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Description

BACKGROUND OF THE INVENTION

1. Field of the Invention

[0001] The present invention relates to a process for producing an aluminum alloy substrate for a lithographic printing
plate by cold rolling while intermediate annealing is omitted and the number of the passes is decreased to simplify the
sheet production steps, the printing plate being extremely excellent in resistance to ink staining in the nonimage areas
during printing and having proper strength.

2. Description of the Related Art

[0002] Conventional aluminum alloy substrates for a support for a lithographic printing plate are generally provided
in the form of a 0.1 to 0.5 mm thick sheet made of an aluminum alloy such as JIS A1050. Such aluminum alloy sheets
are generally produced by scalping the surface of a semicontinuous-cast slab, homogenization heat-treating the slab,
hot-rolling the heat-treated slab, cold-rolling the hot-rolled strip, and further intermediate-annealing and finally cold-
rolling to impart a desired strength to the sheet.
[0003] The aluminum alloy substrate for a lithographic printing plate thus produced is grained by either one of or a
combination of at least two of the following steps: a mechanical step, a chemical step and an electrochemical step.
Furthermore, in order to impart wear resistance, water retainability, resistance to staining in nonimage areas and ad-
hesion of a photosensitive layer during printing, the grained aluminum alloy substrate is further anodically oxidized
(film thickness of about 0.1 to 1.0 µm), and optionally subjected to a hydrophilic treatment to give a lithographic printing
plate support. The support is further coated with a photosensitive material to form a photosensitive layer, and optionally
subjected to a heating and burning treatment so that the photosensitive layer is strengthened, to give a photosensitive
lithographic printing plate.
[0004] The lithographic printing plate is then successively subjected to preparation treatment such as image expo-
sure, development, water washing and lacquering to give an original printing plate. The photosensitive layer remaining
still undissolved after the development is water repellent, and forms image areas as an ink-accepting portion which
selectively accepts ink alone. In the portion where the photosensitive layer is dissolved, the surface of the aluminum
alloy support under the photosensitive layer is exposed, and the portion becomes a water-accepting portion due to its
hydrophilic property and forms nonimage areas as an ink-excluding portion.
[0005] When printing is to be carried out, both end portions of the printing original plate are bent, and fixed to the
printing drum of a printer. Accordingly, the substrate for a lithographic printing plate is required to have a desired strength
from the standpoint of easy handling, durability, etc.
[0006] When dampening water is supplied to the surface of the printing original plate thus fixed, the water is retained
in nonimage areas alone where the photosensitive layer is removed and a hydrophilic alloy substrate surface is ex-
posed, and it is not held in image areas where a water repellent photosensitive layer surface remains. When ink is
supplied to the original plate surface in such a state, the ink adheres to the image areas alone, and is held there. The
ink adhering to and being retained in the image areas is further transferred to a bracket drum, and then it is transferred
to a surface to be printed such as a paper sheet surface from the bracket drum, whereby printing is conducted.
[0007] When ink adheres to the nonimage areas, the printed materials are stained. Accordingly, in order to prevent
ink from adhering to the nonimage areas which are exposed portions of the aluminum alloy support surface, it is im-
portant that the nonimage areas have water retainability to sufficiently retain dampening water. In order to ensure the
water retainability, it is necessary to obtain an excellent uniformity of the grained surface and a defectless anodic oxide
film by graining treatment such as electrochemical treatment.
[0008] Japanese Unexamined Patent Publication (Kokai) No. 62-148295 proposes a process for producing a litho-
graphic printing plate excellent in resistance to ink staining in nonimage areas during printing, comprising the following
procedures: an aluminum alloy slab is homogenization heat-treated at high temperature so that part of Fe forms solid
solution, and cooled to precipitate the Si atoms contained in the slab as Al-Fe-Si-based intermetallic compounds and
to fix them, thereby decreasing the amount of precipitated Si in the following steps; and the alloy is electrolytically
grained to give a uniform grained surface. In addition, the patent publication shows in its example a process wherein
intermediate annealing is omitted in the cold rolling step subsequent to hot rolling.
[0009] Furthermore, Japanese Unexamined Patent Publication (Kokai) No. 6-192779 proposes a process for pro-
ducing a lithographic printing plate excellent in resistance to ink staining in nonimage areas during printing, in which
precipitation of Si is inhibited in the production steps including casting, homogenization heat treating, hot rolling, cold
rolling, intermediate annealing and final cold rolling by allowing the aluminum alloy to contain Mg.
[0010] Still furthermore, Japanese Unexamined Patent Publication (Kokai) No. 10-306355 proposes a process for
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producing a support, comprising starting hot-rolling a slab having been homogenization heat-treated, from given tem-
peratures, finishing hot rolling at given temperatures, subsequently cooling slowly to given temperatures so that streaks
are not formed as a fine recrystallized grain structure, and rolling the hot-rolled strip to a sheet having a final thickness
at a reduction of at least 60% without subsequent heat treatment, thereby imparting a strength to the support.
[0011] The substrate must have a strength sufficient not to form defects such as recesses when it suffers a slight
impact during transportation or handling. On the other hand, the support is also required to have a ductility sufficient
to ensure bendability at the time when both ends of the original plate are bent and the original plate is fixed to the
printing drum of a printing machine. Furthermore, in order to ensure durability to repeated stress during printing, the
substrate must have a sufficient fatigue strength, namely, a combination of strength and a toughness. The substrate
therefore must have mechanical properties which simultaneously meet these requirements. As a result, the strength
of the substrate must be regulated so that it has a tensile strength of from about 145 to 180 MPa.
[0012] However, in the production process in which intermediate annealing is not conducted during cold rolling after
hot rolling, work hardening caused by cold rolling makes the substrate have an excessively high strength, and imparting
a suitable strength to the substrate becomes difficult. In order to lower the degree of work hardening, the following
procedure can be conceived of: the final strip thickness is decreased in the hot rolling, and the working degree of the
sheet in the following cold rolling is reduced. However, when the thickness of the strip which has become soft due to
its high temperature is reduced by hot rolling, a slight strain of the rolling rolls causes nonuniformity in the thickness
of the hot-rolled strip. The hot rolling as mentioned above therefore becomes significantly difficult in practice. Conse-
quently, there is actually a lower limit to the thickness of the hot-rolled strip to be provided to cold rolling, and the
thickness is about 3 mm even when the strip is made as thin as possible by hot rolling.
[0013] The present inventors have discovered the following method as a procedure to solve the problem of an ex-
cessive increase in the strength caused by work hardening. When cold rolling is conducted at a high reduction to
generate a large amount of heat of working and make the temperature of the sheet being cold-rolled as high as at least
the recovery temperature of the sheet, the sheet is softened by the recovery during or after cold rolling to have a
strength in a desired range.
[0014] However, when such a substrate as produced by cold rolling while the sheet temperature is raised to at least
the recovery temperature is used, there has arisen the problem that ink stains are generated in nonimage areas during
printing, and resistance to ink staining lowers.
[0015] As a result of investigating the cause, the present inventors have made the following discovery. In a cold-
rolled sheet having a temperature of at least the recovery temperature of the sheet due to a high reduction, Si in a
solid solution tends to precipitate to form precipitated Si during cooling after cold rolling, which lowers resistance to ink
staining in nonimage areas during printing.

