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ELECTROLYTIC DESILVERING AGENTS AND 

ELECTRQLYTIC DESILYERING METHOD 

This application is a divisional application of 

Singapore Patent Application No. 9609924-7 filed on 30.05.1996. 

This invention relates to electrolytic desilvering 

agents and electrolytic desilvering method using the same, and 

. more specifically to electrolytic desilvering agents and de­

silvering methoq suitable for electrolytically removing or peeling 

off unwanted silver plated portions from silver plated surface. 

The term "desilver" is herein used to mean remov~ng or peeling off 

from silver plated surface unwanted silver plated portion(s). 

This invention also relates to electrolytic desilvering 

agents and desilvering method which permit the prevention of 

tarnishing or corrosion during storage of desilvered .parts. or 

workpieces based on copper, copper alloy, or t~e like. 

The electrolytic desilvering agents and the method using 

th~ same of this invention do not adversely affect the bondability 

of the desilvered parts in the. bonding step known as die bonding 

and wire bondin_g. 

Electronic parts and devices, such as lead frames 

and connector pins, are often partially plated with silver. 

The surface portions not to be silver-plated are masked 

or otherwise shielded, and yet the silver plated film 
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occasionally extends over base surface portions where such 

silver plating is not desired. When this happens, the 

excess silver plated film must be taken away. A method known 

in the art for removing the unwanted silver film is termed 

electrolytic desilvering. The electroiytic desilvering method 

comprises immersing the excessively silver plated workpieces 

into a bath of desilvering agent (desilvering solution) and 

carrying out electrolysis using the objects as anodesl thereby 

removing the unnecessary silver film portions. 

Electrolytic desilvering agents that have hitherto been 

used include concentrated sulfuric acid mixed with sodium 

nitrate, one containing a cyanogen compound, and ones based 

on sodium thiosulfate. They have presented problems of 

attacking even necessary silver plated portions while etching 

the base (copper or copper alloy) or needing care in handling 

Qecause of the high toxicity of cyanogen compound. 

In view of these, desilvering agents. that do not use the 

dangerous c9ncentrated sulfuric acid and highly toxic cya..~ogen 

compound but are composed mainly of a cyclic acid imide that 

contains one nitrogen atom.in the molecule have been 

developed. Among them are agents based on succinimide or 

phthalimide and an alkali metal hydroxide (Japanese Patent 

Appl1cation Kokai No. 2-104699 (Kokoku No. 5-87598) and those 

containing 2-pyrrolidoil;,e-5-carboxylic acid with or without the 

addition of a saccharide (Patent ApplicationKokai No. 

6-41800). Patent Application Kokai No. 2-175825 discloses 

five- and six-membered ring compounds having -NH-, such as 
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barbituric acid, uracil, and glutarimide. Patent Application 

Kokai No. 7-243100 proposes the use of a hydantoin compound 

as a complexing agent. 

The desilvering agents of compounds based on cyclic ac~d 
. 

imides containing one nitrogen atom in the molecule have 

many drawbacks. They tend to be hydrolyzed with alkalies, and 

accumulation of the decomposition products can undesirably · 

affect to the necessary silver plated surface such as 

passivation, tarnishing, lack of uniformity and others of the 

silver plated surface. They also result in excessive 

consumption of the main constituent with short bath life. 

Another problem is the tendency that desilvering under high 

current density condition causes unwanted passivation or 

irregular des.ilvering of the surface. 

Manufacture of semiconductor devices involves bonding 

steps, known as die bonding and wire bonding. Die bonding is 

a .step in which a semiconductor chip is attached to a lead 

frame with·epoxy resin. If epoxy bleedout occurs during the 

process, the die pad will be contaminated with organic matter 

to cause inferior ground bonding and make conduction to the 

outside impossible. Wire bonding is a step for attaching _fine 

wire of Au, Al, etc. to semiconductor chips and frame .inner 
~ ... 

leads to interconnect them. Here again any contamination of 

the Ag surface of the inner leads or a very rough surface 

condition will not permit conduction to the outside. It is 

thus important for a desilvering agent to have no adverse 

effect upon the bondability of the desilvered surface. The 
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above-mentioned agents of the prior art are unable to meet 

these requirements. 

