cu &—4 <0.0005 ;Zr.Y #— <0.0003 ;Sc BREHFF4 21.
57 & 71 F1 89 & 103 A9 1 K3t <0.001 ;Be. Cd+ In. Sn F / 8% Pb & —> <0. 0003 ; 3 A
P<0. 0002,

[0047] Rk, BHFREMNEEEZFRESEEARKT 0.0053Gew. % (2451, XERFE LA
TIEEE % v B — 2 T A PR B I BT LASEER

9
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[0048] Fe. Si.Mn f&—A <0. 0005 ;Co. Ni. Cu f—A> <0. 0002 ;Zr. Y &— <0. 0003 ;Sc
ok B S 21.57 71 1 89 & 103 [ - Mt <0. 001 ;Bes Cd. In, Sn il / BL Pb —A
<0. 0003 ;3 H. P<0. 0001,

[0049] SRR IEMI R, MM E A SR RAE BB KT 0.00226ew. %IRRT, XHE
A U T E B % 10 8 — 28 B 28 1 IR B AT RASEER -

[0050] Fe. Si.Mn — <0.0002 ;Co.Ni. Cu. Zr.Y F—> <0.0001 ;Sc B EHFE 21,
57 75 71 F189 & 103 §9% t 83t <0. 0005 ;Be. Cd. In. Sn F / BX Pb &— <0. 0001 ;3F A
P<0. 0001,

[0051] 45 f1 Fe.SiMn.CoNi i Cu AR A B — A B BAKTHEE 0.0030%.
WA K FHEREF 0. 0021 % 3 B4 HIE LT K TR EET 0.0009%, W SEFHLL A
A7 IE A S22 RO U BB B T B e e, B B 2 PR

[0052] IRIEAL IS SHKAMESREANEEHETHXEER Fe. S1 8 Mn F A
Zn F0 AL R BIFEAORL R, IX I AN A R Al 3 ELAR S T 9B, R ANEZE R LUR R T8
Mt R RERGTE. REREERSNTAEATERER AN, R5E ML EEEL
AL 2E

[0053] K Zr & B EEMATRE AN S E, FIUNEHRE R Ir KM, ZKLEHEE
LR RS o, 3 BRI R VR R R T B BRARAL R

[0054] BitPR&IE S &, B FHMEIK T N AR E M (vibration corrosion) E’thﬁ[‘],
HEAIUBR R B IR E 5516

[0055] [k & T AL M BE AR B NI HOEES S RO ST RN ERML, BT A SN & &
B35 M T B A Be CD. In. Sn 1/ B Pb AR+ (EAFH21.57 £ 71 189 £ 103
HTTE) B LB R H LU E YA Y, AR EMEERE TR SR Mg
(B JE P4 8 [E) 4E

[0056]  DE iR R R A B A A LA BSUEE D BRI BT, 5
EFARLL A EIEM AL

[0057] 5@t Zn A1 AL M E B ETELAER, ER\EAREHEGETEETHTRNIZL
VR B F0 PR R 0 B BR A 3 A, 3 ELEL R s Ak S el SR T, AT PR A PR R ik
HIER, AT B R X TFEEENF. MEMEHAFTAXF Lun FAREAKXT
0.2um B R, 3F BLAL T &5 A0S A A, WTIZE R FEH () @ R s A RAEZTE
R A Z AR, FHERER THEEENBRE.

[0058] ARIE A HRiE HU4E A 4k B B4 5R F >275MPa. FF B4R 1% M >300MPa, JE Ak
>200MPa. 3 B4t >225MPa, 3t B AR LL <0. 8. 3F HARiEHE <0. 75, Fo A by i sR 5 JE il
52 (B2 >50MPa. 3F B4k >100MPa, 3 BAUARA IR M <1. 25,

[0059]  FTGIRIEEE & X 18 B 25 Bk UMM ME BTRA 4R T AN, 1 4o i B ST AR RENS AE
AR R 2 2R NRAS B0 % K A S, R T IT iR B TR PR AR -

[0060]  FiLlh T & /MUNURAN M, B EEN RS S RBRINANMER, B
RATF 7.5 mRikH <5 um H HAFHIRE <25 v m BIGEHRT .

[o061] B ftksME T B T4 B BUE R VURF L 22 R M R E S B0 T RS %7
FEEUTHER .