SUMMARY OF THE INVENTION

[0016] It is an object of the present invention to provide a process for producing an aluminum alloy substrate for a
lithographic printing plate the production of which is carried out while intermediate annealing is omitted in the cold
rolling step to save energy and the number of rolling passes is decreased in cold rolling to simplify the sheet preparation
step, give a desired strength, and inhibit precipitation of Si particles in the substrate so that the substrate shows ex-
tremely excellent resistance to ink staining in the nonimage areas.
[0017] In order to achieve the object as mentioned above, the present inventors have intensively carried out inves-
tigations on improving the appropriate strength, electrolytic grainability and resistance to ink staining in the nonimage
areas that the support produced, while intermediate annealing is omitted in the cold rolling step, is required to have.
As a result, the present inventors have discovered that regulating the chemical composition of the Al alloy and controlling
the production conditions so that its strength, the content of precipitated Si and the density of Si are regulated, can
realize an improvement of the electrolytic grainability of the support and of the resistance to ink staining, and further
maintain excellent easy handling, namely, excellent mechanical mountability of the support on the printing drum and
excellent durability. The present invention has thus been achieved.
[0018] An aluminum alloy support for a lithographic printing plate is prepared by homogenization heat-treating an
aluminum alloy cast slab, hot rolling the slab to form a hot rolled strip, cold rolling the hot rolled strip without intermediate
annealing to form a substrate, graining the substrate, and anodically oxidizing the substrate,

said support comprising 0.10 to 0.40% of Fe, 0.06 to 0.15% of Si, 0.004 to 0.03% of Cu, and the balance of Al and
unavoidable impurities, with up to 30 ppm of precipitated Si,
an anodic oxide film from 0.1 to 1.0 µm thick being formed on the grained surface, said anodic oxide film containing
up to 200/mm2 of precipitated Si particles having an average particle size of at least 0.5 µm in terms of a radius
of an equivalent circle, and
said support having a tensile strength of from 145 to 180 MPa.
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[0019] Furthermore, the process for producing an aluminum alloy substrate for a lithographic printing plate of the
present invention comprises the steps of

preparing an aluminum alloy cast slab containing 0.10 to 0.40 wt% of Fe, 0.06 to 0.15 wt% of Si and 0.004 to 0.03
wt% of Cu,
homogenization heat-treating the slab,
hot-rolling the slab to form a hot rolled strip, and
cold rolling the hot rolled strip without intermediate annealing to form a cold rolled sheet,
said cold rolling step comprising a final pass at least after which the sheet temperature becomes at least the
recovery temperature of the sheet, and rapid cooling of the sheet at a rate of at least 5°C/min subsequent to the
final pass to provide a content of precipitated Si of up to 30 wt - ppm.

[0020] In order to impart electrolytic grainability to the substrate, the chemical composition of the substrate is regu-
lated, and in order to impart resistance to ink staining in the nonimage areas of the substrate, the content and density
of precipitated Si particles is restricted. In particular, in order to achieve the latter, the following procedures are con-
ducted: part of Fe is allowed to form solid solution by homogenization heat treatment of the slab; Al-Fe-based, and Al-
Fe-Si-based compounds are precipitated until the end of the following hot rolling; moreover, the hot-rolled strip is cold
rolled while the sheet temperature is held at at least the recovery temperature of the sheet during cold rolling or after
the final pass of cold rolling, whereby the work-hardened sheet is softened to give a substrate having a desired strength
and a thickness; and the cold-rolled sheet having a temperature of at least the recovery temperature is rapidly cooled
to inhibit precipitation of Si particles. A support having an appropriate strength and extremely excellent resistance to
ink staining in nonimage areas during printing as well as an aluminum alloy substrate for a lithographic printing plate
can be produced by conducting the steps mentioned above.
[0021] When the aluminum alloy substrate further contains 0.002 to 0.02 wt% of Mg in a desirable mode of the
present invention, the precipitation rate of Si lowers. As a result, the interval between the cold-rolling pass conducted
at temperatures of at least the recovery temperature and the start of rapid cooling can be extended, and the rapid
cooling operation becomes easy.
[0022] In a desirable mode of the present invention, it is preferred that at least the substrate temperature subsequent
to the final pass and the rapid cooling following the final pass in the cold rolling step be regulated in such a manner
that the substrate has a tensile strength of from 145 to 180 MPa and a precipitated Si content of up to 30 ppm.
[0023] In a desirable mode of the present invention, it is preferred that the substrate temperature of at least the
recovery temperature be at least 100°C
[0024] In accordance with the present invention, rapid cooling of the substrate is conducted subsequently to the final
pass of cold rolling carried out at temperatures of at least the recovery temperature at a rate of at least 5°C/min.
[0025] It is a feature of the present invention that the substrate is cold rolled at such a high reduction that the substrate
temperature at least subsequent to the final pass becomes at least the recovery temperature of the substrate. As a
result, the substrate work hardened by cold rolling is softened during cold rolling or by the recovery after cold rolling,
and an excessive increase in the strength is prevented. When softening the substrate by recovery is not conducted,
the strength of the substrate becomes excessively high, and ductility necessary for bending both ends of the substrate
for fixing it to the drum of a printing machine is not obtained.
[0026] Since the substrate can be recovered and softened by utilizing heat generation caused by such a high reduc-
tion, intermediate annealing can be omitted during cold rolling, which results in simplification of the preparation step
and energy savings. It is preferred that the substrate temperature of at least the recovery temperature be at least
100°C. The upper limit temperature is defined to be 225°C. Ordinary cold rolling apparatuses are thought not to exceed
the temperature. However, when the substrate temperature exceeds 225°C, Si tends to be easily precipitated, and
regulation of its content to up to 30 ppm becomes difficult.
[0027] Although the substrate temperature is estimated to be increased by heat of working during cold rolling pass,
it cannot be measured practically during the rolling pass. Accordingly, the substrate temperature subsequent to the
rolling pass which can be measured is defined.
[0028] A second feature of the present invention is to cool rapidly a substrate having at least the recovery temperature
subsequently to cold rolling pass. The rapid cooling inhibits precipitation of Si particles from Si in solid solution. When
the substrate is not rapidly cooled, a large amount of Si is precipitated during cooling, and a uniform grained surface
cannot be obtained by electrolytic graining and anodic oxidation. As a result, the substrate reduces its water retainability,
accepts ink, and lowers resistance to ink staining. The rapid cooling rate is 5°C/min.

