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EXECUTIVE SUMMARY

The purpose of this document is to summarize the primary results of the Hg
compatibility research in support of the SNS target. In the absence of possible
synergisms resulting from beam/irradiation effects, wetting of 316L/316LN stainless steel
under SNS conditions by the Hg target is expected to be very limited. As a result,
significant interactions such as dissolution, mass transfer, and embrittlement affecting
general compatibility are not anticipated. A wide range of experiments on 316L/316LN
stainless steel, including thermal convection and pumped loops, confirmed low
corrosion/penetration rates in Hg up to 305°C and little or no wetting or mass transfer
below about 250°C. A variety of standard mechanical tests comparing behavior of 316L
in air and Hg revealed limited wetting and no degradation of mechanical properties such
as reduced elongation or development of brittle fracture features. Preliminary fatigue
tests indicated a negative effect (reduced cycles to failure and intergranular cracking) at
very high loads for 316LN, but little or no effect at more modest loading. Annealed
316LN was found to be somewhat susceptible to cavitation-erosion damage, but
significant improvement was realized with a kolsterizing surface treatment or cold-
working the material. Within the scope of these test conditions, no compatibility-limited
operations were identified for type 316L/316LN stainless steel (and variations thereof) as
the Hg target containment material. More limited compatibility data on other materials

are also reported.






1. INTRODUCTION

The Spallation Neutron Source (SNS) will generate neutrons through interaction of
a pulsed 1.0 GeV proton beam with a liquid mercury target. Type 316L/316LN austenitic
stainless steel has been selected as the target containment material’ based on a
favorable combination of several factors, including resistance to corrosion by Hg,
satisfactory retention of mechanical properties in a radiation environment, and the
absence of a ductile-brittle transition temperature such as that found in ferritic stainless
steels. The full scope of the SNS target materials research and development program is
reviewed in references 2-3, where the compatibility work is described in the overall
context of the materials R&D program.

A critical issue affecting the corrosion of materials by Hg is the relative degree of
chemical wetting of the material surface. For the purposes of this discussion, chemical
wetting is defined as sufficiently intimate interaction that chemical exchange at the
atomic level is possible. In a macroscopic sense, chemical wetting is indicated by a low
contact angle between the liquid and a solid substrate — that is, a thin film of liquid covers
the surface rather than individual spheres, or “beads,” of liquid resting with limited
contact area on the surface. Further, chemical wetting is commonly indicated by
significant adhesion of the liquid to the solid surface. Without chemical wetting, it is
impossible for the liquid to degrade the solid through simple dissolution or any other
reaction.

It is important to distinguish chemical wetting from thermal wetting. Various
experiments in support of the SNS design showed that the thermal conductivity between
Hg and stainless steel containment approached theoretically calculated values under a
variety of circumstances in which macroscopic evidence of chemical wetting was
absent.* Similarly, it is expected that electrical conductivity between the Hg and stainless
steel substrate can exist without chemical wetting. In fact, for the SNS, it is desirable to
achieve good thermal wetting (meaning adequate heat transfer) in the absence of
chemical wetting (no adverse chemical reactions between the Hg and the containment).
Since chemical wetting is such a critical factor from a compatibility point of view, various
discussions of wetting in the remainder of this document refer to chemical wetting.

Austenitic stainless steels have proven very resistant to wetting by Hg. Perhaps
the primary reason is the thin and tenacious chromium-rich oxide film that forms
spontaneously on these alloys upon exposure to air. Without catalytic action (outside

influence), these oxide films are expected to resist interaction with Hg indefinitely
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because the affinity of Hg for oxygen is much less than that of Cr and Fe (and to a lesser
extent, Ni), which are the main elements in passive film formation in austenitic stainless
steels. In a simplistic view, the free energy of formation of Cr and Fe oxides have much
lower values than mercury oxides — meaning they are much more thermodynamically
stable — at modest temperatures.® In a practical sense, this means that Hg cannot be
expected to strip oxygen from passive films on stainless steel. However, if the oxide
films can be fractured or otherwise compromised, the possibility of wetting exists.