It is therefore an object of this~invention to develop 

agents and a method f~r electrolytic desilvering that permit 

removal of silver at a high current density while ensuring 

long bath life with little hydrolysis of the~rincipal 

constituent and further without any deleterious effect upon 

the bondability of the desilvered surface. 

A problem common to the desilvering agents of the prior 

art has been that, when the base is copper, copper alloy, or 

the like, desilvering induces some dissolving of the base 

material and activation of the surface. This in turn tends to 

cause surface tarnishing or corrosion of the desilvered parts 

during storage. Thus it is another object of this invention 

to develop el~ctrolytic desilvering agents and desilvering 

method which, when the parts to be processed are based on 

copper, copper alloy, or the like, render it possible to 

prevent the tarnishing or corrosion of the desilvered surface 

during storage. 

After our intensive investigations to realize the objects 

it has now been found that specified nitrogen cyclic compounds 

or their derivatives having two or more N atoms in the ring_ 

show electron polarized states unl~ke those with a single N 
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atom and that they hardly u_ndergo hydrolysis and thereby 

extend the bath life, permit desilvering at high current 

density, and, with the addi ti·on of a boric acid compound, 

preclude adverse effects upon the bondability of desilvered 

surfaces. 
' ,. 

On the basis of this discovery, the present i~vention 

provides an electrolytic desilvering agents comprising a 

desilvering component selected from the group consisting of 

hydantoin, 5,5-dimethyl-hydantoin, cyanuric acid, 

6-methyl-3-p~idazone, 3-methyl-5-pyrazolone, and allantoin 

as a principal constituent and a pH buffer such as a boric 

acid compound as an accessory constituent. A surfactant may 

be added to the agents. 

It has also been found that the addition of a certain 

copper inhibitor to the electrolytic desilvering agent allows 

it to be adsorbed by the base surface, making it possible to 

prevent tarnishing or corrosion of the desilvered surface 

during storage. 

Based on this finding, this invention provides electro-

lytic desilvering agents of the ·above compositions further 

containing one or more copper inhibitors, desirably comprising one 

or more of the compounds selected from the group.consisting of 

benzotri~zole, benzimidazole, thiouracil; thiobarbituric acid, 

benzothiazoie, benzoxa2;ole, indazole, indole, imidazole, imida%oline, 

and their derivatives as a copper inhibitor and inhibi~ors. 

This invention further provides an electrolytic 

desilvering method characterized by immersing of an 
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excessively silver plated copper or copper alloy object in a 

solution of one of the above mentioned electrolytic 

desilvering agents and carrying out the electrolysis using 

said object as an anode. The electrolytic desilvering is 

desirably performed with stirring und~r the conditions of: pH 

of the agent: 7 to 14; bath current density: 0.1 to 50 A/drrf; 

and bath temperature: 10 to 60"C • 

Under this invention the main constituent of the 

desilvering agent, which has two or more N atoms in the ring, 

shows an electron polarized state different from that with a 

single N atom and seldom undergoes hydrolysis •. That 

presumably accounts for extended bath life and the 

possibility of desilvering at high current density. It is 

also presumed that, according to this invention, the 

adsorption of a copper inhibitor on a copper or copper alloy 

base surface controls the activation of the base surface, 

even though it may accompany some dissolution of the base, 

and prevents the desilvered surface from tarnishing or 

corroding while being stored. 

The principal constituent of the desilvering agent of the 

invention is a specified nitrogen cy~lic compound or its 

derivative having two or more N atoms in the ring. It is 

selected from the group consisting of hydantoin, 5,5-dimethyl­

hydantoin, cyanuric acid, 6-methyl-3-pyridazone, 3-methyl-5-

pyrazolone, and allantoin. The chemical formulas of these 
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principal constituents are given below for reference. 

(Chemical Formulas _1] 

Hydantoin ·s,s-di\llethyl 
· hydantoin 

H 
C~yNl,...o 
CH3:J.--NH 

0 

cyanuric 
acid 

H 
oyNy 
BN~ 

0 

6-Methyl-3- 3-Methyl-S- Allantoin 
pyridazone pyrazolone 

~ycH, .. o~· ~);· H,NCONH'f !'o 
.... ~ O~ NH 0 . ·Hs 

The concentration of such a principal constituent "in a 

bath ranges from 5 to 200 g/ .e , preferably from 15 to 100 

g/~ • A too low concentration tends to cause silver 

passivation, while a too high concentration is undesirable 

because it can pose a problem of the desilvering agent 

(solution) being wastefully carried out. 

