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ABSTRACT "

The corrosion characteristics, dealloying susceptibility,
marine fouling characteristics, and the response to cathodic
protection of seventeen copper alloys and unalloyed copper,
which served as a control, were studied in quiescent sea-
water.

Detailed examination after 735 days showed that several
alloys in the unprotected condition had severely corroded
either by deep localized attack or by dealloying. The
ccrrosion rates were determined; on the unprotected
specimens a maximum rate of 0.74 mils per year was observed.

Cathodic protection from zinc anodes reduced the corrosion
rate to essentially zero and prevented localized corrosion
except in Naval brass and Muntz metal where metallurgical
studies indicated that dealloying was not completely
preventad.

Histograms have been presented for the electrochemical
potentials of each specimen, and a galvanic series for the
copper alloys has been included. There was no correlation
between the electrochemical potentials and the type or
severity of corrosion.

The resistance of the copper alloys to marine fouling
varied widely. All unprotected specimens fouled to some
extent, whereas the cathodically protected specimens were
heavily fouled.

Status

This report completes one phase of the task; work is ;
continuing on other phases.

Authorization

NRL Probem No. 63M04-02.201
Task SF 51-542-602-12431

ii




e my PIOIPIYIR

o

INTRODUCT ION

There has always existed a continuing need for information on
the corrosion technology of various metals in seawater for use
by designers of marine equipment for ocean engineering appli-
cations. Copper alloys have been considered for seawater
applications because of their generally low corrosion rate

and their history of inherent resistance to marine fouling.
Some of the copper alloys, however, have been known to dealloy
in seawater, a corrosion phenomenon not readily detected in
service. Detection of dealloying can usually be made only

by metallographic examination.

Numerous investigators have reported data on the corrosion
characteristics of copper and its alloys in seawater (1-12).
Considerable data have been obtained at relatively high
seawater velocities, high temperatures, and low oxygen
concentrations because of the importance of copper alloys in
the construction of piping and pump components for heat
exchangers (13-20). The electrochemical potential data
previously reported for copper and its alloys have been
obtained at seawater velocities of 7.8-13 ft/sec (12, 21).
Experimental data on the effectiveness of electrochemical
technology (cathodic protection) in mitigating corrosion and
dealloying of copper alloys have been very limited (22, 23).

The corrosion resistance of copper and some copper alloys has
been reported as markedly affected by changes in seawater
velocity (24, 25). Some alloys were resistant to corrosion
at low velocity (26), but experienced accelerated corrosion
when the velocity was increased. In contrast, other copper
alloys were resistant at the higher velocities but showed
accelerated corrosion at lower velocities. Corrosion data
obtained under one velocity condition cannot be used at the
present time to predict the corrosion characteristics at
another velocity or in quiescent seawater.

Because of the continuing use of copper alloys in applications
involving relatively quiescent seawater, a broad spectrum of
copper alloys were studied at one location in the same exposure
condition. The alloys* studied and their chemical composition
are listed in Table 1. Data on the corrosion characteristics,
susceptibility to dealloying, uwarine fouling characteristics,
electrochemical potentials, and the response to cathodic
protection of copper and seventeen copper alloys after 735 days
immersion in quiescent seawater at Key West, Florida, have been
included in this report.

*CDA (Copper Development Association) identifying numbers (27)
have been used throughout this report.
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PROCEDURES

Duplicate specimens were prepared for each material.
Twenty-eight specimens measured 8 x 12 in. and eight
measured 6 x 12 in.; all specimens were approximately
1/16-in. thick.

The specimens were attached to painted aluminum exposure

racks with nylon bolts, nuts, and washers. All specimens

were elecirically isolated from the racks with polyethylene
strips which also served to introduce an intentional crevice.
An insulated electrical test lead was attached to each specimen
so the electrochemical potential could be measured periodically
relative to a Ag/AgCl reference electrode. One specimen of
each material was exposed unprotected, and the second specimen
was provided with cathodic protection from a 1/2 x 1-1/4 x 6-in.
zinc anode bolted directly to the specimen.

All electrical connections that were submerged in seawater
were sealed with epoxy resin., The faying surface between the
anode and the specimen was not sealed. Less than 0,001 ohm
resistance between each anode and specimen was measured
before exposure and again at the conclusion of the experiment.
Prior to assembly, all specimens and anodes were solvent
cleaned and weighed to the nearest gram. Each specimen was
given a final solvent wipe immediately before exposure.

All specimens were suspended beneath a pier in quiescent,

but not stagnant, seawater at the Naval Research Laboratory's
Marine Corrosion Research Laboratory at Key West, Florida.
The seawater characteristics during the experiment were as
follows:

Temperature - 16.5 to 32.5 °C (62 to 90 °F)
Resistivity - 16 to 21 ohm-cm
pH - 8.1 to 8.4

After 399 days, the specimens were removed from the seawater,
and the unprotected specimens were photographed and inspected
for marine fouling. They were returned to the water within a
few minutes of their removal.