Wilkinson® found that wetting by Hg (as evidenced by the contact angle) was
critically dependent on surface layer cleanliness as opposed to any bulk properties of the
substrate. In particular, the presence of absorbed impurities was found to significantly
alter apparent wettability. Wilkinson® cited work indicating specimens of Fe, Ni, Mo, W,
and Ti that were polished, degreased, and bombarded with argon ions under vacuum
immediately prior to Hg drop placement on the “cleaned” surface showed similarly high
contact angles (poor wetting) compared with surfaces for which little cleaning effort was
expended. However, the contact angles decreased to zero (good wetting) when the
argon ion bombardment was reinitiated after placement of the Hg drop on the specimen
surface. The conclusion was that contamination of the surface, even incomplete
monolayers of contamination, could develop quickly and wetting only occurred if the
surface was completely free of oxide and other contaminants.

Lending some credibility to the inhibiting effect of residual oxide films is the
observation that small additions of Ti and/or Mg to Hg have been shown to improve heat
transfer between Hg and steel at relatively high temperatures.” The mechanism by which
this occurs has not been exhaustively studied, but it appears that Ti and Mg are capable
of gettering oxygen from both Hg and the steel surface, thus eliminating high-
temperature oxide films and enhancing wetting.

In preliminary compatibility studies for the SNS,® a variety of simple bench-top Hg
wetting experiments with various stainless alloys were attempted. Different types of
mechanical abrasion and chemical cleaning were used in an attempt to develop chemical
wetting on 304/316 stainless steels and other alloys, but wetting was inconsistent or non-
existent at/near room temperature. Although precise measurement of Hg and metal
substrate temperatures was not attempted, the most reproducible wetting of austenitic
stainless steel by Hg was achieved by raising the temperature to the range 225-275°C,
where beads of Hg (high contact angle) began to collapse and at least semi-adherently
coat the stainless steel substrate. The apparent wetting was quickly (seconds to

minutes) destroyed, however, by decreasing the temperature below that of the range
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identified above. This pattern of behavior was found to be consistently true in air, helium,
and vacuum.

Literature on compatibility with Hg identified several experiments in which small
additions of another liquid metal were made to Hg in an attempt to increase
wetting/interaction. Among the possibilities considered in the preliminary compatibility
experiments for SNS, Ga seemed to offer the most promise as an additive to Hg because
of its reputation as an aggressive liquid metal that wets many materials in its own right,
does not contaminate Hg in terms of neutronics or waste disposal, and critically, has
some solubility in Hg even at room temperature. As a result, a variety of bench-top
wetting experiments also were conducted with Hg containing up to 1000 wppm of Ga.
Initially, it was thought that the Ga additions encouraged wetting, but further study
indicated only that a gallium oxide “scum” loosely adhering to test pieces was
misinterpreted as evidence of wetting.”'® Nevertheless, a few subsequent experiments
included Ga additions to Hg to examine potential changes in wetting behavior.

In sum, these preliminary compatibility experiments indicated that at the expected
SNS operating temperatures (up to about 100-120°C) Hg does not readily wet potential
target containment materials such as 316L/316LN stainless steel. However, despite the
relatively low operating temperatures, it was anticipated that wetting may be
experienced/promoted in the actual SNS target via possible synergistic action resulting
from some combination of the presence of thermal hot spots, radiation
damage/segregation in the presence of Hg, and the generation of fresh oxide-free
surfaces that result from potential fatigue/thermal-shock loading conditions or cavitation-
erosion. Accordingly, to examine potential “worst case” compatibility, many experiments
were performed at artificially higher temperatures to obtain wetting and exacerbate
potential interaction between Hg and the test material.

Upon that background, the purpose of this document is to review the primary
results of the research effort to examine potential compatibility issues for the SNS target
container material (316L/316LN stainless steel). This document does not include all of
the findings of the program, but highlights primary conclusions and makes reference to

the many relevant papers containing full details.






