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Description

Field of the Invention

[0001] The present invention is directed to stable cyanide-free acidic matte silver electroplating compositions and
methods. More specifically, the present invention is directed to stable cyanide-free acidic matte silver electroplating
compositions and methods where silver may be electroplated at high speeds and still provide a substantially uniform
matte silver deposit with good hardness, ductility and conductivity.

Background of the Invention

[0002] Silver electroplating has been conventionally used for decoration and for dinner wares. Owing to its excellent
electric characteristics, silver electroplating has had a wide utility in the electronics industry, such as for switches, electrical
connectors and components for optical devices.
[0003] Many conventional silver electroplating solutions are very toxic because they contain cyanide compounds.
Typically the source of the silver ions of the electroplating solution is from a water soluble silver cyanide salt. Many of
such cyanide containing silver electroplating baths are alkaline and may cause corrosion of metal components and
substrates, thus they cannot be used to electroplate silver on various commercial products. In addition, the hardness of
silver deposited from cyanide containing alkaline silver electroplating baths typically softens after exposure to high
temperatures such as 150° C and greater. This is undesirable where the silver is deposited on articles which are exposed
to heat and the decrease in silver hardness compromises the performance and longevity of the articles.
[0004] Attempts have been made to reduce or eliminate cyanide compounds from silver electroplating solutions and
at the same time maintain the desired plating performance of the silver electroplating solutions and achieve a matte
silver deposit. Cyanide-free silver electroplating solutions are less toxic to both workers in the industries and are more
environmentally friendly because waste water from the solutions does not contaminate the environment with cyanide.
Overall process safety is improved with cyanide-free silver electroplating solutions. Some are even acidic. However, in
general, such cyanide-free silver electroplating solutions have not been very stable and have not always performed to
the satisfaction of the plating industries. The solutions typically decompose during electroplating and the silver ions in
the solution are often reduced prior to deposition on the substrate, thus shortening the life of the solutions. There is also
room for improvement in the maximum applicable current density as well as the physical properties of the silver deposits.
Such cyanide-free silver electroplating solutions typically have not deposited uniform silver layers and have had generally
poor surface appearance. EP2626449 describes a cyanide-free silver batu comprising tellunium, which is used to provide
custrous surfaces, and a mercaptotetrazole. Many cyanide-free silver electroplating solutions have not been found to
be suitable for industrial use in high-speed plating where current densities exceed 5 A/dm2. Accordingly, there is a need
for chemically and electrochemically stable cyanide-free acidic silver electroplating compositions which provide sub-
stantially uniform matte silver deposits with good micro-hardness, ductility, conductivity, solderability and may be elec-
troplated at high speeds.

Summary of the Invention

[0005] An acidic silver electroplating composition including one or more sources of silver ions, one or more acids, one
or more sources of tellurium, one or more compounds having a formula:

HO-R-S-R’-S-R"-OH (I)

wherein R, R’ and R" are the same or different and are linear or branched alkylene radicals having from 1 to 20 carbon
atoms; and one or more compounds having a formula:

wherein M is hydrogen, NH4, sodium or potassium and R1 is substituted or unsubstituted, linear or branched (C2-C20)alkyl,
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or substituted or unsubstituted (C6-C10)aryl; the acidic silver electroplating composition is substantially free of cyanide.
[0006] A method of electroplating silver including: a) contacting a substrate with a silver electroplating composition
including one or more sources of silver ions, one or more acids, one or more sources of tellurium, one or more compounds
having a formula:

HO-R-S-R’-S-R"-OH (I)

wherein R, R’ and R" are the same or different and are linear or branched alkylene radicals having from 1 to 20 carbon
atoms; and one or more compounds having a formula:

wherein M is hydrogen, NH4, sodium or potassium and R1 is substituted or unsubstituted, linear or branched (C2-C20)alkyl,
or substituted or unsubstituted (C6- C10)aryl; the silver electroplating composition is substantially free of cyanide; and
b) electroplating matte silver on the substrate.
[0007] In addition to being environmentally and worker friendly due to being substantially free of cyanide, the acidic
silver electroplating composition deposits a substantially uniform matte deposit on metal containing substrates. The
cyanide-free acidic silver electroplating composition is both chemically and electrochemically stable. Since the silver
electroplating composition is acidic, it can be used to plate silver metal on substrates which typically corrode in alkaline
environments. The matte silver deposit displays good microhardness before and after annealing and its ductility, contact
resistance and solderability are comparable to silver deposits plated from many conventional cyanide containing silver
electroplating baths. The matte silver deposit also has good corrosion resistance. The silver electroplating composition
may be used to deposit substantially uniform matte silver at conventional as well as high speed plating rates such as in
reel-to-reel and jet electroplating processes. The ability to electroplate silver at such high electroplating speeds resulting
in substantially uniform matte silver deposits improves silver electroplating efficiency for industries such as those which
use electroplated silver for finishing layers on metal substrates, connectors for electrical and optical devices and deco-
rative applications.

Brief Description of the Drawings

[0008] The file of this patent contains at least one drawing executed in color. Copies of this patent with color drawing(s)
will be provided by the Patent Office upon request and payment of the necessary fee.