At the conclusion of the experiment, the unprotected specimens
were again photographed and inspected for marine fouling. The
gross marine fouling was removed from the specimens with a
high-pressure water jet (2 gpm at 500 psi). The specimens




were chemically cleaned in HCl (1:1), rinsed in tap water, and
dried in air. The final weight of each specimen was measured
to the nearest gram, and the depth of attack was measured to
the nearest mil with a dial gage micrometer.

The parameters used to characterize the corrosion attack on
the materials in this study were:

1. The deepest attack associated with the intentional
crevice formed by the plastic mounting attachments.

2. The average value of the ten deepest points of
attack associated with the intentional crevice.

3. The deepest atiack on the surface not associated
with the intentional crevice.

4. The average value of the ten deepest points of
attack on the surface not associated with the
intentional crevice.

5. The average corrosion rate in mils per year (mpy).

6. Metallographic examination - to determine the
resistance of each material to dealloying, e.g.,
dezincification,and to determine the effectiveness
of cathodic protection to prevent localized corrosion
and dealloying.

DATA AND DISCUSSION

Depth of Attack and Corrosion Rates

The depth of attack and corrosion rate data for copper and
the copper alloys have been shown in Table 2. All the un-
protected materials had low corrosion rates; the maximum
average rate observed was 0.74 mpy. The depth of attack
data, however, showed that some materials had relatively
severe localized corrosion.

The copper-nickel alloys which contained either 10 or 30
percent nickel and relatively low iron (CDA alloys 706 and
715) were most inherently resistant to pitting and crevice
corrosion. In contrast, the copper-nickel alloy which
contained 30 percent nickel and 5 percent iron (CDA alloy 716)
was corroded locally to a depth of 43 mils around the crevice.




Under the quiescent seawater exposure conditions of this
experiment, the aluminum i>ronzes (CDA alloys 608, 612, and
614) were comparable to the copper-nickel alloys 706 and 715
with regard to resistance to pitting and crevice corrosion.

The depth of attack observed fo: the other copper alloys
varied, as shown in Table 2. As a group the alloys containing
only zinc showed the most severe localized corrosion, this
being especially true when the alloy contained more than 15
percent zinc. There was no direct correlation between zinc
content of the alloy and the depth of localized corrosion,
although there appeared to be a trend showing that the higher
the zinc content the greater the corrosion rate.

The copper-cobalt-beryllium alloy (CDA alloy 175) showed
somewhat less depth of attack in crevices compared to the
copper-beryllium alloy (CDA alloy 172), and the corrosion
rate of CDA alloy 175 was approximately one-fifth of that
observed for CDA alloy 172.

The corrosion rate was highest for the high silicon bronze
A (CDA alloy 655), but the depth of localized corrosion was
considerably less for this alloy than for alloys such as
CDA alloys 260 and 268 which showed corrosion rates of less
than one-third the rate observed for alloy 655. This once '
again points out the fallacy in assessing the usefulness of
an alloy soley on the basis of average corrosion rate.

The data in Table 2 also show that the most serious .
corrosion occurred within the crevice area indicating thax

under our experimental conditions metal ion concentration :
cells were not the controlling factor in crevice corrosion, !

Dealloying (Metallographic Study)

The degree of dealloying and the effectiveness of cathodic
protection from a zinc anode to prevent dealloying in
quiescent seawater have been summarized in Figure 1., Photo-
micrographs at 75X and 500X magnifications (Figs. 2-21) show
the extent of dealloying observed for each copper alloy and
the effectiveness of cathodic protection for selected alloys.

The copper-beryllium (CDA alloy 172) and the copper-cobalt-
beryllium {CDA alloy 175) were susceptible to dealloying
(Figs. 2 & 3), but this dealloying was prevented by cathodic
protection,
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Commercial bronze, 90% (CDA alloy 220) and red brass, 85%
(CDA alloy 230) were not completely immune to dealloying as
shown in Figs. 4 and 5, respectively. Surprisingly, CDA
alloy 220 showed slightly more dealloying than CDA alloy 230.
These observations were not expected, because it has been
reported that the lower the zinc content in a brass the less
susceptible the alloy is to dezincificr.tion (9) and that
alloys containing less than 15-20% zjinc are believed to be
immune to or rarely experience dezirncification (28, 29) For
the copper alloys containing only zinc as an alloying
element (CDA alloys 220, 230, 260, 268, and 280) the present
data indicated it was preferable to keep the zinc content
below 15 percent (compare Figs. 4 and 5 with Figs. 6a, 7a,
8, 9a, and 10a), but this alone was not sufficient to
completely prevent dealloying. In the CDA alloy 280,
cathodic protection was also not sufficient to completely
prevent dealloying (Fig. 10b)l Admiralty brass inhibited

with arsenic (CDA alloy 443) was not completely immune to
dealloying (Fig. 11). Dealloying of this alloy was
prevented, however, with cathodic protection by a zinc
anode.

Naval brass (CDA alloy 464) showed considerable dealloying
(Figs. 12a and 13a) when not protected, and cathodic
protection from a zinc anode was not completely effective
in preventing dealloying, as shown in Fig., 13b. It is
interesting to note that other investigators had very dis-
appointing results with cathodic protection of Naval brass
by steel anodes or steel-sprayed water boxes (30).