2. SUMMARY OF RESULTS

2.1 GENERAL DISSOLUTION AND THERMAL GRADIENT MASS TRANSFER

2.1.1 Thermal Convection Loops

Because the Hg in the target is expected to circulate between two relatively fixed
temperatures, one potential compatibility issue for the target containment is thermal
gradient mass transfer. In this form of corrosion, dissolution of the container material by
a flowing liquid in relatively high temperature (high solubility) regions is accompanied by
deposition of solute in relatively colder (low solubility) regions.”" As a result, dissolution
of material in the high temperature region is not limited by system equilibrium and,
therefore, corrosion can continue over time compared to ceasing when saturation is
reached in an isothermal/stagnant system. In addition, in the cold regions, deposition of
solute material has been known to block flow paths in liquid metal loops and can be the
life-limiting issue for systems of this type.'?

To examine the potential for thermal gradient mass transfer in the liquid mercury
target system, screening tests were initially performed using a rocker apparatus® to
generate Hg flow and a temperature gradient. As the target R&D program expanded,
however, more sophisticated analysis was undertaken using thermal convection loops
(TCLs), which were operated under a variety of conditions/durations.” "> The basic
design, fabrication, and operation of the TCLs has been previously documented "% '>"
but, for the convenience of the reader, a schematic of a typical TCL is shown in Fig. 1.
The heated vertical leg of the TCL (termed the hot leg) and the air-cooled vertical leg
(termed the cold leg) contained chains of test specimens for post-test evaluation via
visual and weight change assessment as well as light microscopy and scanning electron
microscopy of test surfaces and cross-sections. In addition, the TCLs themselves were
often sectioned for post-test examination of the internal surfaces. The TCLs were
operated with a prototypic temperature gradient, nominally about 70°C with one loop at
about 90°C, but at hot leg temperatures up to about 305°C to encourage chemical

wetting as previously discussed.
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Fig. 2. Schematic of the thermal convection loop design.
The distance between thermocouple wells on each vertical
section is about 70 cm, and the vertical sections are separated
by about 45 cm. Inside diameter of the loop tubing was 2.5 cm.

Among all the TCLs operated for this research program, the most significant result
representing interaction between annealed 316L stainless steel and Hg was observed in
the initial experiment. In this particular TCL," the experiment was continued
uninterrupted for almost 5000 h with annealed 316L stainless steel coupons in both the
hot leg (305°C peak) and cold leg (242°C minimum) with a mercury velocity of about
1.0-1.1 m/min around the loop. Coupons exposed above about 255°C experienced
weight loss and the development of a porous surface layer, each of which increased in
magnitude/depth with increasing exposure temperature.

The coupon at the top of the hot leg (305°C) experienced the maximum
degradation in this experiment, exhibiting a porous surface layer penetrating an average
of 9-10 ym after almost 5000 h. Representative photomicrographs are shown in Figs. 2

and 3, which compare the surface of unexposed and exposed specimens.



50 um

Fig. 3. As-polished cross-section of unexposed
316L stainless steel coupon showing slight
surface roughness in the as-machined condition.

Electron microprobe chemical analysis revealed that the porous surface of the
coupons exposed above about 255°C was completely depleted of Ni and about 70%
depleted of Cr. Further, the composition gradient at the interface between the depleted
surface material and the adjacent bulk material is very steep. A representative
microprobe scan is shown in Fig. 4 along with the area from which the microprobe data
was collected. The scans compare elemental concentrations in material just barely on

[T 1]

the liquid metal side of the reaction zone interface (surface side, “x” centered 6.8 ym
from the outer surface) with material just barely on the bulk side of this interface (“x”
centered 8.3 um from the outer surface). Similar analyses revealed the composition of
the corroded/porous layer to be the same everywhere and the composition of the
material on the bulk side of the interface matched that of the stainless steel far removed
from the interface. The absence of composition gradients in/near the reaction zone and
the analysis' indicating a very low activation energy for the leaching suggested the rate
controlling step for the process involved diffusion through the saturated liquid boundary
layer adjacent to the corroding surface. Such a situation is expected to have results that
are strongly dependent on velocity, e.g., mixing in the boundary layer, so for this

reason — as well as the fact that the SNS was to operate at higher velocities than those
experienced in the TCLs — some subsequent experiments examined the potential

influence of velocity on compatibility.