Figures 1a and 1b are photographs of a Hull cell test of silver deposited from a cyanide-free acidic silver electroplating
bath on brass substrates at initial bath makeup and after a bath age of 40 Ah/L, respectively;
Figure 2 is a graph of % current efficiency vs. bath age of a cyanide-free acidic silver electroplating bath;
Figure 3 is a bar graph of Vickers microhardness values of silver deposits electroplated from five different silver
electroplating baths at makeup and after annealing each deposit for 30 minutes at 150° C; and
Figure 4 is a graph of resistance in mOhm vs. load in cN comparing the contact resistance of a silver layer electroplated
from a cyanide-free acidic silver electroplating bath at bath makeup and after annealing for 250 hours at 200° C.

Detailed Description of the Invention

[0009] As used throughout the specification, the following abbreviations have the following meanings, unless the
context clearly indicates otherwise: °C = degrees Centigrade; g = gram; mg = milligrams; cm = centimeters; mm =
millimeters; mL = milliliter; L = liter; ppm = parts per million = mg/L; DI = de-ionized; mm = microns; wt% = percent by
weight; A = amps; A/dm2 and ASD = amps per square decimeter; Ah = ampere hours; HV = hardness values; cN =
centiNewtons; mOhm = milliOhms; CE = current efficiency; Ag = silver; EO/PO = ethylene oxide/propylene oxide non-
ionic surfactant; and ASTM = American standard testing method.
[0010] Electroplating potentials are provided with respect to a hydrogen reference electrode. Relating to the electro-
plating process, the terms "depositing", "electroplating" and "plating" are used interchangeably throughout this specifi-
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cation. "Halide" refers to fluoride, chloride, bromide and iodide. "Matte" means dull and flat, without a shine. "Acidic"
means comprising an acid and having a pH below 7. "Ah" is the amount of energy charge that will allow one ampere of
current to flow for one hour. The term "composition" and "bath" are used interchangeably throughout the specification.
Telluric acid has the formula: H2TeO4•2H2O or H6TeO6. Tellurous acid has the formula: H2TeO3.
[0011] All percentages are by weight, unless otherwise noted. All numerical ranges are inclusive and combinable in
any order, except where it is logical that such numerical ranges are construed to add up to 100%.
[0012] The acidic silver electroplating compositions deposit substantially uniform matte silver metal on substrates.
The acidic silver electroplating compositions are chemically and electrochemically stable. The acidic silver electroplating
baths are substantially free of cyanide and other metals. Cyanide is primarily avoided by not including any silver salts
or other compounds in the baths which include the CN- anion.
[0013] The silver metal layers plated from the acidic silver electroplating compositions have low electrical resistance,
thus they are good conductors and have good solderability. The silver deposits also have good ductility. Accordingly,
the silver deposits are suitable for finishing layers on electrical components for electronic devices.
[0014] The electroplating compositions include one or more sources of silver ions. Sources of silver ions may be
provided by silver salts such as, but are not limited to, silver halides, silver gluconate, silver citrate, silver lactate, silver
nitrate, silver sulfates, silver alkane sulfonates, silver alkanol sulfonates and silver oxide. When a silver halide is used,
it is preferable that the halide is chloride. Preferably the silver salts are silver sulfate, a silver alkane sulfonate or mixtures
thereof, and more preferably silver sulfate, silver methane sulfonate or mixtures thereof. When replenishing the silver
ions during electroplating, preferably the source of silver ions is silver oxide. The silver salts are generally commercially
available or may be prepared by methods described in the literature. Preferably the silver salts are readily water-soluble.
Silver salts in the composition may range from 5 g/L to 100 g/L, preferably from 10 g/L to 80 g/L.
[0015] The electroplating compositions include one or more sources of tellurium. Such compounds include, but are
not limited to, telluric acid, tellurous acid, organotellurium compounds and tellurium dioxide. Organotellurium compounds
include, but are not limited to, tellurol, telluroaldehyde, telluroketone, telluride, ditelluride, telluroxide, tellurone, tellurinic
acid, alkyltellurium halides, dialkyltellurium dihalides, alkyltellurium trihalides, trialkyltellurium halides, dimethyl telluride
and diphenyl ditelluride. Preferably the source of tellurium is telluric acid and tellurous acid. More preferably the source
of tellurium is telluric acid. While not being bound by theory, the tellurium is believed to function as a grain refiner for
providing a uniform silver metal deposit and reduces surface roughness of the silver deposit. Roughness results in an
undesirable appearance of the silver deposit. In addition tellurium reduces silver porosity or prevents a porous, thus
unsatisfactory silver deposit. When a soluble anode is used to plate silver, tellurium may inhibit anode passivation which
results in an undesirable silver deposit. Accordingly, when tellurium is included in the plating compositions, low anode
to cathode surface area ratios such as 1 to 2 may be used for electroplating matte silver. The one or more sources of
tellurium are included in the silver electroplating compositions in amounts of 50 mg/L to 2 g/L, preferably from 100 mg/L
to 1 g/L. More preferably the one or more sources of tellurium are included in the compositions in amounts of 200 mg/L
to 800 mg/L.
[0016] The acidic silver electroplating compositions include one or more compounds having the following formula:

HO-R-S-R’-S-R"-OH (I)

wherein R, R’ and R" are the same or different and are linear or branched alkylene radicals having from 1 to 20 carbon
atoms, preferably from 1 to 10 carbon atoms, more preferably R and R" have 2 to 10 carbon atoms and R’ has 2 carbon
atoms. Such compounds are known as dihydroxy bis-sulfide compounds. They are included in the silver electroplating
compositions in amounts of 1 g/L to 100 g/L, preferably from 10 g/L to 80 g/L.
[0017] Examples of such dihydroxy bis-sulfide compounds are 2,4-dithia-1,5-pentanediol, 2,5-dithia-1,6-hexanediol,
2,6-dithia-1,7-heptanediol, 2,7-dithia-1,8-octanediol, 2,8-dithia-1,9-nonanediol, 2,9-dithia-1,10-decanediol, 2,11-dithia-
1,12-dodecanediol, 5,8-dithia-1,12-dodecanediol, 2,15-dithia-1,16-hexadecanediol, 2,21-dithia-1,22-doeicasanediol,
3,5-dithia-1,7-heptanediol, 3,6-dithia-1,8-octanediol, 3,8-dithia-1,10-decanediol, 3,10-dithia-1,8-dodecanediol, 3,13-
dithia-1,15-pentadecanediol, 3,18-dithia-1,20-eicosanediol, 4,6-dithia-1,9-nonanediol, 4,7-dithia-1,10-decanediol, 4,11-
dithia-1,14-tetradecanediol, 4,15-dithia-1,18-octadecanediol, 4,19-dithia-1,22-dodeicosanediol, 5,7-dithia-1,11-unde-
canediol, 5,9-dithia-1,13-tridecanediol, 5,13-dithia-1,17-heptadecanediol, 5,17-dithia-1,21-uneicosanediol and 1,8-
dimethyl-3,6-dithia-1,8-octanediol.
[0018] The silver electroplating compositions also include mercaptotetrazole compounds having the following formula:



EP 2 910 667 B1

5

5

10

15

20

25

30

35

40

45

50

55

where M is hydrogen, NH4, sodium or potassium and R1 is substituted or unsubstituted, linear or branched (C2-C20)alkyl,
substituted or unsubstituted (C6-C10)aryl, preferably substituted or unsubstituted, linear or branched (C2-C10)alkyl and
substituted or unsubstituted (C6)aryl, more preferably substituted or unsubstituted, linear or branched (C2-C10)alkyl.
Substituents include, but are not limited to alkoxy, phenoxy, halogen, nitro, amino, substituted amino, sulfo, sulfamyl,
substituted sulfamyl, sulfonylphenyl, sulfonyl-alkyl, fluorosulfonyl, sulfoamidophenyl, sulfonamide-alkyl, carboxy, car-
boxylate, ureido carbamyl, carbamyl-phenyl, carbamylalkyl, carbonylalkyl and carbonylphenyl. Preferred substituents
include amino and substituted amino groups. Examples of mercaptotetrazoles are 1-(2-diethylaminoethyl)-5-mercapto-
1,2,3,4-tetrazole, 1-(3-ureidophenyl)-5-mercaptotetrazole, 1-((3-N-ethyl oxalamido)phenyl)-5-mercaptotetrazole, 1-(4-
acetamidophenyl)-5-mercapto-tetrazole and 1-(4-carboxyphenyl)-5-mercaptotetrazole. In general, the mercaptotetra-
zole compounds of formula (II) are included in the bath in amounts of 1 g/L to 200 g/L, preferably from 5 g/L to 160 g/L.
[0019] While not being bound by theory, the combination of one or more compounds of formulae (I) and (II) provide
stability to the silver baths during storage and during electroplating over the applicable current density range such that
substantially uniform matte silver may be deposited. In addition, the silver deposits are more resistant to corrosion.
Preferably the concentration ratio of the compounds of formula (II) to the compounds of formula (I) range from 0.5:1 to
2:1 in the acidic silver electroplating composition.
[0020] Any aqueous soluble acid which does not otherwise adversely affect the bath may be used. Suitable acids
include, but are not limited to, arylsulfonic acids, alkanesulfonic acids, such as methanesulfonic acid, ethanesulfonic
acid and propanesulfonic acid, aryl sulfonic acids such as phenylsulfonic acid and tolylsulfonic acid, and inorganic acids
such as sulfuric acid, sulfamic acid, hydrochloric acid, hydrobromic acid and fluoroboric acid. Typically, the acids are
alkane sulfonic acids and aryl sulfonic acids. Although a mixture of acids may be used, it is typical that a single acid is
used. The acids are generally commercially available or may be prepared by methods known in the literature. Sufficient
amounts of acid are included in the electroplating compositions to provide a pH of less than 7, preferably 2 or less and
more preferably from 1 to less than 1. In general, acids are included in the electroplating compositions in amounts of 20
g/L to 250 g/L, typically from 30 g/L to 150 g/L.
[0021] Optionally, one or more suppressors may be included in the baths. Typically they are used in amounts of 0.5
to 15 g/L or such as from 1 to 10 g/L. Such suppressors include, but are not limited to, alkanol amines, polyethyleneimines
and alkoxylated aromatic alcohols. Suitable alkanol amines include, but are not limited to, substituted or unsubstituted
methoxylated, ethoxylated, and propoxylated amines, for example, tetra (2-hydroxypropyl)ethylenediamine,
2-{[2-(dimethylamino)ethyl]-methylamino}ethanol, N,N’-bis(2-hydroxyethyl)-ethylenediamine, 2-(2-aminoethyl-
amine)-ethanol, and combinations thereof.
[0022] Suitable polyethyleneimines include, but are not limited to, substituted or unsubstituted linear or branched chain
polyethyleneimines or mixtures thereof having a weight average molecular weight of from 800-750,000. Suitable sub-
stituents include, for example, carboxyalkyl, for example, carboxymethyl, carboxyethyl.
[0023] Useful alkoxylated aromatic alcohols include, but are not limited to ethoxylated bis phenol, ethoxylated beta
naphthol, and ethoxylated nonyl phenol.
[0024] For applications requiring good wetting capabilities, one or more surfactants may be included in the baths.
Suitable surfactants are known to those skilled in the art, and include those which yield deposits having good solderability,
good matte finish, satisfactory grain refinement, and are stable in the acidic electroplating baths. Preferably low foaming
surfactants are used. Conventional amounts may be used.
[0025] The acidic silver electroplating baths are preferably low foaming. Low foaming electroplating baths are highly
desirable in the metal plating industry since the more the electroplating bath foams during plating, the more components
the bath looses per unit of time during plating. Loss of components during plating may result in producing commercially
inferior silver. Accordingly, workers must closely monitor component concentrations and replace lost components to
their original concentration. Monitoring component concentrations during plating may be both tedious and difficult since
some of the critical components are included at relatively low concentrations such that they are difficult to accurately
measure and replace to maintain optimum plating performance. Low foaming electroplating baths improve silver deposit
uniformity and thickness uniformity across a substrate surface and may reduce organics and gas bubbles trapped in the
deposit which cause voids in the deposit after reflow.
[0026] Other optional compounds may be added to the baths to provide further grain refinement. Such compounds
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include, but are not limited to: alkoxylates, such as the polyethoxylated amines JEFFAMINE T-403 or TRITON RW, or
sulfated alkyl ethoxylates, such as TRITON QS-15, and gelatin or gelatin derivatives. Alkoxylated amine oxides also
may be included. While a variety of alkoxylated amine-oxide surfactants are known, preferably low-foaming amine oxides
are used. Such preferred alkoxylated amine oxide surfactants have viscosities of less than 5000 cps measured using a
Brookfield LVT Viscometer with a #2 spindle. Typically this viscosity is determined at ambient temperatures. Conventional
amounts of such grain refiners may be used. Typically they are included in the baths in amounts of 0.5 g/l to 20 g/L.
[0027] The electroplating baths may be prepared by adding to a vessel one or more of the acids, one or more of the
compounds of formulae (I) and (II) followed by one or more of the silver and tellurium compounds, one or more optional
additives, and the balance water. Preferably the compounds of formulae (I) and (II) are added to the vessel before the
silver and tellurium compounds. Preferably the molar ratio of the compounds of formula (II) to silver ions in the electro-
plating composition is 0.5:1 to 2:1. Once the aqueous bath is prepared, undesired material can be removed, such as by
filtration and then water is typically added to adjust the final volume of the bath. The bath may be agitated by any known
means, such as stirring, pumping, or recirculating, for increased plating speed.
[0028] The baths are useful in many electroplating methods where a uniform matte silver layer is desired. Plating
methods include, but are not limited to barrel plating, rack plating and high speed plating such as reel-to-reel and jet
plating. A uniform matte silver layer may be deposited on a substrate by the steps of contacting the substrate with the
electroplating composition and passing a current through the composition to deposit the uniform matte silver on the
substrate. The acidic silver electroplating compositions are stable during electroplating and may deposit uniform matte
silver deposits on substrates over a bath age up to 40 Ah/L or greater without requiring bath replacement. Typically the
bath ages may range from 10 Ah/L to 100 Ah/L.
[0029] Substrates which may be plated include, but are not limited to, copper, copper alloys, nickel, nickel alloys, brass
containing materials, electronic components, such as electrical connectors and optical components. The baths also may
be used for electroplating jewelry and decorative articles. The substrate may be contacted with the bath in any manner
known in the art.
[0030] Current density used to plate the silver depends on the particular plating method. Generally, the current density
is 0.05 A/dm2 or higher or such as from 1 A/dm2 to 25 A/dm2. Typically low current densities range from 0.05 A/dm2 to
5 A/dm2. High current densities such as in reel-to-reel and jet plating with high agitation exceed 5 A/dm2 and may be
as high as 25 A/dm2 or greater. Typically high speed electroplating is from 10 A/dm2 to 30 A/dm2.
[0031] The silver may be electroplated at temperatures from room temperature to 70° C, preferably from 55° C to 70°
C. More preferably silver metal is electroplated at temperatures from 60° C to 70° C.
[0032] In general, the uniform matte silver deposits provide as hard or a harder deposit than silver electroplated from
many conventional cyanide silver alkaline baths. Even after exposure to high temperatures of 150° C or higher, typically
from 150° C to 300° C, the hardness of the silver remains substantially the same and does not substantially decrease.
Hardness may be measured using conventional methods known in the art. Accordingly, the uniform matte silver may
be used for hard finishes on connectors where wear resistance is required. Typically such finishes range in thickness
from 0.4 mm to 5 mm. The silver deposit is typically 98wt% or greater silver. More typically the silver deposit is 99wt%
or greater silver.
[0033] The following examples are intended to further illustrate the invention, but are not intended to limit the scope
of the invention.