Phosphor bronze, 10% D (CDA alloy 524) also showed some de-
alloying, Fig. 14, but this was prevented by cathodic
protection. Each of the aluminum bronzes studied (CDA
alloys 608, 612, and 614) showed only a small amount of
dealloying (Figs. 15b, 16b, and 18a), and this dealloying
was prevented by cathodic protection (Fig. 18b). High
silicon bronze A (CDA alloy 655) also showed some dealloying
(Fig. 19b), which was prevented by cathodic protection.

Copper nickel 30% Ni, 5% Fe (CDA 716) showed quite severe
corrosion (Fig. 20a) and some dealloying (Fig. 20b), both
of which were prevented by cathodic protection. Some
copper of an amorphous appearance was evident on the
surface of the unprotectcd copper specimen as shown in
Fig. 21b.

A small amount of dealloying was observed on CDA alloys 230,
443, 608, 612, and 614. These alloys possibly could be used
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unprotected for a two-year period in quiescent seawater, but

this vould depend on the quantity of dealloying tolerable in
a specific application.

The two alloys (CDA alloys 280 and 464), in which cathodic
protection from zinc anodes was not completely effective in
preventing dealloying, dezincified at the faying surfaces of
the alloy and the zinc anodes which were mounted directly on
the copper alloys.

The selection of areas from which metallographic specimens
were taken was based on visual observations indicative of
dealloying, i.e., the specimens were sampled at locations
that had a coppery appearance. The location at which de-
alloying was observed varied with the alloy. For CDA alloys
260, 268, 612, 614, and 716 the location varied from the
crevice opening to inside the crevice. The remainder of the
alloys which showed this type attack were dealloyed outside
the crevice openirg., The observations that several alloys
dealloyed within the crevice did not support the often-
quoted statement that "copper alloys corrode outside the
crevices rather than within the crevices." These observations
are significant, because in the past it had generally been
conceded that metal ion concentration cells were principally
involved in the corrosion of copper alloys in the presence
of crevices and that areas outside the crevices would have

a lower concentration ¢f copper ions, thus be anodic and
corroded.

Electrochemical Potentials

The electrochemical potential of each specimen was measured
relative to a Ag/AgCl reference electrode with either a high
impedance electronic voltmeter or potentiometer, The
potential data obtained during the first 353 days of the
study for specimens without cathodic protection have been
plotted as a function of time in Figs, 22 through 25. The
potentials of specimens cathodically protected with zinc
anodes varied little during the same time interval. Within
the limits of error of the experiment, all protected specimens
were polarized to the same potential. Therefore, all
potential data for protected specimens were pooled (486
measurements) for analysis. The mean potential was -1.007
volts with a standard deviation of 0,021 volts.

Although galvanic series based on electrochemical potentials
are useful to the design engineer to appraise galvanic
compatibility in the absence of other more direct data, there




was great practical difficulty in arranging alloys into such
a series.

The criterion often used to prepare a galvanic series was

the mean potential. This would be quite adequate for an
alloy such as CDA alloy 268, yellow brass, which maintained
the same potential within a very narrow range over the whole
measuring period, but was hopelessly inadequate for an alloy
such as CDA 716, copper-nickel, 30% Ni, 5% Fe. The authors
have chosen to rank the alloys by preparing histograms of the
number of observations versus the observed potential (Fig. 26)
and ranking the alloys subjectively. The galvanic series
determined in this manner is shown in Table 3. The mean,
median, and standard deviations of the potential measurements
haw also been shown to 1acilitate direct comparison with

data reported by other observers.

As indicated above, it was extremely difficult to establish
a direct ranking because of the marked spread in the
potential data for some alloys. Our data indicated that
one would be unable to predict the more active alloy within
a galvanic couple, and that this might reverse from time

to time.

In general, the potentials reported in this paper were
somewhat more electropositive than the potentials reported
by others in seawater flowing at 8-13 ft/sec. (12). The
more positive potentials observed under quiescent exposure
conditions were not unexpected. In flowing seawater the
corrosion products, which would generally be more electro-
positive to the base alloy, would be much more readily
removed than under quiescent conditions. There was no
correlation between the electrochemical potentials of the
alloys studied and the type or severit+ of corrosion
observed.

Marine Fouling Characteristics

The inherent ability of copper to resist marine fouling
has been recognized for many years. As early as 1761 the
British Admiralty took advantage of this characteristic
and used copper as an antifouling sheathing for wooden
ships; the characteristic is still of interest to the
materials engineer for the design of modern marine
apparatus. It has been reported that copper and copper
alloys to remain free of fouling must corrode to liberate
copper at a minimum rate of 5 mg/sq dm/day (mdd) (26, 31)
(about 0.8 mpy). The corrosion rates of the materials in
this study were less than the rate required to prevent
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fouling. As would be expected, therefore, none of the
alloys was completely free of marine fouling. The amount
of marine fouling on the specimens was visually estimated
after 399 and 735 days exposure. An arbitrary rating for
fouling resistance was used to assesseach specimen at
each of the inspection times. These data are summarized
in Table 4. The relative ease of removing the fouling has
also been indicated.