Fig. 4. As-polished cross-section of 316L
coupon exposed 5000 h at 305°C in Hg. Top photo
is optical microscopy; bottom photo is higher
magnification backscattered electron image. Light
colored spots in the porous layer in bottom photo
represent residual mercury.
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Fig. 5. Representative microprobe data
from the annealed 316L specimen from the
top of the hot leg (305°C) in the Hg TCL.
Note that the peak associated with Ni is absent
from the scan on the corroded material and the
peaks associated with Cr are significantly
reduced. The centers of the two measurement
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points — marked by “x” — are separated by
1.5 ym.

The composition of the corroded region in coupons from other locations in the loop
appears essentially independent of the exposure temperature and layer thickness.
However, no corroded layer at all was detected on coupons exposed at temperatures
below about 255°C.

Microstructural analysis revealed the surface layer to be quite porous —
approximately 23%,"® on average — which results in significant reduction in strength of
the affected material. The porosity is apparently interconnected in a complex labyrinth,
as small beads of Hg were located deep in the porous structure in regions not directly
connected to the surface in the plane of analysis.

Leaching of Ni from the surface of the specimen is consistent with the observation
that, at least at somewhat higher temperature, the solubility of Ni in Hg is considerably
higher than that of the other components of stainless steels.” The solubility of Cr is
somewhat lower in Hg, but still significantly higher than that of Fe. Leaching of Ni and Cr

from the austenitic matrix leads not only to porosity but to chemical instability of the
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microstructure, causing a phase transformation of the affected material to ferrite. A
practical consequence of this transformation is that the ferrite phase is magnetic (where
annealed austenite is not), so the transformation can be detected non-destructively and
and/or remotely.

No wetting or corrosion was observed for specimens exposed below about 255°C.
Because the Hg did not chemically wet the low-temperature coupons, no deposition
(mass transfer) was observed in the experiment. Much of the corrosion product
transferred from the hot leg to the cold leg side was simply rejected from solution as the
temperature dropped and it floated on the top of the Hg. Subsequent analysis of this
material after the loop was drained revealed primarily an amorphous Hg-rich material
with small amounts of crystalline NiO and (Cr, Fe),0,. The presence of gallium in the
“twin” TCL in the initial experiment did not increase wetting and in fact may have
somewhat inhibited reaction of Hg with the stainless steel because little or no weight loss
and no reaction layers were observed on the specimens from the loop with a Ga addition.

A series of TCL experiments was used to examine surface condition and thermo-
mechanical treatment variables for annealed 316L/316LN stainless steels. In addition,
other TCL experiments examined alternate alloys as well as other parameters such as
Hg velocity and the feasibility of using ultrasonic energy as a tool to create fresh surfaces
and chemical wetting in a TCL. Tables 1-7 provide a summary of the other TCLs and
related experiments used to examine thermal gradient mass transfer in support of the
compatibility program. The information is not intended to be all-inclusive but rather to

indicate the scope of conditions examined and the overall results.

Table 1. General summary data for Loops 1 and 2.

Item Description

Nominal test coupons Mill-annealed/surface ground 316L stainless steel

Test coupon variations -

Loop construction materials Mill-annealed 316L stainless steel

Special handling Both loops steam cleaned after assembly

Loop working fluid Pure Hg in one loop; Hg + 1000 wppm Ga in the other loop
Hg velocity 1.1 m/min

Test duration 5000 h

Temperature extremes Max 305°C in hot leg; min 242°C in cold leg

Summary See text in preceding paragraphs

Source: Reference 13.
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Table 2. General summary data for Loops 3 and 4.

Item

Description

Nominal test coupons

Test coupon variations

Loop construction materials
Special handling

Loop working fluid

Hg velocity

Test Duration

Temperature Extremes

Summary

Mill-annealed/surface ground alloy 718

- Coupons with one side polished
- Miniature tensile specimens

Mill-annealed alloy 718

Both loops steam cleaned after assembly

Pure Hg in one loop; Hg + 1000 wppm Ga in the other loop
1.1 m/min

5000 h

Max 305°C in hot leg; min 242°C in cold leg

Alloy 718 considered as an alternate target window or
confainment material. Due to relatively high solubility of Ni in
Hg'® and the observation that Ni was leached from stainless
steel in Hg service,” it was considered prudent to gather Hg
compatibi ItK data for this Ni-base alloy. Coupons exhibited
negligible change in weight and no change in surface
roughness as a result of exposure. The Ga addition to Hg
had no effect on compatibility but contributed to a “scum”
formation on the Hg surface and on some coupons.