Example 1

[0034] A cyanide-free acidic silver electroplating composition was prepared having the components shown in Table
1 below:

Table 1

COMPONENT AMOUNT

Silver ions from silver methane sulfonate 40 g/L

Methane sulfonic acid 178 g/L

3,6-dithia-1,8-octanediol 67 g/L

1-(2-dimethylaminoethyl)-5-mercapto-1,2,3,4-tetrazole 75 g/L

Telluric acid 530 mg/L

Water Balance

pH < 1
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[0035] The silver electroplating composition was placed in a Hull cell which included a soluble silver anode. A brass
panel 7.5 cm x 10 cm was placed in the silver electroplating composition and the soluble silver anode and brass panel
were connected to a conventional rectifier. Silver electroplating was done at 1 A for 5 minutes. The temperature of the
plating composition was 60° C. The silver electroplating composition was agitated during plating. The panel was removed
from the Hull cell, rinsed with DI water and air dried. The silver deposit had a uniform matte appearance as shown in
Figure 1a. At the top of Figure 1a is a current density scale bar which shows the current density at which plating was
done along the length of the brass panel. A second brass panel was then placed in the Hull cell with the silver electroplating
bath at 40.8 Ah/L old. Electroplating was done at 1 A for 5 minutes. The brass panel was removed from the Hull cell,
rinsed with DI water and air dried. The panel had a uniform matte appearance as shown in Figure 1b which was
substantially the same as the panel electroplated with silver using the freshly prepared composition. The cyanide-free
acidic silver electroplating composition remained stable even after 40.8 Ah/L of ageing. No new composition was required
to achieve the desired uniform matte appearance.

Example 2

[0036] The cyanide-free acidic silver electroplating composition of Table 1 was prepared and placed in a conventional
high speed plating tank with conventional jet plating equipment to simulate the jet plating performance of the silver
electroplating composition. The anode was a soluble silver electrode. A plurality of brass panels 7.5 cm x 10 cm were
silver electroplated at varying current densities as shown in Table 2 below and the silver deposit on each panel was
observed after plating. Electroplating temperatures ranged from 60° C to 65° C. The plating time was adjusted to keep
the same film thickness; the time was reduced for high current density. The silver electroplating composition was agitated
during plating. After plating the panels were rinsed with DI water and air dried. The results are shown in the table below.

The cyanide-free acidic silver electroplating composition deposited silver layers which appeared uniform and matte at
low plating speeds below 5 ASD as well as at high plating speeds exceeding 5 ASD and up to and including a plating
speed of 26 ASD. Although matte deposits were achieved at plating speeds exceeding 26 ASD, the deposits did not
appear uniform. In addition the silver electroplating composition appeared stable throughout the plating process.

Example 3

[0037] The current efficiency of the cyanide-free acidic silver electroplating composition was measured as a function

Table 2

CURRENT DENSITY ASD DEPOSIT APPEARANCE

2 Uniform and Matte

4 Uniform and Matte

6 Uniform and Matte

8 Uniform and Matte

10 Uniform and Matte

12 Uniform and Matte

14 Uniform and Matte

16 Uniform and Matte

18 Uniform and Matte

20 Uniform and Matte

22 Uniform and Matte

24 Uniform and Matte

26 Uniform and Matte

28 Matte but Non-uniform

30 Matte but Non-uniform

32 Matte but Non-uniform
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of bath age. The current efficiency was determined from the new or initial bath make up to a bath age of 10 Ah/L. The
current efficiency is the ratio between the experimental mass of the deposit and the theoretical mass estimated by using
Faraday’s Law. Knowing the applied current (I), the plating time (t), the valence of silver (n= +1), the atomic mass of
silver (MAg) and the Faraday constant (F), the theoretical mass was determined (m = ItMAg/nF). After plating the substrate
was rinsed and dried before weighing. Silver was electroplated on brass panels at bath temperatures of 60° C to 65° C.
Current density was 5 ASD. The anode was a soluble silver electrode. Figure 2 shows the change in current efficiency
over the bath age. The average %CE ranged from 95% to 98%. Values over 100% were due to experimental error. The
average %CE over the life of the bath was determined to be 98%. The results showed that the current efficiency remained
substantially the same throughout the bath aging, thus the bath was stable during the electroplating and the silver
deposited on the panels was substantially uniform in thickness as well as having a substantially uniform matte appearance.

Example 4

[0038] A brass panel 5 cm x 2.5 cm and 0.25 mm thick was electroplated with a 20 mm layer of silver from the cyanide-
free acidic electroplating composition of Example 1. A soluble silver electrode was used as the anode. Silver electroplating
was done at 60° C and the current density was 5 ASD.
[0039] The micro Vickers Hardness was tested at room temperature for each plated brass panel using a Karl Frank
DUROTEST™ 38541 Micro-Indentation Tester with a diamond tip. The applied mass was 25 g. The depth penetration
of the indenter tip was less than or equal to 10% of the thickness of the silver layer on the brass panel. This assured
that the underlying brass did not influence hardness results. The average hardness for the hard silver was determined
to be 102 micro-hardness (HV).
[0040] The silver electroplated brass panel was then annealed for one hour at 150° C in a conventional convection
oven. The particular time and temperature were used because such conditions are one type of test typical among
members of the industry for evaluating silver hardness performance. The panel was removed from the oven and allowed
to cool to room temperature. The hardness of the silver layer was tested again. The hardness of the silver layer had an
average hardness value of 101 HV. The results indicated that the hardness of the silver layer remained substantially
the same after annealing. The exposure to heat did not substantially change the hardness of the silver layer on the brass
panel.

Example 5

[0041] Four alkaline cyanide containing silver electroplating baths were prepared and included the components shown
in Table 3.