Marine fouling was attached to all unprotected specimens
to varying degrees. Unprotected yellow brass and Naval
brass were the most resistant to fouling. Specimens which
were cathodically protected did not corrode and therefore
did not resist fouling. Some alloys resisted fouling for
399 days bLut were relatively heavily fouled after 735 days
exposure. This behavior was probably the result of lower
corrosion rates with time as discussed earlier (26).

SUMMARY AND CONCLUSIONS

1. Seventeen copper alloys and unalloyed copper which
served as a control were exposed for 735 days in quiescent
seawater at Key West, Florida. Two specimens of each
material we:e studied. One specimen was unprotected, and
the other was cathodically protected with a zinc anode.

2. All unprotected specimens had a low average corrosion
rate; the maximum observed was 0,74 mpy. Some specimens
had relatively severe localized corrosion. The maximum
depth of localized attack was 43 mils, and it occurred
near the crevice of the copper-nickel alloy which
con;ained 30 percent nickel and 5 percent iron (CDA alloy
716).

3. Contrary to expectations several alloys showed localized
corrosion and dealloyed within the crevices.

4. Low iron copper-nickels (CDA alloys 706 and 715) were
essentially immune to dealloying in quiescent seawater
even without cathodic protection.

5., Althouga a small amount of dealloying was observed on
CDA alloys 230, 443, 608, 612, and 614, the present data
indicated that these alloys could possibly be used un-
protected for a two-year period in quiescent seawater.
Their practical usefulness in the unprotected conditions,
however, would depend on the quantity of dealloying
tolerable in a specific application,
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6. The other copper alloys studied varied considerably
as to the amount of dealloying observed. CDA alloys 260,
268, 280, and 464 showed very severe dealloying.

7. Cathodic protection from a zinc anode was not

} sufficient to completely prevent dealloying of CDA alloys
280 and 464, but was effective in preventing dealloying
and other corrosion observed on all other alloys studied.

8. A galvanic series for the copper alloys has been included
in this report. Because of the spread in the electrochemical
potentials observed it is difficult to predict for many of

the alloys when they would be anodic or cathodic to some of
the other copper alloys. The potentials observed in quiescent
seawater were more positive, however, than the potentials of
similar materials in flowing seawater reported by other
investigators.

9. Marine fouling was attached to all unprotected specimens
to varying degrees. Unprotected yellow brass and Naval
brass were the most resistant to fouling. All cathodically
protected specimens were heavily fouled.
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Table 3

Galvanic Series - Copper Alloys
353 Days Quiescent Seawater

Key West, Florida

1)

Electrochemical Potential

Alloy to Ag/AgCl (Volts - Negative)

Name CDA No. Hedian ean .Dev,

Noble Copper -Nickel,30% Ni, 716 0.111 0.115 0.075

{Cathodic) 5% Fe

End
Phosphor Bronze, 10% D 524 0.144 0.148 0.038
Copper-Beryllium 172 0.196 0.181 0.042
Copper -Nickel, 30% 715 0,200 0.199 0.013
Copper - 0.200 0.199 0.043
High Silicon Bronze A 655 0,204 0. 204 0.015
Aluminum Bronze, D, 7% Al, 614 0,209 0.180 0.056
2% Fe
Copper-Cobalt-Beryllium 175 0. 215 0.211 0.021
Yellow Brass, 66% 268 0.220 0.217 0.012
Cartridge Brass, 70% 260 0,222 0.222 0.010
Admiralty, Arsenical 443 0.223 0,217 0.018
Aluminum Bronze, 5% Al 608 0,226 0.228 0.018
Aluminum Bronze, 9% Al 612 0.232 0.230 6.014
Copper-Nickel, 10% 706 0.233 0.236 0.036
Naval Brass, Uninhibited, 464 0.235 0.235 0.015
Grade A

Commercial Bronze, 90% 220 0,235 0.235 0.023
Red Brass, 85% 230 0,273 0.270 0.058

Ignobde Muntz Metal, 60% 280 0.331 0.321 0.030

l*nodic

End)
320
Notes: M

(1) Data were pooled (486 measurements) for specimens cathodically
protected with zinc anodes. The mean potential was -1.007 volts
to the Ag/AgCl reference electrode with a standard deviation of

0.021 volts.