As an accessory constituent, basically as a pH buffering 

agent, a boric acid compound such as potassiwn tetraborate, 

(ortho)boric acid, potassium diborate, sodium borate, sodium 

pentaborate, or other borate, diborate, tetraborate, or 

pentaborate is added. The concentration of the boric acid 

compound is in the range of 5 to 100 g/~ , preferably 10 to 

50 g/~ . If the concentration is too low the pH buffering 
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action is limited, but if the concentration is too high the 

effect is more than saturated to no avail. This accessory 

constituent contributes greatly to .the bondability of the 

desilvered surface. 

Further, where necessary, a surfactant is added. An 

anionic, cationic, or nonionic type or their mixture .may be 

used. The concentration range of the surfactant is between 

0 .1 µ. g/ .e and 10 g/ .e , preferably between 10 µ. g/ .e and 1 

g/~ . Inadequate concentration does not produce a surfactant . . 

effect whereas excessive concentration wastefully saturates 

its effect. 

As a copper inhibitor, any one or more selected from the 

group consisting of benzotriazole, benzimidazole, thiouracil, 

thiobarbituric acid, benzothiazole, benzoxazole, indazole, 

indole, imidazone, imidazoline, and their derivatives may be 

used. The concentration of the copper inhibitor ranges from 

l to 1000 mg/.e , preferably from 5 to 500 mg/.e . Too low a 

concentration is.not effective. in preventing_tarnishing while 

too high a concentration is no more effective beyond 

saturation. The·above-mentioned copper inhibitors have the 

following structural formulas: 
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(Chemic~l Formulas 2) 

Benzotriazole 
H 

((v 
. N 

Benzimidazoie 
H 
N 

()C~ 

Thiouracil 
H Ny 

CNH 
II 
0 

Thiobarbituric a. Benzothiazole Benzoxazole 

OY'f° 
BN~ 

s 

Indazole Indole Imidazole 

~ ~ (if) 

Imidazoline 
H 

? 
L) 

Using s~ch a desilvering agent, desilvering is carried 

out under predetermined conditions. The desilvering agent is 

adjusted w·i th a pH adjuster such as sodium hydroxide or other 

alkali metal hydroxide or alkaline earth metal hydroxide to 

pH 7 to 14, preferably .pH 7 o 12. If the-pH is below the 

range the desilvering rate is so low that the silver surface 

tends to become uneven, and poor selective desilvering 

results. On the other hand, a pH above the range brings no 

merit. 

The objects to be processed in accordance with this · 
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invention are those consisting of a base of copper, copper 

alloy, iron-nickel alloy such· as 42 alloy, stainless steel, 

nickel alloy, or other metal, formed with a silver coating 

film on the surface by silver plating, silver soldering, etc. 

An object having a silver coating:: film thus formed on the 

surface is immersed into a bath of the electrolytic 

desilvering agent prepared as above, and electroly.sis is 

conducted making the object an anode. The material of the 

cathode is not specially limited but stainless steel is 

usually used. ·The current density is between 0.1 and so 

A/d rrf , preferably between 0. 5 and 10 A/rrf , with respect to 

the area of the silver plated surface to be removed. A too 

low current density slows down the desilvering process while 

a too high current density can frequently cause passivation 

of silver. The bath temperature for electrolysis ranges from 

10 to 60"C , preferably from 15 to 40"C • Too low and too high 

bath temperatures are undesirable because they retard 

desilvering and make the bath unstab~e, respectiyely. 

~gitation·of the bath during electrolysis is advisable and in 

order to avoid passivation especially when the current 

density is high, the faster the agitation the better. 

When the object to be desilver consists of a base of 

copper or a copper alloy having a si~ver coating film formed 

by silver plating, silver soldering, or the like, it is 

i.r:nm~rsed in a bath which further contains a copper inhibitor 

and is electrolyzed as an anode under the above-mentioned 

conditions. Alternatively, the same effect is attained by 
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dipping the object in a copper inhibitor solution before or 

after the electrolytic desilvering. Dipping for at least one 

second in the.solution proves effective for protecting copper 

against tarnishing. 