Source: Reference 10.

Table 3. General summary data for Loops 5 and 6.

Item

Description

Nominal test coupons

Test coupon variations

Loop construction materials
Special handling

Loop working fluid

Hg velocity

Test duration

Temperature extremes

Summary

Mill-annealed/surface ground 316L stainless steel

- Polished (one side) - Sensitization heat treatment
- Oxidized - Miniature tensile specimens
- Gold coated (one side) - Etched

- Welded - Annealed 316LN

- Simulated radiation damage by ion bombardment

316L stainless steel

One loop had Hg soak at 310°C prior to standard operation
Pure Hg

1.2 m/min

2000 h

Max 306°C in hot leg; min 238°C in cold leg

The nominal coupons exhibited only isolated areas with porous
surface development along with Ni and Cr depletion (~5 pm in
2000 h). The %old—coated specimens also revealed non-uniform
attack, but perhaps enhanced or accelerated chemical wetting
because the deepest penetration on the gold-coated side
approached 15 ym. Although several treatments apparently
contributed to some post-test discoloration, none of the other
treatments generated a result significantly different than that of
tr}fe ntominal coupons. The pretreatment in Hg at 310°C had no
effect.

Source: Reference 14.
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Table 4. General summary data for Loops 7 and 8.

Item

Description

Nominal test coupons

Test coupon variations

Loop construction materials
Special handling

Loop working fluid

Hg velocity

Test duration

Temperature extremes

Summary

Mill-annealed/surface ground 316L stainless steel

- Gold coated (both sides)

- Polished (one side)

- Etched

- Sensitizing heat treatment

316L stainless steel

One loop steam cleaned after assembly

Pure Hg

1.2 m/min in bulk of loop ; ~5 m/min in reduced section
2000 h

Max 304°C in hot leg; min 230°C in cold leg

The nominal coupons exhibited a modest weight loss but no
significant increase in surface roughness. Comparison of
cougons in the reduced section (venturi shape) near the top of
the hot leg with those outside the reduced section indicated no
change in coupon performance and thus no significant influence
of Hg velocity in the range examined. None of the specimen
treatments significantly altered coupon performance compared to
the nominal specimens. The sensitizing heat treatment
revealed, however, that the fabrication process used to make the
specimens for this experiment (electro-discharge machining) had
significantly carburized some areas of the specimens.

Source: Reference 16.

Table 5. General summary data for Loop 9.

Item

Description

Nominal test coupons

Test coupon variations

Loop construction materials
Special handling

Loop working fluid

Hg velocity

Test duration

Temperature extremes

Summary

Mill-annealed/surface ground 316LN stainless steel

- Gold coated (both sides)
- Polished (one side)

- Welded

- Oxidized

316L stainless steel

None

Pure Hg

1 m/s in test sections (electromagnetic pump)

1000 h (not continuous)

Max 250°C in hot leg; min 100°C in cold leg

The purpose of this loop experiment was to expose test coupons
to Hg at velocities similar to those expected in the SNS target
(rather than the modest velocities achieved in the TCLs). With
the possible exception of an erosion component that removed
heat treatment scale from oxidized specimens, no change in

compatibility for 316LN specimens was observed in this loop
compared to the TCLs at lower velocity.

Source: Reference 19.
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Table 6. General summary data for Loop 10.

Item

Description

Nominal test coupons

Test coupon variations
Loop construction materials
Special handling

Loop working fluid

Hg velocity

Test duration

Temperature extremes

Summary

Mill-annealed/surface ground 316L stainless steel
None

316L stainless steel

None

Pure Hg

Stagnant in bulk; local agitation via ultrasonic energy
Series of 24-72 h exposures

Ambient

Bench-top exposures demonstrated that specimens of 316L
could be subjected to significant cavitation-erosion via pressure
pulses generated at locations remote to the specimen surface.
Attempts to use ultrasonic energy applied at the top of a TCL to
generate low temperature wetting in Hg proved unsuccessful.