(2) The mean of twenty-seven measurements for each specimen.
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Table 4

The Fouling Resistance of Copper and Copper
Alloys After 399 Days and 735 Days in
Quiescent Seawater at Key West, Florida,
. Without Cathodic Protection

1
Name Aldoy CDA No. %y:es 18“%:2( I)Days
Copper - Best Intermediaté%)
Copper-Beryllium 172 Best Intermediatéz)
Copper-Cobalt-Beryllium 175 Least Leasé4)
Commercial Bronze, 90% 220 Least Leasé4)
Red Brass, 85% 230 Least Intermediate(ﬁ
Cartridge Brass, 70% 260 Best Intermediatéz)
Yellow Brass, 66% 268 Best Beséz)
Muntz Metal, 60% 280 Intermediate Leasés)
Admiralty, Arsenical 443 Best Leaséz)
Naval Brass, Uninhibited,(Grade A) 464 Best Best'?
Phosphor Bronze, 10% D_ 524 Intermediate Internediatéz)
Aluminum Bronze, 5% Al 608 Least Leasé4)
Aluminum Bronze, 9% Al 612 Intermediate Intermediaté3)
Aluminum Bronze D, 7% Al, 2% Fe 614 Intermediate Intermediaté4)
High Silicon Bronze A 655 Best Leastm)
Copper-Nickel, 10% 706 Intermediate Intermediaté3)
Copper-Nickel, 30% 715 Intermediate Intermediatés)
Copper-Nickel, 30% Ni, 5% Fe 716 Least Leasés)
Notes: Mmcan

(1) The Relative fouling resistance of the alloys at the length of
exposure indicated. "Best" indicates slight fouling and “"least"

complete fouling.

(2) Fouling was completely and easily removed from these alloys by

pressure washing (2 gpm at 500 psi).

(32) A slight amount of hard fouling roemained on these alloys after

pressure washing,

(4) A moderate amount of hard fouling including some barnacles
remained on these alloys after pressure washing.

(5) These alloys were almost completely covered with hard fouling

and some barnacles after pressure washing.
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(a)

MC-273

Fig. 2 - CDA alloy 172 (copper-beryllium). Sampled near crev-

ice; 735 days in quiescent seawater at Key West Florida. Etched
(0.5%CrOg, 1volt, 30 seconds). a) 75X magnification; b) 500X

magnification.
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(a)

MC-275

(b)

MC-276

Fig. 3 - CDA alloy 175 (copper-cobalt-beryllium). Sampled just

outside crevice; 735 days in quiescent seawater at Key West,
Florida. Etched (0.5%CrOg, 1 volt, 30 seconds). a) 75X magnifi-
cation; b) 500X magnification.

19
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Fig. 4 - CDA alloy 220 (commercial bronze, 90%). Sampled near

crevice; 735 days in quiescent seawater at Key West, Florida.
Etched (NH,OH-5 parts, HyO-5 parts, 3%Hg09-2 parts, 30 sec-
onds). a) 75X magnification; b) 500X magnification,
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(a)

MC-279

Fig. 5 - CDA alloy 230 (red brass, 85%). Sampled at specimen

center, i.e., remote from the crevice; 735 days in quiescent

. seawater at Key West, Florida. Etched (NH4OH-5 parts, H3O-
5 parts, 3%Ho0-2 parts, 30 seconds). a) 75X magnification; b)
500X magnification.

21

(b)

"MC-280




{a)

MC-28I

(b)

MC-282

Fig. 6 - CDA alloy 260 (cartridge brass, 70%). a) No cathodic
protection, sampled at crevice opening; b) cathodic protection-
zinc anode, sampled wnder zinc anode; 735 days in quiescent
seawater at Key West, Florida. Etched (NH 4OH-5 parts, H,0-5
parts, 3%H202-2 parts, 30 seconds). 75X magnification.

22




Fig. 7 - CDA alloy 260 {cartridge brass, 70%. a) No cathodic

protection, sampled at crevice opening; b) cathodic protection-
zinc anode, sampled under zinc anode; 735days in quiescent
seawater at Key West, Florida. Etched (NH4OH-5 parts, HoO -5
parts, 3%}1202-2 parts, 30 seconds). 500X magnification.

23

(b)

mc-284
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(b)

§ MC-286

Fig. 8 -~ CDA alloy 268 (vellow trass, 66%). Sampled in crevice;
735 days in quiescent seawater at Key West, Florida. Etched
(NH,OH-5 parts, HyO-5 parts, 3%Hy0o-2 parts, 30 seconds). a)
75X magnification; b) 500X magnification,

24

ufemuttinmetion ittt snnfiiunas Sodateom




(a)

MC-287

(b) g

L B TIPS -2
Fig. 9 - CDA alloy 280 (Muntz metal, 60%). a) No cathodic pro~
tection, sampled near crevice (30-second etch); b) cathodic i
protection-zinc anode, sampled under zinc anode (5-second i
etch); 735 days in quiescent seawater at Xley West, Florida.
Etched (NH4OH-5 parts, H,O-5 parts, 3%H202—2 parts). 75X
magnification,

25




Fig. 10 - CDA alloy 280 (Muntz metal, 60%). a) No cathodic protec-

tion, sampled near crevice (30-second etch); b) cathodic protection-
zinc anode, sampled under zinc anode (5-second etch); 735 day s in
quiescent seawater at Key West, Florida. Etched (NH,OH-5 parts,
Hy0-5 parts, 3% H202-2 parts). 500X magnification.
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(a)

(b)

- vy » B ‘ [V

Fig. 11 - CDA alloy 443 (Admiralty, arsenical). Sampled just outside
crevice; 735 days in quiescent seawater at Key West, Florida, Etched
NH4OH-5 parts, H,0-5 parts, 3%H202-2 parts, 30 seconds), a) 75X
magnification; b) 500X magnification,
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(a)