When the silver coating film of ~n object is to be partly 

removed by a desilvering bath, it.is possible to either mask 

the silver plated surface portions to be retained or locally 

immerse the portions to be desilvered into the bath. If the 

silver film in the portions to be retained· is thick enough to 

survive the desilvering of the unwanted portions, the whole 

object may be immersed in the bath. In the case of a lead 

fram.e1 the silver coating film in its pad and other necessary 

portions usually becomes a low current density region during 

electrolytic desilvering while the silver film in the 

surrounding unnecessary portions becomes a high current 

density region. Thus, the object can be directly desilvered 

electrolytically without masking the necessary silver plated 

portions and only the unnecessary silver plated film portions 

are selectively removed. 

EXAMPLES 

The invention will now be described in further details in 

connection with its working examples, reference examples, and 

comparative examples. 

Example Series I 

Desilvering baths of different compositions were prepared 
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as represented by Example Nos. 1- 6 in Table 1. 

Copper lead frames, with their pads partly silver plated 

to a thickness of 5 µ m each (the portions around the pad 

being likewise silver plated unnecessarily), were used as 

test specimens. They were immersed i~to the desilvering baths 

and were electrolytically desilvered under the conditions 

given also in Table 1. That is, the unnecessary portions were 

removed by an electrolysis performed at pH 8-11, current 

density of 3. o- 5. 0 A/d nf , bath temperature of 25 "C , and 

stirring rate of 1.0 m/sec for 30 seconds. 

The desilvered specimens were evaluated by observation 

under a microscope (xlOO) of the outward appearances of the 

silver plated and base surfaces and also of the appearances 

of the bases after boiling. At the sa.~e time, the desilvered 

film thicknesses were determined by fluorescent X-ray 

analysis·. Both die bonding and _wire bonding were done, and 

the specimens were inspected for any trace of epoxy bleedout 

after the former and for the wire bond conditions after the 

latter. 

The same electrolytic desilvering was repeated 42 days 

after the· preparation of the baths, and the results were 

evaluated in the same manner. 

The outward appearances of ·the silver and base surfaces 

were all good. Boiling caused some tarnishing of the bases 

but not· to the extent that the bases were unusable. The 

desil vered film thicknesses were 0. 9 ........ 1. 6 µ m, indicating 

adequate desilvering performance. Bondability ratings were 
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high too. Exactly the same results were obtained in the tests 

conducted 42 days after the preparation of the baths. This 

signifies that the baths had outlived the tests. 

Reference Examples 
< .. 

As Reference Example Nos. l and 2 in Table l shows, 

similar electrolytic desilvering tests were conducted using a 

bath of hydantoin alone and a bath of hydantoin and potassium 

pyrophosphate, in place of a boric acid compound, as the pH 

buffering agent of accessory constituent. 

With the bath of hydantoin alone, the outward appearances 

of both silver and base surfaces were good but the base 

appearance changed due to tarnishing on boiling. The bath of 

hydantoin and potassium pyrophosphate as the pH buffering 

agent deteriorated the both appearances of silver and base 

surfaces, impairing the bondability of the desilvered surface 

either. This means the importance of the combination of the 

desilvering agent such as hydantoin and a boric acid compound 

according to this invention. Tests conducted 42 days after 

the preparation of the bath gave exactly the same results. 

Comparative Examples 

A desilvering bath composed mainly of·succinimide, a 

conventional desilvering agent and another bath of succinimide 
,. 

plus.potassium tetraborate were· prepared, as represented by 

Comparative Example Nos. 1 and 2 in Tab-le 1. In the manner 

described in Examples, lead frames of copper whose pad 
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portions had been partly silver plated to a thickness of 5~ m 

were used as test specimens and they were immersed in the 

above baths for electrolytic desilvering under the conditions 

shown in Table 1. That is, silver was removed from unwanted . .. 
portions by electrolysis at pH 9,· current density of 3.0 

A/d rrf , bath temperature of 25°C , and stirring rate of 1. O 

m/sec for 30 seconds. 