DESCRIPTION OF THE PREFERRED EMBODIMENT

[0029] First, reasons for restricting the chemical composition of the aluminum alloy in the present invention will be
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explained.

Fe: 0.10 to 0.40 wt%
Fe together with Si is an element necessary for ensuring the strength by forming Al-Fe-Si-based fine com-

pounds and refining the grains of the cast structure. When the Fe content is less than 0.10 wt%, the effect of
refining the grains of the cast structure cannot be obtained, and the presence of coarse grains reduces the uni-
formity in appearance of the electrolytically grained surface. On the other hand, when the Fe content exceeds 0.40
wt%, coarse Fe-Al-based and Al-Fe-Si-based compounds are formed. As a result, the substrate has significant
local nonuniformity in the chemical properties, and the pit shapes on the electrochemically grained surface become
nonuniform, resulting in deteriorating the water retainability.

In addition, Fe is usually an element contained in an aluminum alloy as an impurity, and the production cost
of the substrate rises when the Fe content is defined to be less than 0.10 wt% because an aluminum base metal
having high purity is required as the raw material.
Si: 0.06 to 0.15 wt%

Si together with Fe is an element necessary for ensuring the strength by forming fine Al-Fe-Si-based com-
pounds. When the Si content is less than 0.03 wt%, the effect becomes insufficient. On the other hand, when the
Si content exceeds 0.15 wt%, coarse Al-Fe-Si-based compounds are formed, and the local nonuniformity of the
chemical properties of the substrate becomes significant. As a result, the pit shapes of the electrochemically grained
surface become nonuniform, and the water retainability is deteriorated. Moreover, precipitated Si particles are
formed to unpreferably promote ink staining of the nonimage areas.

In addition, Si is an element usually contained in an aluminum alloy as an impurity, and the production cost of
the substrate rises when the Si content is defined to be less than 0.06 wt% because an aluminum base metal
having high purity is required as the raw material.
Cu: 0.004 to 0.03 wt%

Cu is an element which greatly influences electrochemical graining. When the Cu content is at least 0.004
wt%, the pit density on the electrochemically grained surface can preferably be made appropriate. On the other
hand, when the Cu content exceeds 0.03 wt%, the pit density on the electrochemically grained surface lowers. As
a result, the pit size becomes excessively large or unetched regions (ungrained portions) remain. Consequently,
the water retainability of the nonimage areas is reduced, and ink staining increases during printing.

The substrate sometimes contains as impurities elements such as Mn, Cr, Zr, V, Zn, Ni, Ga, Li and Be. When
the contents of such elements are each a trace of up to about 0.05 wt%, the elements do not exert markedly
adverse effect on the present invention. Moreover, Ti and B are effective for grain refining of the cast structure;
therefore, they are useful for preventing crack formation during casting, and effective for preventing formation of
streaks on the grained surface caused by grain coarsening of the cast structure. B is added together with Ti, and
is effective for grain refining of the cast structure. The effect of adding B in combination with Ti is significant com-
pared with that of adding Ti alone. When both Ti and B are added, the following contents are preferred: Ti: 0.01
to 0.05 wt%; B: 0.0001 to 0.02 wt%.
Mg: 0.002 to 0.02 wt%

Mg can delay precipitation of Si particles, and extend the interval between the end of the cold-rolling pass
conducted at temperatures of at least the recovery temperature and the start of rapid cooling. Mg therefore facil-
itates the rapid cooling operation. A Mg content of at least 0.002 wt% can sufficiently extend the interval therebe-
tween. On the other hand, a Mg content exceeding 0.02 wt% makes recovery of the cold-rolled sheet difficult;
consequently, the substrate comes to have an excessively high strength, and there is the possibility that imparting
a desired strength thereto becomes difficult.