MC-293

(b)

MC-294

Fig. 12 - CDA alloy 464 (Naval brass, uninhibited, Grade A). a) No
cathodic protection, sampled near crevice; b) cathodic protection -
zinc anode, sampled under zinc anode; 735 days in quiescent sea-
water at Key West, Florida. Etched (NH,OH-5 parts, H,0-5 parts,
3%H202-2 parts, 30 seconds). 75X magnifitation.
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Fig. 13 - CDA alloy 464 (Naval brass, uninhibited, Grade A)

(a)
- MC-295
(b)
- e "fvé k%’sé T TV 1C-296

. a) No
cathodic protection, sampled near crevice; b) cathodic protection -
zinc anode, sampled under zinc anode; 735 days in quiescent sea -
water at Key West, Florida. Etched (NH OH-5 parts, H20-5 parts,
3%H202-2 parts, 30 seconds). 500X magnification,
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(a)

MC-297

MC-298

Fig. 14 - CDA alloy 524 (phosphor bronze, 10% D). Sampled just out-
side crevice; 735 days in quiescent seawater at Key West, Florida.
Etched (K Cr207-2 g, HZSO4-8 ml, NaCl saturated solution-4 ml,
Hy,0-100 m1; all diluted with 2 vol Hy0, 15 seconds). a) 76X magnifi-
cation; b) 500X magnification.
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{(a)

MC-299

(b)

MC-300

Fig. 15 - CDA alloy 608 (aluminum bronze, 5% A1). Sampled outside

crevice; 735 days in quiescent seawater at Key West, Florida.
Etched (NH4OH-5 parts, HoO-5 parts, 3%H202-2 parts, 30 seconds).
a) 75X magnification; b) 500X magnitication.
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(@)

MC-301

()

“ Fig. 16 - CDA alloy 612 (aluminum bronze, 9%A1). Sampled at crev-

‘ ice opening; 735 days in quiescent seawater at Key West, Florida.
Etched (NH,OH-5 parts, Hy0-5 parts, 3%Hy0,-2 parts, 30 seconds).
a) 75X magnification; b) 500X magnification.
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NOT REPRODUCIBLE

(a)

‘MC-303

(b)

MC-304

Fig. 17 - CDA alloy 614 (aluminum bronze, D, 7% Al, 2% Fe). a) No
cathodic protection, sampled at crevice opening; b) cathodic protec-
tion-zinc anode, sampled in crevice; 735 days in quiescent seawater
at Key West, Florida. Etched (0.5%CrOg, 1 volt, 1 minute). 75X
magnification,

a3
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magnification,

— —
(a)
MC-305
(b)
FE T e e e MC-306
T i
Fig. 18 - CDA alloy 614 (aluminum bronze, D, 7% A1, 2% Fe). a) No \
cathodiz protection, sampled at crevice opening; b) cathodic protec- :
tion-zinc anode, sampled in crevice; 735 days in quiescent seawater .
at Key West, Florida. Etched (0.5%CrOg, 1volt, 1 minute). 500X !
t
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(a)

MC-307

(b

MC-308

Fig. 19 ~ CDA alloy 655 (high silicon bronze A)., Sampled outside

crevice; 735 days in quiescent seawater at Key West, Florida.
Etched (K3Cry0,7-2 g, HySO4-8 m1,NaCl saturated solution-4 m1,
Hy0-100 m1; all diluted with 2 vol HyO, 10 seconds), a) 15X mag-~
nification; b) 500X magnification.
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NOT REPRODUCIBLE

(a)

MC-309

(b)

MC-310

Fig. 20 - CDA alloy 716 (copper nickel, 30% Ni, 5% Fe). Sampled
at crevice opening; 735 days in quiescent seawater at Key West ,

Florida. Etched (K20r207—2 g, HyS04-8 ml, NaC1 saturated
solution -4 m1, H20-100 m1l; all diluted with 2 vol HyO, 15 sec -

onds). a) 75X magnification; b) 500X magnification.
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NOT REPRODUCIBLE

Fig. 21 ~ Copper. Sampled in crevice; 735 days in quiescent sea-
water at Key West, Florida. Etched (NH4OH-5 parts, Hy,O-5 parts,
3%Hy09-2 parts, 30 seconds). a) 75X magnification; b) 500X
magnification,
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{(a)

MC-311

{(b)

MC-312

b —— e




*BpLIOLT ‘1S9M\ 403 1B 19jemeds jusosomb uy
uoyj0aj0xd OIpPOYIED JNOYIIM pesodxs sLo[[e wmI[[AI9q-3[Bq0o-I3ddod pue umj[fraq
-19ddoo pue xeddoo xoy aurp JO UCHOUN} B 88 sTEyjudjod [BOTWSYD0XI09TH - 22 *Sid

8961 (SAVA) 3INIL 2961
833 | NVP | 230 | AON | 120 | 1d3S | oW | Int | NAP | AVW | ¥dv | HVW |
0S¢ 00€ 0s2 002 osl 00! oS 0
_ _ T T _ T T 90
—c0-
I¢°I