The desilvered specimens were evaluated in the same way 

as above. Tests with freshly prepared baths showed that both 

the silver and base surfaces of the specimens had good outward 

appearances. The base surface tarnished upon boiling. The 

desilvered film thickness was 0.8 ~ m. Tests with the baths 

42 days after their preparation gave the silver and base 

surfaces uneven and poor outward appearances. The specimens 

showed poor bondabilities too. The desilvered film thickness 

sharply decreased to 0.4~ m indicating that the bath life had 

already expired. 



TADLE 1 
Specimen Example 

No. l 2 3 4 5 

principal hydantoin 5, 5-dimelh.Yl cyanuric 6-metl\Yl-3- 3-metl\Y 1-!i-
constl tuent 50 g/Q, hydantoin acid pyridatone pyrid112.0ne 

Oath 50 g/ .e 50 g/ .e 25 g/ .e 60 g/ .e 
ccmposi ti on accessory (ortho)- potassium. potasshun sodlum (ortho)-

constituent boric acid tetrahorate tetraborote tetraborate boric acid 
30 g/t 30 v.f t!, 30 g/ .e 30 al .e 30 ii .e 

surfactant - - polyoXY· - -
ethylene 
nony 1 riheny l 
ether 
10 nwR. 

pll (adj. w/HaOll) 10.0 10.0 8.0 10.0 9.0 
Desi l vering cur dens (A/dm') 5.0 5.0 3.0 4.0 5.0 

condition bath temp (-C) 25 25 25 25 25 
sllr rate (m/s) 1.0 . l. 0 1.0 l. 0 1.0 
time (s) 30 30 30 30 30 

silver surface 
appearance good good good g11od good 

Initial base appearance good good good good good 
base appearance some some llOIDe aome 801118 

after boiling tarnish tarnish tarnish tarnish tarnish 
desilvered film 

thickness (" m) I.& I. 6 0.9 1.3 1. 5 
epoX.Y bleedout no no no no no 

Results of wJre bonding good good good 60Dll good 

evaluation silver surface 
appear an<:~ good good good good · good 

base appearance good good good good good 

base appearance some some some some SOPIO 

42 days after bolling tarnish tarnish tarnish tarnish tamfsh 
later desilvered film 

thickness(µ ml 1.6 l. G O.!I 1.3 1.5 
epo>!Y bleedout. no 110 110 110 110 

wire bonding . good good guod IODll gooJ 

Reference Example 
6 l 2 

allantoin h.Ydant.oin h.Ydantoin 

50 g//l 50 g/ .e 50 g/4 

(ortho) • - potassium 
boric acid pyrophosphate 
30 g/f!, 30 g/ .e 

l11uryl - -· 
bet111no 

10 """R. 
11.0 12.0 10.0 
5.0 5.0 5.0 

25 25 25 
1.0 1.0 1.0 

30 30 30 

good good poor 
good good poor 

some -~· 

tan1ish tarnish tarnish 

I. 5 l. 6 1.6 
no yes yes 

good poor poor 

good good · poor 
good good poor 

some 
tamish tamish tarnish 

I 

J. 5 J.6 J.6 
no )'OS yes 

good poor 1ioor 

Comparative Example 
1 2 

succinimide succinimide 

so g//!, 50 g/ .e 
- potassiiun 

tetraborote 
30 g/e 

- -

9.0 9.0 
3.0 3.0 

25 25 
I.(} I. 0 

30 30 

good good 
good · good 

tarnbb t11rni~1 

0.8 0.8 
no no 

good good 

poor poor 
poor poor 

tarnish tarnish 

0.4 0.4 
yes yes 

(>001' (JODr 

.... 
VI 

: 
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Example Series II 

This series used. copper.inhibitors. Baths of compositions 

represented by Example Nos. 1- 7 in Table 2 were prepared. 

Copper lead frames, with their pads partly silver plated to a 

thickness of 5~ m each (the portions around the pad being 

likewise silver plated unnecessarily), were used as test 

specimens. They were immersed into the desilvering baths and 

were electrolytically. desilvered under the conditions given 

in Table 2. That is, the unnecessary silver plated portions 

were removed by an electrolysis performed at pH 8 -12, 

current density of 3.0- 5.0 A/drrf, bath temperature of 25°C, 

and stirring rate of 1.0 m/sec for 30 seconds. The desilvered 

specimens were evaluated in the manner described in Example 

Series I. 