[0030] Precipitated Si: up to 30 ppm, precipitated Si particles having a particle size of up to 0.5 µm: up to 200/mm2

[0031] Precipitation of Si particles from Si in solid solution tends to take place intensively in portions where the
dislocation density is high. There is always a chance of precipitation in the course of producing a substrate in which
dislocation generation is repeated by rolling. When the content of precipitated Si exceeds 30 ppm, precipitation and
gathering of Si particles is undesirably facilitated to form a large number of coarse particles. Moreover, precipitated Si
is difficult to anodically oxidize and is also difficult to pass a current during anodic oxidation treatment, and formation
of an anodic oxide film having a uniform thickness becomes difficult; a thin film portion of the film tends to be corroded
with dampening water, etc. repeatedly applied thereto during printing, and causes ink staining. Since the anodic oxide
film on the support surface prepared by treating the substrate usually has a thickness of 0.1 to 1.0 µm, the film thickness
tends to fluctuate extremely when the particle size of precipitated Si increases. When the number of the precipitated
Si particles having an average particle size of at least 0.5 µm exceeds 200/mm2 on the support surface having been
anodically oxidized, defects of ink stains are manifested. The number of precipitated Si particles is therefore up to 100/
mm2. The average particle size of precipitated Si particles herein represents an area in terms of radius of the corre-
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sponding circle.
[0032] Next, a typical embodiment of the process for producing an aluminum alloy substrate for a lithographic printing
plate according to the present invention will be explained.
[0033] A melt of an aluminum alloy prepared by procedures such as slag-off treatment and having a composition as
mentioned above is conventionally cast to give a slab. Although there is no specific limitation on the casting method,
the semicontinuous casting method is preferred. Although there is no specific limitation on the thickness of the slab,
the thickness is usually from about 500 to 600 mm.
[0034] The slab is generally scalped prior to the next step of homogenization heat treatment. However, when an
oxidized layer on the slab surface formed by the homogenization heat treatment must be removed, the slab is scalped
thereafter.
[0035] The slab is subjected to homogenization heat treatment. The homogenization heat treatment in combination
with the following hot rolling makes impurities as well as part of Fe form a solid solution, and uniformly disperse a part
of Fe as intermetallic compounds in fine particles. The homogenization heat treatment temperature is typically at least
500°C in order to ensure the solid solution of Fe, etc., and it is typically up to 620°C in order to prevent partial melting
of the slab. The holding time of the homogenization heat treatment is preferably at least 30 minutes. The slab may be
scalped after the homogenization heat treatment for the purpose of preventing surface oxidation, and the like. When
the homogenization heat treatment temperature exceeds the temperature range as mentioned above, the aforemen-
tioned compounds tend to precipitate coarsely. Graining treatment such as electrochemical treatment and anodic ox-
idation subsequent thereto cause fluctuation of the size of pits which correspond to the sites where the compounds
seem to have precipitated. As a result, the water retainability is decreased, and there is the possibility that ink adheres
to the nonimage areas to stain printed materials.
[0036] After homogenization heat treatment, the slab is hot-rolled. There is no specific limitation on the conditions
of hot rolling.
[0037] After hot rolling, the hot-rolled product is cold-rolled. Intermediate annealing is omitted during cold rolling to
simplify the sheet production step. In order to solve the problem of hardening caused by rolling of the cold-rolled sheet
the intermediate annealing of which has been omitted, the sheet is cold-rolled so that the sheet temperature subsequent
to at least the final pass becomes at least the recovery temperature of the sheet. Although the recovery temperature
of the sheet differs depending on the composition and accumulated strain amount of the sheet, the sheet having a
composition of the present invention starts to recover at temperatures of about 100°C when the sheet has a reduction
of 50%. When the draft is higher, the recovery starts at lower temperature. In order to make the sheet temperature at
least its recovery temperature, procedures such as mentioned below can be considered: (1) the coil to be cold-rolled
is heated so that the initial temperature becomes at least the recovery temperature, and cold rolling is started; and (2)
when the initial temperature of the coil to be cold-rolled is close to room temperature, a large cold rolling reduction is
set so that heat of working is generated in the sheet. The procedure in (1) cannot produce a marked energy saving
effect. The procedure in (2) saves energy, and has the effect of decreasing the number of rolling. The reduction is
preferably at least 50%.
[0038] The most preferable procedure for ensuring the sheet temperature of at least the recovery temperature after
the final pass is to plastically deform the sheet and make the sheet hot with the heat of working generated by the
deformation, as mentioned in (2). The plastic deformation and rapid heating with heat of working generated by the
plastic deformation can inhibit precipitation of Si particles which takes place in the process of a rise in temperature
when the substrate is heated from outside.
[0039] For example, when a strip 6 mm thick at 40°C (room temperature) in a rolling mill is cold rolled at a rolling
speed of from 500 to 2,000 m/min to form a sheet 3 mm thick (reduction of 50%), the sheet temperature rises to about
100°C. When the sheet at 100°C is continuously rolled to a sheet 1 mm thick (reduction of 67%), the sheet temperature
rises to about 150°C. The worked structure of the sheet is recovered and the sheet is softened while the sheet has a
temperature of at least the recovery temperature. When the sheet 1 mm thick heated to about 150°C is rolled to have
a thickness of 0.5 mm (reduction of 50%), the sheet temperature rises to about 170°C. Even when the sheet 0.5 mm
thick is further rolled at a reduction of at least 50%, an amount of thermal radiation from the sheet per unit time becomes
large. For example, the sheet is rolled to have a thickness of 0.25 mm (reduction of 50%), the sheet temperature lowers
to about 130°C after the pass.
[0040] The coil wound at the temperature has a large residual strain amount, though it recovers, and Si in solid
solution is likely to precipitate as Si particles in the course of cooling the coil. The sheet is therefore subjected to rapid
cooling which is another important requirement of the present invention immediately after or within 10 minutes after
the final pass of cold rolling to lower the temperature to 80°C or less. A cooling rate of at least 5°C/min becomes the
target of the rapid cooling. Preferred procedures of the rapid cooling include: a procedure of immediately passing a
sheet having been discharged from the rolling roll of the final pass through a cooling room; a procedure of immersing
a wound coil in a cooling medium; and a procedure of coating a coil with a cooling medium. That is, a cooling medium
is preferably used. As explained above, a sheet subsequent to the final pass of cold rolling is rapidly cooled preferably