Source: Reference 20.

Table 7. General summary data for Loop 11.

Item

Description

Nominal test coupons

Test coupon variations

Loop Construction Materials
Special Handling

Loop Working Fluid

Hg velocity

Test Duration

Temperature Extremes

Summary

Mill-annealed/surface ground 316LN stainless steel

- Bead-blasted surface

- 50% cold worked

- Kolsterized surface

- Nitronic 60

- 316L with kolsterized surface

316L stainless steel (previously used once)
None

pure Hg

1.2 - 1.4 m/min

2000 h

Max 307°C in hot leg; min 217°C in cold leg

There was no appreciable difference in coupon performance
between the nominal 316LN specimens and all the variants
thereof in this experiment, with all indicating very modest weight
change corresponding to negligible attack. In particular, the
kolsterized specimens performed identically to the nominal
316LN specimens. Weight changes associated with the
kolsterizing treatment itself indicate a process that is
reproducible but apparently very sensitive to base composition
and/or surface condition.

Source: Reference 17.
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2.1.2 Bench-Top Compatibility Tests

In addition to the series of thermal convection loop experiments, short-term bench-
top exposures using beakers and hot-plates were performed on an assortment of
materials exposed in static Hg. Generally speaking, the purpose of these tests was to
determine in an accelerated fashion — by raising the test temperature compared to
expected exposure conditions — whether there might be significant compatibility concerns
for a selected material in Hg.

The general results of these exposures — documented informally in electronic mail
messages to SNS staff — are consistent with expectations based on wetting tendency.
That is, materials susceptible to wetting by Hg generally experience discoloration
indicating a surface reaction, weight changes indicating general dissolution or pitting, or
embrittlement, characterized by cracking or loss of ductility, even in relatively brief
exposures. Over the course of the target materials R&D program, a wide variety of
elastomers in the form of o-rings, vibration pads, flexible tubing, and caulking materials
were examined in Hg. In addition, metals including Fe and Fe-base alloys such as
stainless steels, Cr-plated steels, pure Ta, Co-base alloys, pure Ni and Ni-base alloys,
pure Cu, Al alloys, pure Ag and Ag-containing solders, and pure Au, were exposed to Hg
in immersion tests. Although the brief exposures were not sufficiently extensive to justify

sweeping conclusions, the trends can be summarized by:

Pure Fe and Fe-base alloys:

Compatible with Hg; Fe has very low solubility and the air-formed oxide is stable
and prevents wetting in Hg; Fe alloyed with oxide-film formers such as Cr in
stainless steels is very stable.
Pure Ni:
Inconsistent but generally poor compatibility with Hg; solubility is relatively high; air-
formed passive film has only limited resistance and is subject to fail with spectacular

pitting or locally high corrosion rates.?'*

Ni-base alloys:
Air-formed passive film is stable and prevents wetting/interaction.

Co-base alloys:

Air-formed passive film is stable and prevents wetting/interaction.

Cr (in plating):

Air-formed passive film is stable and prevents wetting/interaction.
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Pure Ag, Ag-solders, Au, Cu:

All susceptible to rapid wetting and amalgamation with Hg. Au and Ag-solders were
used to improve wetting with specimens under some circumstances.

Al alloys:
Air-formed passive film is stable and can provide short-term resistance, but
immersion in Hg can be expected to result in high dissolution rates, pitting, and
cracking.?**® Due to the proposed use of 6061-T6 aluminum in several balance-of-
plant applications possibly subject to Hg vapor exposures, a more comprehensive
evaluation of this alloy in Hg was undertaken.? The results confirmed that Al alloys
are is very susceptible to pitting and cracking when immersed in Hg but have

considerable resistance to Hg vapor.

A summary of general compatibility with Hg for a variety of materials is reproduced in
Fig. 5.2° Overall, the results indicated there are consistent with those reported here.
Caution is advised in using the data in Fig. 5, however, as it does not generally indicate
specific exposure conditions or failure mode, and prototypic exposures are

recommended to make specific determinations.
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Reproduced from Reference 25.