Table 3

BATH COMPONENT AMOUNT

1 Silver potassium cyanide 45 g/L

Potassium cyanide 90 g/L
Selenium 0.15 mg/L

Potassium carbonate 15 g/L
Non-ionic wetting agent for silver electroplating 1.25 mL/L

2 Silver potassium cyanide 36 g/L
Potassium cyanide 105 g/L

Selenium 0.17 mg/L
Antimony 620 mg/L

Potassium carbonate 15 g/L

Non-ionic wetting agent for silver electroplating 1.25 mL/L

3 1Silver potassium cyanide 35 g/L
Potassium cyanide 340 g/L

Potassium carbonate 15 g/L
Additive A 25 mL/L
Additive B 15 mL/L

4 Potassium silver cyanide 70 g/L
Selenium 0.4 mg/L



EP 2 910 667 B1

9

5

10

15

20

25

30

35

40

45

50

55

[0042] Each of the four alkaline cyanide silver baths was used to electroplate a silver layer 20 mm thick on brass panels
5 cm x 2.5 cm and 0.25 mm thick. Baths 1-3 electroplated silver on the panels at 5 ASD. Bath 1 was at a temperature
of 22° C and Baths 2 and 3 were at 25° C. Bath 4 jet plated silver at 10ASD. The bath temperature was at 20° C.
[0043] A fifth panel was electroplated with the cyanide-free acidic silver electroplating bath of Table 1 in Example 1.
Electroplating was done at 3 ASD and the bath temperature was 65° C. Plating was done until a 20 mm thick layer of
silver was deposited on the brass.
[0044] After plating each panel was rinsed with DI water and air dried. The micro Vickers Hardness of the silver layer
on each panel was then tested at room temperature using a Karl Frank DUROTEST™ 38541 Micro-Indentation Tester
with a diamond tip. The applied mass was 25 g. The results are shown in the bar graph of Figure 3 (left bar for each bath).
[0045] Each panel was then placed in a conventional convection oven and heated to 150° C for 30 minutes. After
heating the panels were removed from the oven and allowed to cool to room temperature. Each panel was again tested
for the hardness of the silver layer. The hardness values are shown in the bar graph of Figure 3 (right bar for each bath).
With the exception of bath 2, all of the silver layers plated from the alkaline cyanide silver electroplating baths had
significantly reduced hardness values. This may have been due to the presence of selenium. Although bath 2 included
selenium, it also included antimony. The antimony which co-deposited with the silver may have helped to increase the
hardness value. In contrast, the hardness of the silver layer plated from the cyanide-free acidic electroplating bath did
not decrease but remained substantially the same.

Example 6

[0046] Brass panels 5 cm x 10 cm and 0.25 mm thick were electroplated with the cyanide-free acidic silver electroplating
bath of Table 1 or with the alkaline cyanide silver bath 1 of Example 5. Electroplating was done to form a 3 mm layer on
the panels. The ductility of each plated brass panel was tested using a Bend-tester from SHEEN Instruments Ltd.
according to ASTM standard B 489-85. The ductility measured for the silver layer deposited from the alkaline silver
cyanide bath was determined to be 11%. In contrast, the ductility for the silver layer plated from the cyanide-free acidic
bath was greater than 8%. Although the ductility of the silver layer plated from the cyanide-free acidic bath was less than
the silver layer plated from the cyanide silver alkaline bath, the ductility of the silver from the cyanide-free bath still
exceeded the industry requirement.

Example 7

[0047] A brass panel 5 cm x 2.5 cm and 0.25 mm thick was plated with the cyanide-free acidic silver composition of
Table 1 above. Electroplating was done in a plating cell at 60° C. The anode was a soluble silver electrode. Current
density was 5 ASD. Plating was done until a silver layer 3 mm thick was deposited on the panel. The silver deposit had
a uniform matte appearance. After plating the panels was rinsed with DI water and allowed to dry at room temperature.
[0048] The panel was then tested for corrosion resistance using the 96 hour neutral salt spray test according to ASTM
B 177-97. No corrosion was observed on the silver layer. It still had the uniform matte appearance as observed immediately
after plating. The corrosion performance was substantially as good as silver layers plated from many conventional
alkaline cyanide silver baths.

Example 8

[0049] A brass panel 5 cm x 2.5 cm and 0.25 mm thick was plated with the cyanide-free acidic silver composition of
Table 1 above. Electroplating was done in a plating cell at 60° C. The anode was a soluble silver electrode. Current
density was 5 ASD. Plating was done until a silver layer 3 mm thick was deposited on the panel. The silver deposit had
a uniform matte appearance. After plating the panel was rinsed with DI water and allowed to dry at room temperature.
The contact resistance of the silver layer was then measured using KOWI™ 3000 (available from WSK Mess-und

(continued)

BATH COMPONENT AMOUNT

Make up solution 500 mL/L

EO/PO surfactant 2.5 mL/L
Thiocarbamic acid derivative 3 mL/L

1SILVER GLEAM™ 360 Silver Cyanide Electroplating Bath (Additive A and Additive B are proprietary components
for alkaline silver electroplating baths) available from Dow Electronic Materials.
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Datentechnik GmbH) using the standard procedure of DIN EN™ 60512. The coated panel was attached on a gold
electrode and the resistance between a gold tip (of about 1 mm diameter) and the surface was measure in dynamic
force mode. The computer applied a load and a current simultaneously on the tip and measured the voltage from which
the electrical interfacial resistance was calculated. The force was changed gradually and the corresponding resistance
recorded. A resistance vs. force curve was displayed as the result of the measurement. The contact resistance was
measured over a load range of 3 cN to 30 cN. The results are shown in the graph of Figure 4.
[0050] The curve of Figure 4 is a normal curve for this type of process. At low force the contact between the sample
and gold tip is not very strong. Surface contaminants, adsorbed water, surface charge, thin oxide layer and dipoles may
decrease electron flow at the interface of the sample and the tip. A stronger contact force may brake-down the layer of
adsorbed water or oxide by pressure and establish high metal-to-metal contact. This metal-to-metal contact provides
low interfacial resistance. This accounts for the decreasing contact resistance with the applied load.
[0051] The panel was then placed in a conventional convection oven and heated at 200° C for 250 hours. The panel
was removed from the oven and allowed to cool to room temperature. The contact resistance was then measured. This
test is a general requirement for electrical vehicle connectors. The results are shown in the graph of Figure 4. Although
there was a deviation from 5 cN to 10 cN, the contact resistance before heating and after heating was substantially the
same. The deviation may have been caused by the general environment or dust on the tip.