EP 0 978 573 B1

5

10

15

20

25

30

35

40

45

50

55

7

within 10 minutes, more preferably immediately after the final pass to inhibit precipitation of Si particles from Si in solid
solution. A particularly preferable aluminum alloy substrate for a lithographic printing plate can be obtained by restricting
the strength of the cold rolled sheet to 145 to 180 MPa and the total amount of precipitated Si to 30 ppm or less.
[0041] In addition, typical examples as mentioned above are ones in which a coil is continuously cold-rolled with four
cold rolling passes without cooling the coil among the passes. When the coil must be cooled among the passes due
to an operational requirement, the sheet temperature is lowered to 80°C or less by rapid cooling after the cold-rolling
pass, preferably within 10 minutes, more preferably immediately after the pass, similarly to the above explanation.
When the time interval between the end of the pass and the start of the rapid cooling exceeds 10 minutes, Si particles
tend to be precipitated, and the total amount tends to become excessive even when the sheet contains a suitable
amount of Mg in accordance with a desirable mode of the present invention. When the coil is cooled among passes
of cold rolling and the subsequent cold rolling is restarted, the following procedure is preferred because heating the
coil from outside is not preferred, though the procedure depends on the sheet thickness. The coil is not excessively
cooled, and cooled to about 80°C so that the sheet easily attains a temperature of at least the recovery temperature
with the heat of working generated in the following passes.
[0042] When the aluminum alloy substrate for a lithographic printing plate is electrically grained, the substrate surface
is, if necessary, chemically etched with acid or alkali to degrease or remove the oxide film as a pretreatment. The
electrolytic graining itself is a treatment in which pits are produced on the surface to form a grained surface by applying
an alternating current while graphite is used as a counter electrode to effect electrolytic etching.
[0043] Graining the substrate imparts adhesion of the photosensitive film and water retainability associated with
printing performance to the substrate. The pits must be uniformly formed over the entire printing plate because uniform
adhesion and water retainability must be obtained thereover.
[0044] Next, a detailed explanation will be given to the surface treatment method of the substrate for a lithographic
printing plate according to the present invention in which the surface of the substrate obtained as described above is
grained by forming pits.
[0045] The graining method in the present invention is an electrolytic graining method wherein the substrate is grained
by applying an alternating current in an electrolytic solution of hydrochloric acid or nitric acid series. In the present
invention, the electrolytic graining method can be used in combination with a mechanical graining method such as a
wire brush graining method in which the aluminum surface is scratched with metal wires, a ball graining method in
which the aluminum surface is grained with abrasive balls and abrasives and a brush graining method in which the
aluminum surface is grained with a nylon brush and abrasives.
[0046] Prior to electrolytic graining, the substrate is surface treated for the purpose of cleaning the surface by re-
moving rolling oil adhering to the aluminum surface or gripped abrasives (when the substrate is mechanically grained)
after mechanical graining.
[0047] Rolling oils are generally removed by surface cleaning using trichlorethylene or other solvents or surfactants.
Rolling oils and abrasives are also generally removed by using a method for neutralization after alkaline etching and
removal of smut, in which an aluminum alloy sheet is immersed in an aqueous solution of sodium hydroxide, potassium
hydroxide, sodium carbonate, sodium silicate, etc., at 20 - 80°C for 5 - 250 sec, and is then immersed in a 10 - 30%
aqueous solution of nitric acid or sulfuric acid at 20 - 70°C for 5 - 250 sec.
[0048] The thus surface-cleaned aluminum alloy sheet is then treated by electrolytic graining.
[0049] The present invention uses an electrolytic solution such as a chloric acid solution which preferably has a
concentration of 0.01 - 3 wt%, more preferably of 0.05 - 2.5 wt%, or a nitric acid solution which preferably has a
concentration of 0.2 - 5 wt%, more preferably of 0.5 - 3 wt%.
[0050] The electrolytic solution may contains a corrosion inhibitor or stabilizing agent such as nitrates, chlorides,
monoamines, diamines, aldehydes, and/or a pit-uniforming agent. Moreover, the electrolytic solution may contain a
suitable amount of aluminum ions (1 to 10 g/l).
[0051] The substrate is usually treated with the electrolytic solution usually at temperatures of 10 to 60°C. Any of
the rectangular waves, trapezoidal waves and sinusoidal waves can be used in the alternating current in the treatment
so long as the positive polarity and the negative one are alternately exchanged. Commercially available single-phase
or three-phase alternating current can be employed. Moreover, the electrolytic graining is carried out preferably at a
current density of from 5 to 100 A/dm2 for 10 to 300 sec.
[0052] The surface roughness of the aluminum alloy support in the present invention is regulated to be from 0.2 to
0.8 µm by the amount of electricity. When the surface roughness exceeds 0.8 µm, the grained surface is heavily covered
with macropits, which unpreferably cause stains during printing. Moreover, when the surface roughness is less than
0.2 µm, dampening water on the printing plate cannot be controlled, and dot portions in shadow portions tend to be
filled in, whereby good printed materials cannot be obtained.
[0053] Smut adhering to the surface of the aluminum alloy substrate thus grained is removed with 10 to 50% hot
sulfuric acid (40 to 60°C) or diluted alkali (sodium hydroxide, etc.). When the smut is removed with alkali, the substrate
is continuously immersed in acid (nitric acid or sulfuric acid) to be cleaned and neutralized.
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[0054] When the surface smut is removed, an anodic oxide film is formed. Although known methods can be employed
for the anodic oxidation, sulfuric acid has been used as the most useful electrolytic solution. Phosphoric acid is also a
useful electrolytic solution. Furthermore, an acid mixture of sulfuric acid and phosphoric acid disclosed in Japanese
Unexamined Patent Publication (Kokai) No. 55-28400 is also useful.
[0055] The sulfuric acid method is usually conducted with a direct current; however, alternating current can also be
used. Sulfuric acid having a concentration of 5 to 30% is used, and electrolysis is conducted at temperatures of from
20 to 60°C for 5 to 250 sec to form an oxide film having a thickness of from 0.1 to 1.0 µm on the surface. The electrolytic
solution preferably contains aluminum ions, and the electrolytic current density is preferably from 1 to 20 A/dm2. The
phosphoric acid method is conducted in the following manner: phosphoric acid having a concentration of from 5 to
50% is used; and electrolysis is conducted at temperatures of from 30 to 60°C for 10 to 300 sec at a current density
of from 1 to 15 A/dm2. Precipitated Si particles having an average particle size of at least 0.5 µm in the surface oxide
film of the support thus treated amounts to 200/mm2 or less
[0056] When the substrate is provided with an anodic oxide film as explained above, it is optionally subjected to after
treatment. For example, the substrate is immersed in an aqueous solution of polyvinylphosphonic acid by the method
disclosed in British Patent No. 1,230,447, or it is immersed in an aqueous solution of an alkali metal silicate by the
method disclosed in U.S. Patent No. 3,181,461. It may also be provided with a primer coating of a hydrophilic polymer,
which is selected in accordance with the properties of a photosensitive material to be provided later.