2.2 LIQUID METAL EMBRITTLEMENT

Another compatibility concern for structural materials exposed to Hg is a

phenomenon termed liquid metal embrittlement (LME). In this form of degradation, the

ductility of a stressed material is decreased — often dramatically in magnitude and very
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rapidly — by contact with a liquid metal. Experimental observations in a variety of liquid
metals have indicated that this can occur through a range of processes — for example,
grain boundary decohesion — but often there is little or no detectable chemical or
structural modification prior to the formation and growth of brittle cracks. Most studies
emphasize the requirement of a tensile stress and at least some degree of chemical
wetting of the surface by the liquid metal. Although there are no “hard-and-fast” rules,
LME tends to be most severe near the melting temperature of the liquid metal and
decreases as the temperature is increased. Further, only very specific liquid metal —
solid metal couples seem susceptible to LME, and existing theory is inadequate to
predict LME for specific cases.

Mercury is known to embrittle several metals, such as aluminum and its alloys,
brass, nickel and some Ni-base alloys, Ti, and Zn.***" In addition, at least one study has
indicated evidence of LME by Hg of 304L (but not 316L) stainless steel.** To evaluate
LME susceptibility for the selected target container material 316L/316LN and alloy 718
(alternate candidate), various mechanical tests were performed in Hg at room

temperature and 100°C.

2.2.1 U-bends

U-bends of 304L and 316L stainless steel as well as several low alloy steels were
immersed in pure Hg under room air for 72 h at each of ambient, 150, 225, and 275°C.
Aluminum specimens (6061-T6) were included in the exposures at ambient and 150°C.
Only the aluminum specimens suffered weight loss or cracking, which occurred most
reproducibly at room temperature. The other materials exhibited no discoloration, weight
change, or evidence of cracking. With the exception of testing at 275°C, no evidence of
wetting was observed on the stainless steel or steel specimens.

Subsequent testing focused on 304L stainless steel, because previous literature®
indicated that it was slightly more susceptible to wetting by Hg than 316L and thus might
present a more fruitful avenue to find interactions. A variety of surface treatments were
incorporated, including gold plating, several acid cleaning/etching procedures, and
abrasion under the Hg with scrub pads and engraving tools. In addition, some of the
exposures included an addition of Ga to the Hg in an attempt to facilitate wetting. None
of these conditions led to wetting at temperatures below 275°C and no weight change or

cracking was observed at any temperature.
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2.2.2 Tensile Tests

A series of standard tensile tests was performed on sub-size specimens of 316L
stainless steel in air, Hg, and Hg with up to 1000 wppm Ga at room temperature (23°C).
Figure 6 shows the fixture utilized to contain Hg around a specimen during a tensile test.
Representative data for 316L stainless steel in Hg at room temperature in several
conditions (mill annealed, sensitization heat treatment, and as-welded) are shown in
Fig. 7. The data reveal that, within the scatter of the measurement, the mechanical
properties do not change as a function of environment. Further, the fracture surfaces
resulting from each test were essentially 100% ductile/dimple in appearance, indicating

no LME effects during the test. Very little wetting was noted for the Hg tests.
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Fig. 7. Schematic of the apparatus for
mechanical testing of specimens exposed to
mercury.
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Fig. 8. Summary of mechanical test data for 316L stainless steel in
the mill-annealed (MA), sensitizing heat treatment (2 h at 650°C), and
as-welded conditions in three different environments at room
temperature.

In general, mechanical properties can be sensitive to strain rate if the
environment influences the specimen (via corrosion or LME, for example). In the case of
potential LME effects, the strain rate of maximum sensitivity is not known but is often
considered to result from a balance of straining rapidly enough to promote oxide fracture
and crack initiation at many sites but sufficiently slowly to permit interaction of the liquid
metal with the crack sites. To consider potential strain rate effects, the database for
annealed 316L stainless steel was expanded to include a range of strain rates from 10®
to 102 s for testing in Hg at room temperature. In all cases, the specimens revealed no
change in mechanical properties, no discoloration, no weight change, and no brittle
fracture features as a result of testing in Hg compared to air.