Claims

1. An acidic silver electroplating composition comprising one or more sources of silver ions, one or more acids, one
or more sources of tellurium, one or more compounds having a formula:

HO-R-S-R’-S-R"-OH (I)

wherein R, R’ and R" are the same or different and are linear or branched alkylene radicals having from 1 to 20
carbon atoms; and one or more compounds having a formula:

wherein M is hydrogen, NH4, sodium or potassium and R1 is substituted or unsubstituted, linear or branched
(C2-C20)alkyl, or substituted or unsubstituted (C6- C10)aryl; the acidic silver electroplating composition is substantially
free of cyanide.

2. The acidic silver electroplating composition of claim 1, wherein a ratio of a concentration of the one or more com-
pounds of formula (II) to a concentration of the one or more compounds of formula (I) is 0.5:1 to 2:1.

3. The acidic silver electroplating composition of claim 1, wherein a molar ratio of the one or more compounds of
formula (II) to a molar ratio of silver ions is 0.5:1 to 2:1.

4. The acidic silver electroplating composition of claim 1, wherein R, R’ and R" are the same or different and are linear
or branched alkylene radicals having from 1 to 10 carbon atoms.

5. The acidic silver electroplating composition of claim 1, wherein the one or more sources of tellurium are in amounts
of 50 mg/L to 2 g/L.

6. The acidic silver electroplating composition of claim 1, wherein the one or more sources of tellurium are chosen
from telluric acid, tellurous acid, organotellurium compounds and tellurium dioxide.

7. The acidic silver electroplating composition of claim 1, wherein the one or more acids are chosen from arylsulfonic
acids, alkanesulfonic acids, sulfuric acid, sulfamic acid, hydrochloric acid, hydrobromic acid and hydrofluoric acid.
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8. A method of electroplating silver comprising:

a) contacting a substrate with a silver electroplating bath comprising one or more sources of silver ions, one or
more acids, one or more sources of tellurium, one or more compounds having a formula:

HO-R-S-R’-S-R"-OH (I)

wherein R, R’ and R" are the same or different and are linear or branched alkylene radicals having from 1 to
20 carbon atoms; and one or more compounds having a formula:

wherein M is hydrogen, NH4, sodium or potassium and R1 is substituted or unsubstituted, linear or branched
(C2-C20)alkyl, or substituted or unsubstituted (C6- C10)aryl; the silver electroplating composition is substantially
free of cyanide and
b) electroplating matte silver on the substrate.

9. The method of electroplating silver of claim 8, wherein a current density is from 0.05 A/dm2 or higher.

10. The method of electroplating silver of claim 9, wherein the current density is from 1 A/dm2 to 25 A/dm2.

Patentansprüche

1. Eine saure Silber-Elektroplattierungszusammensetzung, beinhaltend eine oder mehrere Quellen von Silberionen,
eine oder mehrere Säuren, eine oder mehrere Quellen von Tellur, eine oder mehrere Verbindungen mit einer
folgenden Formel:

HO-R-S-R’-S-R"-OH (I)

wobei R, R’ und R" gleich oder verschieden sind und lineare oder verzweigte Alkylenreste mit von 1 bis 20 Kohlen-
stoffatomen sind; und eine oder mehrere Verbindungen mit einer folgenden Formel:

wobei M Wasserstoff, NH4, Natrium oder Kalium ist und R1 substituiertes oder nicht substituiertes, lineares oder
verzweigtes (C2-C20)Alkyl oder substituiertes oder nicht substituiertes (C6-C10)Aryl ist; wobei die saure Silber-Elek-
troplattierungszusammensetzung im Wesentlichen frei von Cyanid ist.

2. Saure Silber-Elektroplattierungszusammensetzung gemäß Anspruch 1, wobei ein Verhältnis einer Konzentration
der einen oder mehreren Verbindungen der Formel (II) zu einer Konzentration der einen oder mehreren Verbindungen
der Formel (I) 0,5 : 1 bis 2 : 1 beträgt.

3. Saure Silber-Elektroplattierungszusammensetzung gemäß Anspruch 1, wobei ein Molverhältnis der einen oder
mehreren Verbindungen der Formel (II) zu einem Molverhältnis von Silberionen 0,5 : 1 bis 2 : 1 beträgt.
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4. Saure Silber-Elektroplattierungszusammensetzung gemäß Anspruch 1, wobei R, R’ und R" gleich oder verschieden
sind und lineare oder verzweigte Alkylenreste mit von 1 bis 10 Kohlenstoffatomen sind.

5. Saure Silber-Elektroplattierungszusammensetzung gemäß Anspruch 1, wobei die eine oder mehreren Quellen von
Tellur in Mengen von 50 mg/l bis 2 g/l vorhanden sind.

6. Saure Silber-Elektroplattierungszusammensetzung gemäß Anspruch 1, wobei die eine oder mehreren Quellen von
Tellur aus Tellursäure, telluriger Säure, Organotellurverbindungen und Tellurdioxid ausgewählt sind.