EXAMPLES

[0057] Molten aluminum alloys having various chemical compositions as shown in Table 1 were prepared. Each of
the molten aluminum alloys was semicontinuous-cast to give a cast slab having a thickness of 560 mm. Each of the
two major surfaces of the slab was scalped to reduce the thickness by 10 mm, and the slab had a thickness of 540 mm.
[0058] The slab was then homogenization heat-treated at 600°C for 4 hours, and hot-rolled to give a hot-rolled strip
having a thickness of 6 mm. The initial temperature (starting temperature) of hot rolling was from 450 to 350°C, and
the final temperature (finishing temperature) was from 400 to 300°C.
[0059] The hot-rolled strip at room temperature (40°C) was then cold-rolled. The cold rolling speed was from 500 to
2,000 m/min. As the sheet thickness decreased, the rolling speed was increased. Cold rolling was conducted in such
a system that the cold-rolled sheet was wound after each pass to form a coil, and the coil was provided to the following
pass.
[0060] As examples of the present invention, hot rolled strips were cold-rolled according to the following 4 pass pass-
schedule: 6 mm → 3 mm → 1 mm → 0.5 mm → 0.25 mm. The cold-rolled sheets were always rapidly cooled after the
final pass (fourth pass). In one example, the sheet was rapidly cooled also in the intermediate pass (second pass).
[0061] In comparative examples, the pass schedule was the same as mentioned above, provided that the sheets
were slowly cooled after the final pass (fourth pass).
[0062] In other comparative examples, the hot-rolled strips were cold-rolled by the conventional technology according
to the following 6 pass pass-schedule: 6 mm → 3.5 mm → 2.0 mm → 1.2 mm → 0.7 mm → 0.4 mm → 0.25 mm.
[0063] Table 2 shows temperatures and cooling rates in each of the cold rolling steps.
[0064] The cold-rolled sheets were subsequently subjected to removal of rolled oil adhering to the surface with 10%
sodium hydroxide, neutralization-cleaned with 20% nitric acid at 20°C, and electrolytically grained in 1% hydrochloric
acid or 1% nitric acid electrolytic solution at 50°C for 10 sec with an alternating current at a current density of 30 A/dm2.
[0065] The sheets were continuously surface-cleaned by immersing them in a 15% aqueous sulfuric acid solution
at 50°C for 10 sec, and provided with an oxide film 0.5 µm thick in an electrolytic solution containing mainly 20% sulfuric
acid at a bath temperature of 30°C.
[0066] In Table 2, Samples D, G, I, L and N belong to examples of the present invention; Samples B, C, E, F, H, J,
K, M, O and S belong to comparative examples in which the samples were prepared by cooling slowly, and of the
samples, Sample S had a chemical composition outside the scope of the present invention; Samples A, P, Q, R, S and
T belong to comparative examples, and had chemical compositions outside the scope of the present invention.
[0067] Samples A, B, D, E, I and J were prepared by 4 pass rolling; the coils were not cooled in the midway cold
rolling passes, and subjected to the following cold rolling pass.
[0068] Samples G, H, L, M, N, O, P, Q, R, S and T were prepared by 4 pass cold rolling. The coils wound subsequently
to the second cold rolling pass were cooled and then subjected to the third cold rolling pass.
[0069] Samples C, F and K were prepared by 6 pass cold rolling. The coils were cooled between the second and
the third cold rolling pass and between the fourth and the fifth cold rolling pass.
[0070] The coils were cooled by the following procedures.
[0071] The rapid cooling according to the present invention was conducted by immersing the coils in an oil cooling
medium, whereby the coils were cooled at a rate of 10°C/min.
[0072] The slow cooling in the comparative examples was conducted by forcibly air-cooling the coils with fans, where-
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by the coils were cooled at a rate of 0.2°C/min.
[0073] The alloy substrates 0.25 mm thick thus obtained were treated with 10% sodium hydroxide so that rolling oil
adhering to the surface was removed, neutralized in 20% nitric acid at 20°C, and electrolytically grained in a 1% hy-
drochloric acid or 1% nitric acid electrolytic solution at 50°C by applying an alternating current at a current density of
30 A/dm2 for 10 sec.
[0074] The substrates were continuously surface-cleaned by immersing them in a 15% aqueous sulfuric acid solution
at 50°C for 3 minutes, and provided with an oxide film 0.5 µm thick in an electrolytic solution at 30°C containing 20%
sulfuric acid as a major component.
[0075] The samples thus prepared were coated with the following photosensitive layer (amount of dried coating of
2.5 g/m2):

[0076] A sample having the photosensitive layer was exposed for 50 sec to a metal halide lamp (3 kW) placed at a
distance of 1 m, and developed with a 4% aqueous sodium metasilicate solution at 25°C for 45 sec to give a lithographic
printing plate.
[0077] Measurements of a tensile strength, electrolytic grainability, the content of precipitated Si, the number of
precipitated Si particles having an average particle size of at least 0.5 µm and resistance to ink staining were made
on Samples A to T thus prepared. The measurement procedures are as described below.

[Tensile Strength]

[0078] A tensile test specimen (JIS No. 13 B) was prepared from a sheet having been cold-rolled, and the tensile
strength σB was measured.

[Electrolytic Graining]

[0079] The surface state of a sheet having been elctrolytically grained was observed with a scanning electron mi-
croscope, and the uniformity of the pits was evaluated.
[0080] The evaluation criteria were as follows: o: pits being uniform; and x: pit shapes being deformed or unetched
portions being present.

[Content of Precipitated Si]

[0081] A sheet provided with an oxide film was dissolved in a solution of HCl and H2O2 having a HCl/H2O2 ratio of
1 : 1. The residue obtained by filtering the resultant mixture was decomposed with an alkaline solution. The resultant
solution was neutralized, and ammonium molybdate was added to the solution to form silicomolybdic yellow. When
the concentration of the solution was low, the solution was reduced with a sulfonic acid reducing solution to form
molybdenum blue. The absorbance of the solution was measured, and converted to the content of precipitated Si.