The silver and base surfaces of the specimens after the 

electrolysis looked fine. The desilvering performance was 

satisfactory with the desilvered film thickness ranging from 

0.9 to 1.6µ m. The desilvered specimens, even after 10 

minutes of immersion in boiling pure water,·showed good 

silver and base appearances. Their bondabilities were 

favorable too. Tests conducted 42 days after the preparation 

of the baths· gave qu~te the same results. This meant that the 

baths still had. service life a·fter the tests. 

Reference Examples 

Electrolytic desilvering was carried out in the same 

manner as above with the exception that a bath of hydantoin 
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alone and a bath of hydantoin, potassium pyrophosphate as an 

accessory constituent as a pH buffering agent, and 

benzotriazole as a copper inhibitor were used instead, as 

Reference Example Nos. 1 and 2 in Table 2. 

As stated already, the bath of hydantoin alone gave both 

good silver a~d base surface appearances but the base 

tarnished upon boiling. With the bath of hydantoin, potassium 

pyrophosphate as an accessory constituent as a pH buffering 

agent, and benzotriazole as a copper inhibitor, the 

appearances of the silver and base surfaces were poor. The 

bondability too was undesirable. These demonstrate the 

importance of the combination of the desilvering constituent 

such as hydantoin, a boric acid compound, and a copper 

inhibitor as taught by this invention. Tests repeated 42 days 

after the preparation of the baths gave just the same results. 

Comparative Examples 

A desilvering bath containing succinimide as a principal 

constituent and a bath containing succinimide, potassium 

tetraborate as a pH buffering agent, and benzotriazole as a 

copper inhibitor were prepared, as shown in Comparative 

Example Nos. 1 and 2 in Table 2. In the manner described in 

Examples, lead frames -of copper whose pad portions had been 

partly silver plated to a thickness of Su m were used as 

test s~ecimens and they were immersed in the above baths for 

electrolytic desilvering under the conditions shown in Table 

2. That is, silver was removed from unwanted portions by 
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electrolysis at pH 9, current density of 3.0 A/drrf, bath . . 

temperature of 25 "C • and stirring rate of 1.0 m/sec for 30 

seconds. 

The desilvered specimens were likewise evaluated. Tests 

with freshly prepared baths showed tlia.t both the silver and 

base surfaces of the specimens had good outward appearances. 

Boiling tarnished the base in the desilvering bath of 

succinimide as a _chief constituent, but the base surface 

looked good in the bath of succinimide that contained also 

potassium tetraborate and benzotriazole. The desilvered film 

thickness was 0.8 ~ m. Tests with the baths 42 days after 

their preparation gave the silver and base surfaces uneven 

and poor outward appearances. The specimens showed poor 

bondabilities too. The desilvered film thickness sharply 

decreased to 0.4~ m, indicating that the baths had no longer 

be useful. 
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TAB.LE 2 

Specimen Example Reference Example Con1P11r11tive faample 

ffo. I 2 3 4 5 6 7 1 2 I 2 

11rincipal hyd11ntoin hyduntoin 5, 5-climethYI cy111111ric G-melhYl-3- 3-iaothyl-5- allantoln hYdantoln l\)'(fantoin succinimide succinimide 

dC!Bil verl ng ll)'d1111toi11 acid 11yr idazone pyrazolone 

llnlh consti lucnl 50 g/.(! 50 g/4 50 u/4 50 s/4 25 Bl .e 50 u/.e 50 g/t ·50 g/ .(! 50 g/ .(! 50 g/ .(! 50 g/ .e 

composition accessory potassium (orthol- potassium potassilun 11odh1111 sodium sodium - potassium - potassi\UI\ 

constl tuent telraborale horlc acid tetroborute dlborate borate penlahorate borate pyrophos· letrnbornte 