(WNINTAY38-1TVB02-¥3d4d0D) S41 AOTTV va) ¥
(WNITTAY3E-¥3dd0D) 241 AOTTV VAD ¢ -0+
¥43d4d0D ©

aN3937

434 126y /0v (A) IVILNILOd TVIIW3IHOOHL1D33

38




-

“8plIOlI ‘18oM AO3 jB Iajem
-8as Jua08anb uy uoro9joId OTPOYIBO JnoYIM pasodxe sLofe upy-ourz-aoddoo pus
sfore ouyz-aeddoo 1oy suIpy Jo uouOUNI B S8 sTR[IUSI0d [EOTWIYIOIIRT - €2 *S1d

896l (SAVA) 3INIL 1961
| 934 | NV | 220 )| AON | 120 | 1d3S | 9Ny | Nt | NP | AYW | dHdy | VYW |
(0,59 00t 0,°T4 002 (o] (0,0]} (0,5 0
] I | ] | I | 90-
—go-

{V 30vH9O G3LIBIHNINN'SSYHE TWAYN) ¥9b AOTW VaD
(TWIINISYY ‘ALTVHINGY) €46 AOTV VAD
(%09'IVL3IW ZLINNW) 082 AOTIV VAD

(%99°SSYY8 MOTI3A) 892 AOTIV VAD

(%04 'SSYY8 390181¥VI) 092 A0V VaD

(%G8 'SSvya @3d) 0£2 A0V VvaD

(%06 *IZNOYB TVIDH3IWWO0D) 022 AOTTIV Vad

OedqeDEe

aN3937

l |
© o
i

1
o
+

33y 196v/0v (A) TVILINILOd IVIIW3HOONLI3 3

39



-y

R ]

‘BPIIOLT ‘189 A9 je J9jemeas jJuadsomb ur uopooad
2IpoYlIEBOd Moy poasodxa Lofre uodifis-aoddoo pus ‘sfo[fe wnupunre-Jaddoo
‘Kofre up-aaddoo 10y ewyy Jo uopouny B se s[epusjed [BITWAYOCIIOA[T - $3 ‘S1d

896) {SAVa) 3INIL 196]
{ 833 | Nvr | 230 | AON | 120 | 1d3s | onv | nt | NPt | AVWN | 8dV | uHYW |
(0,53 [0,0,% 0S<2 00¢ (0°]] 0¢]} 0S Ow.Ol
L 1 | i | | |

|
<
(@

[

1
o

(v 3ZNOY8 NODJITIS HOIH) 689 A0V Va0 @

(84 %2V %L ' 3ZNOHE WNANIWNTY) $19 AOTTV VAD v
(7 %6 'IZNOYE WNNIWNTY) 219 ACTTV VAD v

(V %S ‘3ZNO¥8 WNNIWNTIV) 809 AOTTV V4D »

{Q %01 “3ZNOY8 HOHJSOHd ) ¥2S A0V Vad o

an3937

]
S
+

C e e —— e e )

40

434 136v/6V (A) WILNILOd TVIINIHOOWLO3 T3



- ———— g, v

Y T T T Y T

|
=
A “gprIoLd “4159M Ao 38
p I1938MBIS Jua08sInb Ul uorosjoad O1poyeo oYM pasodxe sLore [eyOTU
< -I2ddod 10y oW JO UOTIOUNY € SB STeruajod [eoTWayo0x0o[d ~ 67 *Sid
o
]
& 8961 (SAV) 3WIL 296
| 833 | Nve | 030 | AON | 120 | Ld3s | o9nv | nt | Nnr | AVW | Hdv | ¥VWN
0Ge 00¢ oce 002 06| 00l 0s 0o

(94 %S -IN %O “1INIIN ¥3dd0J) 912 A0TTV vad ¥
(%O0€ ‘13NN YIdd0J)GIL A0V vaD o
(%Ol *13NJIN ¥3dd0J) 90L ATV VA ©

aN3937

[

[

1o+

434 196v/0y (A) IVILNILOd TWIW3IHIOON1D313

41




%0¢

“I3NOIN ¥3dd0D _|

|| SiZ A0V vad

MTT _l_:lr f I
WNIinAY38e
- Y3dd0D

¢ll A0V vad

—

a %0l

Q-

94 %S ‘IN %0¢€
TI3INIIN ¥3ddOD

MITT] |
:l— thvi 3ZNOY¥E YOHdSOHd
»2s A0V Vvad

91, AOT1V VAl




e

— o

il

94 %2 IV %L
d 3ZNoH8 WNNINNTY

T

19 AOTTIV va

o

V 3ZN0oyd
NODITNS HOH

GG A0V VAD

T

H3dd0Jd

| -
—

ol

0])

SNOILVAY3SH80 40 43FANN

A T



AR G o

B R iy caad PSR SRR

%99'SSvdE MOT13A
892 AGTV vAD

o

|
n

L
Q

—

NNINTAY3E
-11vE809 -4¥3dd0d

Gl A0V vad

IF I

SNOILVAY3SE0 40 H38W

S

T L e i




W %G
3ZNOYE WNNINNTY

809 A0V VAO

]