[Number of Precipitated Si Particles Having an Average Particle Size of at Least 0.5 µm]

[0082] A surface layer 0.5 µm thick of a sheet having an anodic oxide film was etched and dissolved with a 1%
aqueous sodium hydroxide solution, and mapping analysis of Fe and Si was performed with an X-ray microanalyzer.
Only those Si particles which were not in combination with Fe were measured by an image analyzer (trade name of
LUZEX F, manufactured by Nireco Corporation), and the radius of the area of each of the particles in terms of circle
was defined to be the average particle size. Only those particles which had an average particle size of at least 0.5 µm
were counted.

ester compound of naphthoquinone (1,2)-diazido-(2)-5-sulfonyl chloride with a resorcin-
benzaldehyde resin

1 part by weight;

copolymerization condensation resin of phenol, a mixture of m-, p-cresol and
formaldehyde

3.5 parts by weight;

2-trichloromethyl-5-[β-(2'-benzofuryl)vinyl]-1,3,4-oxadiazole 0.03 part by weight;
Victoria Pure Blue BOH (manufactured by Hodogaya Chemical Co., Ltd.) 0.1 part by weight;
o-naphthoquinonediazidosulfonic acid ester with p-butylphenol benzaldehyde novolac
resin

0.05 part by weight;

and
methyl cellosolve 27 parts by weight
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[Resistance to Ink Staining]

[0083] The printing plates thus prepared above were mounted on an offset printing machine KOR, and 100,000 paper
sheets were printed. The presence of ink staining in the nonimage areas was sensory tested. As a result, those paper
sheets on which no ink stains were observed were evaluated as "good (O)", and those paper sheets on which ink stains
were observed were evaluated as "failed (x)." Table 2 shows the observation results.
[0084] From the results of testing Samples D and I in the examples of Table 2, the following can be seen: the tensile
strength was in a suitable range and the sheets showed good grainability because the sheet temperature subsequent
to the final fourth pass was set at 120°C which was at least the recovery temperature of the sheets and the sheets
were subsequently rapidly cooled at a cooling rate of 10°C/min; and the sheets showed excellent resistance to ink
staining because the content of precipitated Si was low and the number of precipitated Si particles having an average
particle size of at least 0.5 µm was small.
[0085] From the test results of Samples G, L and N in the examples of Table 2, the following can be seen similarly
to the above samples: the tensile strength was in a suitable range and the sheets showed good grainability because
the sheet temperature subsequent to the second pass was set at 150°C which was at least the recovery temperature
of the sheets and the sheets were subsequently rapidly cooled at a cooling rate of 10°C/min, and because the sheet
temperature subsequent to the final fourth pass was set at 120°C which was at least the recovery temperature of the
sheets and the sheets were subsequently rapidly cooled at a rate of 10°C/min; and the sheets showed excellent re-
sistance to ink staining because the content of precipitated Si was low and the number of precipitated Si particles
having an average particle size of at.least 0.5 µm was small.
[0086] In contrast, the pass schedule of Samples B, E, H, J, M and O was 4 passes similarly to examples of the
present invention, and the sheet temperatures subsequent to the final fourth pass was set at 130°C or 120°C which
was at least the recovery temperature of the sheets. However, the sheets were subsequently cooled slowly at a rate
of 0.2°C/min. As a result, the samples had a large content of precipitated Si, and contained a large number of precip-
itated Si particles having an average particle size of at least 0.5 µm. The samples therefore were found to have poor
resistance to ink staining.
[0087] Furthermore, the following are understood. Since Samples C, F and K in comparative examples were prepared
by cold-rolling sheets without making the sheets have at least the recovery temperature, the samples had a tensile
strength exceeding a suitable range, and cracks tended to be formed during printing.
[0088] It is understood that Samples A, B and C in comparative examples had a Cu content outside the scope of the
invention and showed poor electrolytic grainability.
[0089] The following are understood: Sample P in a comparative example had an Fe content outside the scope of
the invention and showed poor electrolytic grainability; Sample Q in comparative examples had a large Si content
outside the scope of the invention, showed somewhat poor electrolytic grainability, had a large content of precipitated
Si, and contained a large number of precipitated Si particles having an average particle size of at least 0.5 µm, resulting
in showing poor resistance to ink staining; Samples R and S in comparative examples had a Mg content outside the
scope of the invention, were difficult to recover, and had an excessively high tensile strength; and Sample T in com-
parative examples had a Cu content outside the scope of the invention, and showed poor electrolytic grainability and
poor resistance to ink staining.
[0090] As explained above, according to the present invention, an aluminum alloy substrate and a support for a
lithographic printing plate excellent in ink staining can be produced while energy savings and high productivity are
realized by making the sheet temperature at least subsequent to the final cold rolling pass at least the recovery tem-
perature of the sheet even when intermediate annealing is omitted during cold rolling, thereby preventing an excessive
rise in the strength caused by work hardening and imparting strength in a desirable range to the substrate, and by
rapidly cooling the sheet from the recovery temperature, thereby inhibiting precipitation of Si particles, and imparting
a uniforming pit size and good water retainability during electrolytic graining.