30 g/ .e 30 g/4 30 Bl .e 30 g/ .e :JD s/ 4 30 cl.(! 30 g/ .e 
phate 
30 g/ .e 30 g1e 

copper 4-carboxyl- benzo- 5-IJIQthyl-l, 5-metliyl-I, benz- benz- 2-thlo· - benzo- - benzo· 

inhibitor 1,11-benzo- trlazole ll·benzo- ll·benzo· lmldnzole 1111ld11zole uracil trlazole lriazole 

lriazole triaiolc trlazole 
50 rrc/ P. 50 llt8I P. 50 rwU I, 60 11181 .e 50 a'f,/ .e 50 'KfJI .e 50 rig/ .e 50 lfl8/ .e 50 mg/ .e 

surfactant - - - - polyoxy- - - - - - -
eUiylene 
nonYl ether 
·10 mg/ .e 

1111 (adJ. w/NoOll 12.0 10.0 10.D a.o 9.D 11.0 11. 0 12.0 JO.O 9.0 
.. 

9.0 

Desil verlng cur dens (A/dm') 5.0 5.0 6.0 3.0 ot._o 6.0 5.0 s.o 5.0 3.0 3.0 

conditlon bath temp rel 25 25 25 25 25 25 26 25 25 25 25 

stir rate(nl,ls). 1. 0 1. 0 1. 0 .1. 0 1.0 J.O 1. 0 l. 0 1. 0 1.0 I. 0 

time (11) 30 30 30 30 30 30 30 30 30 30 30 
.... 
>D 

silver surface 
11ppearance good good good good good good good good poor good good 

base appear1111ce good good good good good good good good PQC!r good good 

base appear1111ce 
. ,. 

Initial · 11fter bolling good good good Good good good good tarnish tarnish tarnish tarnish 

desllvered fll• 
thlckness(I' m) 1.6 1.6 1.6 0;9 1.3 1.5 1. 6 1. 6 1. 6 0.8 0.8 

epall.Y bleedout no no no · no no no no yes yes no no 

Rosul ts of wire bonding good good good aood good good good poor poor sood good 

cvnluntlon silver surtaco 
appearance good good uood good good good CQod good poor poor poor 

base 11ppearanca good ,good good good uood good good good poor poor poor 

42 base appearance 
d11ys after boiling good good good Good good good good tarnish tarnish tnrnish tnrnlsh 

later desllvered filn 
thickness (11 m) 1.6 1. 6 I. 6 D. 9 J.3 I. 5 I. 6 1. 6 I. 6 0. 4 0.4 

epoicy bleedout no 1)0 no no no no I no yes yes Yl!S yes 

wire bonding good good good good good good good poor poor poor PoOI' 
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ADVANTAGE OF THE INVENTION 

This invention can prolong the life of a.~ electrolytic 

desilvering agent markedly compared with the spans of 

existing agents. It permits desilvering at high current 

density. Also it has no adverse effect upon the bondability 

of the workpieces. This invention renders it possible to 

protect workpieces of copper, copper allor, or the like from 

tarnishing or corrosion during storage after their 

electrolytic desilvering. Thus,· the life of the electrolytic 

desilvering agent is by far the lo~ger. than those of 

conventional agents, and tarnishing or corrosion of copper, 

copper alloy, or other simila= base can be prevented while 

perfor.ning desilvering at g=eater current density. 
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CI.AIMS 

1. An electrolytic desilvering agent comprising a nitrogen cyclic compound 

whose ring contains a group represented by 

-C-N-C-
11 I i 
0 H 0 

-C-N=N-

0 
0 

or 

or 

' ,. 

-C-N-N-

1 
0 H H 

-N-C-N-

1 
H 0 H 

or 

and which has two or more N atoms in the same ring or a derivative thereof. 

2. An agent according to claim 1 wherein said nitrogen cyclic compound or 

derivative thereof is one or more members selected from the group consisting 

of uracil, barbituric acid, hydantoin, 5,5-dimethylhydantoin, cyanuric acid, 6-

niethyl-3-pyrtdazone, 3-methyl-S-pyrazolone, and allantoin. 

3. An agent according to claim 1 or 2 wherein the agent contains said 

nitrogen cyclic compound or derivative thereof at a concentration of from 5 to 

200 g/C. 

4. An agent according to any of claims 1 to 3 wheretn the agent com.prises a 

pH buffering agent and/or a surfact~t. 