10
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[0062] &) BITEFHRMWHHREMFTLEE

[0063] D) BETEHMBIELEa) MEESHAE In AL £ E54EH (billet), IARIZE
Bit 1.5% B 7. 0% In, IHEBIT 0. 5% £ 3. 5% K AL, HL B4 2R MEE, 24 (g B
R HBERN / SRR RTTERN / R&ERBRAHE, BEAAKTHRERIT 0.0063% i Fe.
SiMn. Co.Ni.Cu,Zr.Y Fl Sc BLEHFFH 21.57 & 71 F1 89 & 103 %%+ . Be. Cd. In. Sn
F/EPbUKP, EFEE I ERBUKERY T ATHETEAE A SEBURER %I
[0064]  c¢) HITTE 250°C 5 350°CZ [A] MR AE LA 1 28 60 AN/ B fR#F B [B)AR K 7F BT 2
BT 2R U RAEK I P A ETORG & &5

[0065] c) BHMLEIEETE 250°CH 350 C B MERETCEANRE D — KRB ;3 A

[0066] ) fLiEHLTE 200°C 5 350 CZ IRIHINRAETEE P LL b 4381 2 6 /AT B fR7 B 1) 72
b B A S

[0067] ZE—/MRIESEHEHF R P, 7E 270°C 5 50 C AMEETENHITS R 44,
[o068] FZEBITIE 1.6% R 6.5% FHERFKRERIF3.6%E 5.5%H In &, U
REERWTNERD0.2%E 2.0% I HERFHIZERIT 1. 0% 2 2. 0% Al §EHARE
SRR Zn F1AL ERENR & R, 52 AR N E M EH UUE, BE Rt
MRS RHEEMAERS . EWME R EIEER), S E R R BUBRE, #ln 270°CE
330°C, IEMEAET R — TR NEMERE. X BRI RSh, SokimT LR N
BB RRIER _
[0069) ABLLZ T 3&EE I INES. 0% ET. 0% I HFERHFHERET4. 0% E6.0%A In
B, URKEBIMRIE0.5%F 3.5% HHERINEER T .5%E 2.5%MAl FEE
bRESEIUE UM E TRERENERFE. RIEFRJ AR THEMRRELL200CE
350°C HIHRLEE T HI31LIB K 2 J5 BB T 2.8 1 7E Mg, AL, AHA BIYIIE, 7 BANAX 5 | RS 40 3
$ir 7E B 5 R LA Mg, Zn, AL, F MgZn FOFE SRITIE , XIR T AR A1, It B il T FURI AR AL A0 G ks 48
WIENFBFRESGEMNHEE. BdERTIIEEGETETEENGBRESE (M5
Hh, X 20°CE 325 CHIRRE ) T G240 ET= IR B i, B R REUTIE ks, L 7EBE
S AR A B 20 1) 4 42 (% B ZE L P, B ok SR AR K R HLdk— B nad &

[oo70] fRIEHUEFH EFEZGUET EFERNBEMNA TREA TR HIFNEEH
M.

(0071] A&JCE Zn Fl AL FHE RIS B U EEEHRS H B UZEE % it
Pl '

[0072] &) X TH—Zm7 :

[0073]  Fe.Si.Mn. Co.Ni. Cu &— <0. 0005 ;

(00741  Zr.Y &—<0. 0003 ;

[0075]  Sc BREHFEH 21.57 & 71 F1 89 & 103 I+ Mt <0.001 ;

[0076]  Be.Cd. In. Sn F / 8¢ Pb —> <0. 0003 ; 3F H.

[0077]  P<0.0002.

[0078]  aa) XtF B —Z%5, ZAMRIE B EZEE AT 0.0053% -

[0079] Fe.Si.Mn &— <0.0005 ;

[0080]  Co.Ni.Cu &—* <0.0002 ;

11
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(00811 Zr.Y &/—> <0.0003 ;

[0082] Sc BREHFEH 21.57 & 71 189 £ 103 BIF LSt <0.001 5

[0083] Be.Cd.In.Sn I/ 8 Pb H— <0.0003 ;3 H.

[0084]  P<0. 0001,

[0085] ab) Xt F8—Zui, 4R Lk B B ER T AET 0.0022% -

[0086] Fe.Si.Mn &—<0.0002 ;

[0087] Co.Ni.Cu.Zr.Y &— <0.0001 ;

[0088] Sc EXEAFEE 21.57 & 71 189 E 103 HF L &t <0. 0005 ;

[0089] Be.Cd. In. Sn I / 8 Pb f—~ <0. 0001 ;3 H.

[0090]  P<0. 0001,

[0091] b) W FB—IFAMAEEBUE

[0092] Fe. Si.Mn.Co.Ni F1 Cu RAF 0.0040, fLEAR KT 0. 0020, 7 BAFHIREA KT
0.0010.

[0003] &R RIHRIEMHIIRE T BN FER BB SR, EHLA UiEhR
G 2BB MR (equal channel angular extrusion) F /B % IR, IX R SE
B <15 u m BFEA BSR40 SR

(00041 T AT, 755 F ERESR AP RS Lo n R BREH 0. 20 m H&
S R ~FROTREE, T2 4 B B 38 BE TR B >275MPa . FF B >300MPa () {H , IX £41H 5 24 Hh
BTRAEREAR.