Table 1

Chemical Composition

Alloy No. Fe Si Cu Mn Mg Zn Ti B Classification

1 0.32 0.08 0.001 0.001 0.001 0.005 0.02 0.0005 Comp. alloy

2 0.32 0.08 0.013 0.001 0.001 0.005 0.03 0.0005 Alloy of invention

3 0.20 0.06 0.013 0.001 0.002 0.003 0.02 0.0005 Alloy of invention

4 0.20 0.06 0.013 0.001 0.008 0.005 0.02 0.0005 Alloy of invention
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Table 1 (continued)

Chemical Composition

Alloy No. Fe Si Cu Mn Mg Zn Ti B Classification

5 0.20 0.06 0.012 0.001 0.015 0.003 0.02 0.0005 Alloy of invention

6 0.80 0.10 0.020 0.001 0.015 0.003 0.03 0.0004 Comp. alloy

7 0.32 0.20 0.020 0.001 0.010 0.003 0.03 0.0005 Comp. alloy

8 0.20 0.08 0.013 0.001 0.050 0.003 0.03 0.0005 Comp. alloy

9 0.20 0.08 0.050 0.001 0.005 0.002 0.02 0.0004 Comp. alloy

Note: Underlined values are outside the scope of the present invention.
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Claims

1. A process for producing an aluminum alloy substrate for a lithographic printing plate, comprising the steps of:
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preparing an aluminum alloy cast slab comprising 0.10 to 0.40 wt% of Fe, 0.06 to 0.15 wt% of Si, 0.004 to
0.03 wt% of Cu, optionally any one of 0.002 to 0.02 wt% of Mg, 0.01 to 0.05 wt% of Ti and 0.0001 to 0.02 wt%
of B, and incidental impurity elements each of which may be present up to 0.05 wt%,
homogenization heat-treating the slab,
hot-rolling the slab to form a hot rolled strip, and
cold rolling the hot rolled strip without intermediate annealing to form a cold rolled sheet,
said cold rolling comprising a final pass at such a high reduction that at least after which the sheet temperature
becomes at least the recovery temperature of the sheet, and rapid cooling of the sheet at a rate of at least 5
°C/min subsequent to the final pass, to provide a content of precipitated Si of up to 30 wt - ppm.

2. A process for producing an aluminum alloy substrate for a lithographic printing plate according to claim 1, wherein
at least the sheet temperature subsequent to the final pass and the rapid cooling following the final pass in the
cold rolling step are regulated in such a manner that said substrate has a tensile strength of from 145 to 180 MPa
and a content of precipitated Si of up to 30 wt-ppm.

3. A process for producing an aluminum alloy substrate for a lithographic printing plate according to claim 1 or 2,
wherein said sheet temperature of at least the recovery temperature is at least 100°C.

Patentansprüche

1. Verfahren zur Herstellung eines Aluminium-Legierungssubstrats für eine lithographische Druckplatte, umfassend
die Schritte:

Herstellen einer Aluminiumlegierungs-Gussbramme umfassend 0,10 bis 0,40 Gew.-% Eisen, 0,06 bis 0,15
Gew.-% Silizium, 0,004 bis 0,03 Gew.-% Kupfer, ggf. eines aus 0,002 bis 0,02 Gew.-% Magnesium, 0,01 bis
0,05 Gew.-% Titan und 0,0001 bis 0,02 Gew.-% Bor und unvermeidliche Verunreinigungselemente, von denen
jedes mit bis zu 0,05 Gew.-% vorliegen kann,

Homogenisierungs-Wärmebehandlung der Bramme,

Warmwalzen der Bramme, um ein warmgewalztes Band zu erzeugen, und

Kaltwalzen des warmgewalzten Bands ohne Zwischenglühung, um ein kaltgewalztes Blech zu erzeugen,

wobei das Kaltwalzen einen letzten Stich mit einer solch hohen Reduktion umfasst, dass die Blechtemperatur
zumindest nach demselben wenigstens die Erholungstemperatur des Blechs wird, und eine schnelle Abkühlung
des Blechs bei einer Abkühlrate von wenigstens 5°C/min anschließend an den letzten Stich erfolgt, um einen
Gehalt von ausgeschiedenem Silizium von bis zu 30 Gew.-ppm zur Verfügung zu stellen.

2. Verfahren zur Herstellung eines Aluminium-Legierungssubstrats für eine lithographische Druckplatte gemäß An-
spruch 1, wobei zumindest die Blechtemperatur anschließend an den letzten Stich und die dem letzten Stich im
Kaltwalzschritt folgende schnelle Abkühlung in solch einer Weise reguliert sind, dass das Substrat eine Zugfestig-
keit von 145 bis 180 MPa und einen Gehalt von ausgeschiedenem Silizium von bis zu 30 Gew.-ppm aufweist.

3. Verfahren zur Herstellung eines Aluminium-Legierungssubstrats für eine lithographische Druckplatte gemäß An-
spruch 1 oder 2, wobei die Blechtemperatur von zumindest der Erholungstemperatur wenigstens 100°C beträgt.

Revendications

1. Procédé pour produire un substrat en alliage d'aluminium pour une plaque d'impression lithographique, compre-
nant les étapes :

de préparer une brame coulée en alliage d'aluminium comprenant 0,10 à 0,40 % en poids de fer, de 0,06 à
0,15 % en poids de Si, de 0,004 à 0,03 % en poids de Cu, optionnellement l'un quelconque de 0,002 à 0,02
% en poids de Mg, de 0,01 à 0,05 % en poids de Ti et de 0,0001 à 0,02 % en poids de B, et des éléments
d'impuretés incidentels chacun desquels peuvent être présents jusqu'à 0,05 % en poids,
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de traiter thermiquement la brame pour homogénéisation;
de laminer à chaud la brame afin de former une bande laminée à chaud, et
de laminer à froid la bande laminée à chaud sans recuit intermédiaire afin de former une feuille laminée à froid,
ledit laminage à froid comprenant une passe finale à une réduction élevée telle qu'au moins après celle-ci la
température de feuille devient au moins la température de récupération de la feuille, et un refroidissement
rapide de la feuille à une vitesse d'au moins 5 °C/min à la suite de la passe finale, afin de fournir une teneur
en Si précipité allant jusqu'à 30 ppm en poids.

2. Procédé pour produire un substrat en alliage d'aluminium pour une plaque d'impression lithographique selon la
revendication 1, dans lequel au moins la température de feuille à la suite de la passe finale et le refroidissement
rapide suivant de la passe finale dans l'étape de laminage à froid sont réglés d'une manière telle que ledit substrat
a une résistance à la traction de 145 à 180 MPa et une teneur en Si précipité allant jusqu'à 30 ppm en poids.

3. Procédé pour produire un substrat en alliage d'aluminium pour une plaque d'impression lithographique selon la
revendication 1 ou 2, dans lequel au moins ladite température de feuille d'au moins la température de récupération
est d'au moins 100 °C.
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