S. An electrolytic desllvertng method which compr~sing 1mm.etsing a 

workpiece such as copper or a copper alloy silvered on the surface into a bat.l1 of 

an electrolytic desilvering agent according to any of claims 1 to 4 and thereby 

carrying out electrolysis using the work piece as an anode. 
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6. A method accord.Ing to claim S wherein the electrolytic desilvering is 

performed with stirring under the conditions of: pH, 7 to 14i bath current 

density, 0.1to20 A/dm.2; and bath temperature, 10 to 60°C . 

. .. . 

7. An electrolytic desilvering agent substantially as·hereinbefore described. 

8. An electrolytic desilvering method substantially as hereinbefore 

described. 

9~ An electrolytic desilvering agent comprising: 

(a) at least one desilverlng constituent selected from the group consisting 

of hydan.toin, 5, 5-dimethylhydantoin, cyanuric acid, 6-methyl-3-pyridazone, 3· 

methyl-5-pyrazolone, and allantoln, as a principal constittmt; and 

(b) a pH buffer such as a boric add compo~d as an accessory co~stituent. 

10. An electrolytic desllvering agent comprising: 

(a) at least one desilver!ng constituent selected from the group consisting of 

hydantoin, 5, S-dimethylhydantoin, cyanuric add, 6-methyl-3-pyridazone, 3~ 

methyl-5-pyrazolone, and allantoin, as a principal coll$ti.tuent; 

(b) a pH buffer such as a boric add com.pound as an accessory constituent; 

and 

( c) a surfactant. 

11. An electrolytic desilvering agent according to any _of claims 9 or 10, in . 

which one or more copper inhlbitor(s) is provided. 

12. An electrolytic desilverlng agent coinprtSing: 

(a) at least one desfiverlng constituent selected from the group consisting of 

hydantoin., S, 5-dimethylhydantoin. cyanuric acid, 6-methyl-3-pyridazone, 3-

methyl-5-pyrazolone, and allantoin, as a principal constituent; 

(b) a boric acid compound as an accessory constinient; and 

(c) at least one selected from the group consisting of benzotrlazole, 

benzirilldazole, thiouracil, thiobarbitu.ric acid, benzothiazole, benzoxazole, 
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indazole, in.dole, imidazole, imidazoline, and their derivatl.ves1 as a copper 

inhl1>itor or inhibitors. 

13. An electrolytic desilvermg agent comprlsblg: 

(a) at least one desilvering constt.ntent sefected from the group consisting of 

hydantoin. 5, 5-dimethylhydantoin, cyan.uric acid, 6-methyl-3-pyridazone, 3-

methyl-5-pyrazolone, and allantoin, as a principal constttunt; 

(b) a boric add compound as an accessory constituent; and 

{c) a surfactant; and 

(d) at least one selected from the _group consisting of benzotriazole, 

benzimid.azol~, thiouracil, thiobarbituric add, benz~thiazole, benzoxazole, 

indazole, tndole, imtdazole, imtdazollne,- and their derivatives, as a copper · 

lnh!b1tor or inhibitors. 

14. An agent according to claim 13 wherein the desil.v~ constituent as a 

prindpal constituent is used m a bath at a concentration of from 5 to 200g/t', 

the boric acid compound as ali accessory constituent at a concentration of from 

S to 100 g/C, the surfactant at a concentration of from 0.1 f.L g to 10 g/C, and the 

- copper inhibitor or inhibitors at a concentration of fro:m 1 to lOOOm.g/'C. 

15. An electrolytic desil.verillg method which comprises immersing a work 
- . 

piece such as copper or a copper all~y silvered on the surface into a bath of an 

eiectrolytic desilver.ing agent according to any of claims 9 to 14 and thereby 

carrying out electrolysis using the work piece as an anode. 

16. A method according to claim 15 wherein the electrolytic desilvering is 

performed with stirring under the conditions of pH; 7 to 14; bath current 

density: 0.1 to so A/d m 2
: and bath temperature: 10 to so0c. 

17. An electrolytic desilv~ agent substantially as hereinbefore described. 

18. An electrolytic desilvering method substantially as hereinbefore 
----------------
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described. 

19. Any novel subject matter or combination mclud.ing novel subject matter 

disclosed herein, whether or not Within the s~ope of or relating to the same 

invention as any of the preceding claims. 

-- --------------