7. Saure Silber-Elektroplattierungszusammensetzung gemäß Anspruch 1, wobei die eine oder mehreren Säuren aus
Arylsulfonsäuren, Alkansulfonsäuren, Schwefelsäure, Sulfamidsäure, Chlorwasserstoffsäure, Bromwasserstoffsäu-
re und Fluorwasserstoffsäure ausgewählt sind.

8. Ein Verfahren zum Elektroplattieren von Silber, beinhaltend:

a) In-Kontakt-Bringen eines Substrats mit einem Silber-Elektroplattierungsbad, beinhaltend eine oder mehrere
Quellen von Silberionen, eine oder mehrere Säuren, eine oder mehrere Quellen von Tellur, eine oder mehrere
Verbindungen mit einer folgenden Formel:

HO-R-S-R’-S-R"-OH (I)

wobei R, R’ und R" gleich oder verschieden sind und lineare oder verzweigte Alkylenreste mit von 1 bis 20
Kohlenstoffatomen sind; und eine oder mehrere Verbindungen mit einer folgenden Formel:

wobei M Wasserstoff, NH4, Natrium oder Kalium ist und R1 substituiertes oder nicht substituiertes, lineares oder
verzweigtes (C2-C20)Alkyl oder substituiertes oder nicht substituiertes (C6-C10)Aryl ist; wobei die Silber-Elek-
troplattierungszusammensetzung im Wesentlichen frei von Cyanid ist, und
b) Elektroplattieren von mattem Silber auf das Substrat.

9. Verfahren zum Elektroplattieren von Silber gemäß Anspruch 8, wobei eine Stromdichte von 0,05 A/dm2 oder mehr
beträgt.

10. Verfahren zum Elektroplattieren von Silber gemäß Anspruch 9, wobei die Stromdichte von 1 A/dm2 bis 25 A/dm2

beträgt.

Revendications

1. Une composition de galvanoplastie d’argent acide comprenant une ou plusieurs sources d’ions argent, un ou plu-
sieurs acides, une ou plusieurs sources de tellure, un ou plusieurs composés ayant une formule :

HO-R-S-R’-S-R"-OH (I)

dans laquelle R, R’ et R" sont identiques ou différents et sont des radicaux alkylène linéaires ou ramifiés ayant de
1 à 20 atomes de carbone ; et un ou plusieurs composés ayant une formule :
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dans laquelle M est de l’hydrogène, du NH4, du sodium ou du potassium et R1 est un alkyle en (C2-C20) substitué
ou non substitué linéaire ou ramifié, ou un aryle en (C6-C10) substitué ou non substitué ; la composition de galva-
noplastie d’argent acide est substantiellement dépourvue de cyanure.

2. La composition de galvanoplastie d’argent acide de la revendication 1, dans laquelle un rapport d’une concentration
de ces un ou plusieurs composés de la formule (II) à une concentration des ces un ou plusieurs composés de la
formule (I) va de 0,5/1 à 2/1.

3. La composition de galvanoplastie d’argent acide de la revendication 1, dans laquelle un rapport molaire de ces un
ou plusieurs composés de la formule (II) à un rapport molaire d’ions argent va de 0,5/1 à 2/1.

4. La composition de galvanoplastie d’argent acide de la revendication 1, dans laquelle R, R’ et R" sont identiques ou
différents et sont des radicaux alkylène linéaires ou ramifiés ayant de 1 à 10 atomes de carbone.

5. La composition de galvanoplastie d’argent acide de la revendication 1, dans laquelle ces une ou plusieurs sources
de tellure sont dans des quantités de 50 mg/L à 2 g/L.

6. La composition de galvanoplastie d’argent acide de la revendication 1, dans laquelle ces une ou plusieurs sources
de tellure sont choisies parmi l’acide tellurique, l’acide tellureux, des composés d’organotellure et le dioxyde de tellure.

7. La composition de galvanoplastie d’argent acide de la revendication 1, dans laquelle ces un ou plusieurs acides
sont choisis parmi des acides arylsulfoniques, des acides alcanesulfoniques, l’acide sulfurique, l’acide sulfamique,
l’acide chlorhydrique, l’acide bromhydrique et l’acide fluorhydrique.

8. Une méthode de galvanoplastie d’argent comprenant :

a) la mise en contact d’un substrat avec un bain de galvanoplastie d’argent comprenant une ou plusieurs sources
d’ions argent, un ou plusieurs acides, une ou plusieurs sources de tellure, un ou plusieurs composés ayant une
formule :

HO-R-S-R’-S-R"-OH (I)

dans laquelle R, R’ et R" sont identiques ou différents et sont des radicaux alkylène linéaires ou ramifiés ayant
de 1 à 20 atomes de carbone ; et un ou plusieurs composés ayant une formule :

dans laquelle M est de l’hydrogène, du NH4, du sodium ou du potassium et R1 est un alkyle en (C2-C20) substitué
ou non substitué linéaire ou ramifié, ou un aryle en (C6-C10) substitué ou non substitué ; la composition de
galvanoplastie d’argent est substantiellement dépourvue de cyanure et
b) la galvanoplastie de matte d’argent sur le substrat.

9. La méthode de galvanoplastie d’argent de la revendication 8, dans laquelle une densité de courant est à partir de
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0,05 A/dm2 ou plus élevée.

10. La méthode de galvanoplastie d’argent de la revendication 9, dans laquelle la densité de courant va de 1 A/dm2 à
25 A/dm2.
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