- W

vl
-NISYV ALTVHINGY

Shy AOTIV VGO ||

% 0L
‘SSvyg 39014.14VI

092 A0V vad

o Ul

Ol

Ol

40 Y38ANN




Vv 3avy9
Q31I8IHNINN
SSviya TVAVN

¥9v vad

b0

%01 *TIMOIN Y¥3ddo2
90. AOTV Va2

IV %6
3ZN0oY8 WNNIWNTY

219 A0V vad

observe
Florida,

Fig. 26

1

—

SNOILVAY3SHO 40 Y38ANN

Iz




————— T ——FS———- v T Y

(Page 44 18 Blank)

A9N3IYI43Y 19 by/by
(A) TVILNILOd TVOINIHO0Y 19313

0 0020- 00t 0- m H
T T :: :_ 0 .m.w.
3
K
%09 *TVLIN ZLNNW 2 %
082 A0V Va0 c § m
: 2y |
‘ 28 :
_ [ T 0°© E s |
it
<4 2
© “. -«
%G8 ‘ssvyE a3y g4
0£Z AOTV V@D L d¢ 58
28
0 S ,
I g | m m .
%06 ‘IZNONE mm _,
VIQNIANOD || LY o
022 A0V vad | de w m.m !
p & 8
EER
I | \_I‘ | o

18
v 30vy9
Q3LIGIHNINN |

AL Il AL N



- o Gp eie WG R CAPWAR S el v T

UNCLASSIFIED

Securilx Classification

DOCUMENT CONTROL DATA-R&D

(Security classitication of title, body of ab t and indexing tation must be entered when the overall report ls classified)
e ————————
1. ORIGINATING ACTIVITY (Corporate author) 28. REPORT SECURITY CLASSIFICATION
Naval Research Laboratory UNCLASSIFIED
Washington, D.C. 20390 2b. GROUP

3. REPORT TITLE

MARINE CORROSION STUDIES, THE CORROSION CHARACTERISTICS AND RESPONSE TO
CATHODIC PROTECTION OF COPPER ALLOYS IN QUIESCENT SEAWATER
(Eight Interim Report of Progress)

4. DESCRIPTIVE NOTES (Type of report and inclusive dates)

A progress report.

8. AUTHOR(S) (Firat name, middle initial, last name)

Groover, R. E., Lennox, T. J. Jr., Peterson, M. H.

[6. NEPORT DATE 7a. TOTAL NO. OF PAGES 7b. NO. OF REFS
October 1970 48 31
88. CONTRACT OR GRANT NO. “.»OﬂlclNAToﬂ's REPORT NUMBERI(S)
NRL Problem M04-02
b. PROJECT NO. NRL Memorandum Report 2183
SF 51-542-602-12431
e, ob. g‘{:i'z.:ozfi#onr NOLS) (Any other numbers that may be assigned
d. -

10. DISTRIBUTION STATEMENT

This document has been approved for public rclease and sale; its distribution is unlimited.

ey
11. SUPPLEMENTARY NOTES 12. SPONSORING MILITARY ACTIVITY

Naval Ship Systems Command
Department of the Navy
Washington, D.C. 20390

13. ABSTRACT

The corrosion characteristics, dealloying susceptibility, marine fouling characteristics,
and the response to cathodic protection of seventeen copper alloys and vnalloyed copper,
which served as a control, were studied in quiescent seawater.

Detailed examination after 735 days showed that several ailoys in the unprotected con-
dition had severely corroded either by deep localized attack or by dealloying. The corrosion
rates were determined; on the unprotected specimens a maximum rate of 0.74 mils per voar
was observed.

Cathodic protection from zinc anodes reduced the corrosion rate to essentially zero and
prevented localized corrosion except in Naval brass and Muntz metal where metallurgical
studies indicated that dealloying was not completely prevented.

Histograms have been presented for the electrochemical pote.tials of each specimen,
and a galvanic series for thc copper alloys has been included. There was no correlation be-
tween the electrochemical potentials and the type or severity of corrosion.

The resi ;tance of the copper alloys to marine fouling varied widely. A1l unprotected
specimens fouied to some extent, whereas the cathodically protected specimens were heavily
fouled.

|
-
DD 2V.1473 tPace 1) 4 UNCLASSIFIED
$/N 0101.807-880" Security Classification

e a e ey et Wi iy it 4 LK SO, Wi il A~ T e —— £



- T T SRR Rl e o SRR S Sl S

UNCLASSIFIED
Security Classification

14, LINK A INK (L]
KEY WORDS Link ® LiNk €

AOLE LAl ROLK wyr ROLE wT

Copper alloys

Dealloying

Cathodic protection
Electrochemical potential
Fouling

Corrosion

Seawater

Galvanic series

Zinc anodes
Metallography

DD “N.1473 acx) 46 UNCLASSIFIED
(PAGE' 2) Security Classification

—— e .

s