[00905] L3R HIE I SAVRIE S BARYE A 7 B P B & SR ST BOR T M ATI&, Hy
Sl T4 N A P, FB1 I A PR N0 b S S A, T R I L E A U A
FLR Y AT RAE AR Z KN, FTREE4 & B AT i K97 R 4L
4K

[0096]  7F 2% B 2% S P9 O BT RN AE O i B AT B A AR U A AU
o

[0097]  7EZS BER P RO ME SIS £ TE

[o098] - BT L& A% —8, LREFIILE RS
%,

[0099] - @it F X HMKE FME RERE A IEEHEAY

[0100]  — L4 REAR . A0 JB Bl L BF A N0, BN S 40 A L PR A 2 B R8RSR T R
PR AT B AP B R EE, '

[0101] - ATAEA HERIEES (Wi giss ) (AT A MBEE TEABK,

[0102] - FFZEAMLNHE EALEAYMALEEDHI RS

[0103] - SRR AIEVE N X AT RN b2 88 E MU E 2 B0 I SR 4R
HIAEAT 2RI S 48

[0104] EXRHFRXAKEEERNER

[0105] -~ F T4 B AR AN E L an & BAR 4T (pin) FF R RET R
B (clip) +JR (nail) 4T (staple) F Py &R & FIA&E VAT B #T AU

[0106]  EE S ARIRALL M BRSNS 41 2

12
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[0107]) - FFVT7 R WA VKB R R IR E

[ot08] - [OfE (BETE) UAFETEAY (BREEEREES),

[0109] - ZEFHEANY

[o110] - B4 TR

lo111] - AR TR,

[o112] - RALHENDY),

or13] -HTHOFEAEKE,

[0114] - S &M B FISEF,

[0115) - g 4pRL

lo116] - EEHYHE (BT OME, BIF (lever))

o117]  'BHE

[0118] /:Tsjfgl [ﬂ‘_ %ﬁﬁﬁ

[o119]  ZCjfEfel 1

[0120] AR TEEE, HARER T 5% K In MILEE T 2% K AL A I BRIR 5
Mg, B A& TR URRERTE, HFAEEUTRER % SRR -

[0121]  Fe :<0. 0005 ;Si :<0. 0005 ;Mn :<0. 0005 ;Co :<0. 0002 ;Ni :<0. 0002 ;Cu<0. 0002,
HrP ] Fe.SiMn.Co.Ni Fl Cu SH R HIZY R K BB Z AR FHZER1H0.0021%, Zr & &
BE R <0.0003%, Y IS EHRERT <0.0001%, BAF4 21.39.57 & 71 189 = 103
B+ & BRI RE/ D TIRER0.001%, H HBe MICAMEBNZSF AR TRER
0.0001%, 3 H P<0. 0001,

[0122] H{FFHBEESRBEFNIZIMEELE 300CHIER T 22 B4R KT8 48 /AT,
HEMEESTHEMRER 275 CE 300°CHIEE TEZRELR, Bl REFEEULS
F 275°C T HI¥S AE R BT A8 AL 72 BAR 1E MeaZn,AL, FIURE HUTUE 42 7= F T/ 0 L8 ST AR R

=5 Ay

[0123]  SEPLT <10 um SRR T, H HEEAEIAT T KT 300MPa HIHz{H 52 & 1 <230MPa
HIFRAR . JEERLLZ 0. 72 3 BN BRI 2 1. 15,

{0124]  SCjfifs] 2 _

[0125] AFETE44, HEHERT 5. 5% K Zn FREE W 3% K AL K, 3 EFIKE
SR Mg, P A4 TEPH—LL AR 0.5 n KR TH MgZnAl ERBRIEE, FHE
BUTHER %R B—IR

[0126]  Fe :<0. 0005 ;Si :<0. 0005 ;Mn :<0. 0005 ;Co :<0. 0002 ;Ni :<0. 0002 ;Cu<0. 0002,
P FelSiMn.CoNi T Cu A AR BB A K THRERTE0.0021%,72r MR E
HWEE <0.0003%, Y S EIZER T 0.0001%, BAFH 21.39.57 & 71 F1 89 & 103
(%8 B R NN THREEH0.001%, 3 H Be fil Cd FI& BN Z A A K THREET
0.0001%, 3£ B. P<0. 0001,

lo127]  LAWTRY T2l 1 B8 RAEFHE 4. DMEUTIE—L MeZnAl BUKE, 76 % TS A IR
E< 215 CHRIBE FTHITH ELRE. ‘

[0128] T 2 kHFE LA RIB K TEE 0 HUR T AR R E A F O IERBEE .
WAEIRE R 330°C. MIBA LR GEN EHMINZESEE T IR

13
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l0120] - FfHsRAE A 310 2 340MPa ;
fo130] - JERR G A< 230MPa ;

[0131] - JESRELK 0.69 ;3F H.
[0132] - HUMASTRRMER 1.1 7F
[0133] - &R R~F <G um.
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