Liquid metal embrittlement is expected to be most aggressive at temperatures
relatively close to the melting point of the liquid metal in question. In general, then,
raising the temperature from 23 to 100°C would not be expected to produce a significant
change from the previous results at 23°C. However, 100°C is close to the expected
operating temperature in the area of the target window, so a few tests at the prototypic

temperature were included in the test matrix. Heating was accomplished by wrapping
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the Hg test container with heat tape. As expected, data collected at 100°C for 316L
revealed no influence of Hg compared to air.

A number of tests were repeated with additional effort to exacerbate wetting. For
example, in several cases, the entire test container shown in Fig. 6 was ultrasonically
agitated for up to 30 min in an attempt to improve wetting of the specimen prior to testing,
but no effect of this treatment was observed. In addition, a few specimens had the gage
section prepared by application of a layer of silver solder (97 Sn-3 Ag). Instantaneous
wetting (low contact angle, chemical attack) and rapid amalgamation of the solder was
observed in room temperature Hg, but this had no effect on the tensile test results. In
addition, one experiment included arresting the test progress at about 90% of the UTS
for four days prior to completion of the test, and no effect was observed.

A set of tensile tests similar to that summarized in Fig. 7 was also performed for
Alloy 718 in the mill-annealed and the as-welded conditions at room temperature.® 3
The mechanical test properties (UTS, YS, and elongation) revealed no influence of the
Hg or Hg+Ga environment compared to air. However, small areas of the fracture faces

from the Hg and Hg+Ga tests exhibited brittle features, including cracking.®

2.2.3 Fatigue Tests

In contrast with standard uniaxial tensile tests in which the specimens typically fail
in a single fast fracture after plastic deformation (necking) has accommodated the
maximum load, fatigue failure often generates one or more cracks at the specimen
surface that propagate as the cyclic loading continues. If such a crack surface — free of
oxide film — were wet by Hg, the potential for LME would be enhanced.

At the outset of the compatibility project, 316LN specimens were subjected to fully
reversed uniaxial fatigue loading at low frequency (0.2 — 2.0 Hz) at stresses well above
the yield strength in air and in Hg at room temperature.®® Compared to specimens
tested in air, specimens tested in Hg had reproducibly shorter fatigue lives by a factor of
2-3 and fracture faces exhibiting significant wetting by Hg and intergranular cracking.
Representative photographs of fracture surfaces from tests in air and Hg are compared
in Figs. 8 and 9. In air, the fracture features resulting from testing with a stress amplitude
of 287 MPa include classic fatigue striations across the entire surface with short, shallow
cracks parallel to the striations in a few locations. In contrast, the fracture faces of the
specimen tested identically in Hg exhibited brittle/cleavage features and extensive

intergranular cracking.
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ET22500

Fig. 9. Fracture surface of 316LN fatigue specimen tested in air at
room temperature (287 MPa, 4935 cycles to failure. Both photos are from
the center of the specimen.

ET22496 0.2 mm ET22497 20 pm

Fig. 10. Fracture surface of 316LN fatigue specimen tested in Hg at
room temperature (287 MPa, 2572 cycles to failure. Both photos are
from the center of the specimen.

At lower stresses approaching an apparent endurance limit, there was little or no

difference observed in cycles to failure and fracture features for specimens tested in Hg

and air. A more complete review of the fatigue data generated in support of the SNS

target development is given in a separate summary report.** It includes test data for wide

ranges in cycle frequency, R-ratio, alloy starting condition, and a number of other
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variables. Typically, for stresses at or below the yield strength, no effect of Hg on fatigue

life was observed.

2.3 CAVITATION-EROSION

The extreme local heating rate resulting from each pulse of the incident proton
beam in the SNS is expected to give rise to a thermal-shock induced pressure wave.
When the compression wave reaches a boundary, e.g., the target containment, the wave
will be reflected back with a change of phase. The resulting rarefaction wave will expose
the surrounding Hg to transient negative pressures. At a sufficient negative pressure —
routinely expected in the SNS target — microscopic bubbles are expected to form in the
Hg.*** When the bubbles collapse at or near the containment surface, some of the
energy released — typically a jetting action of liquid at extreme velocity — can effectively
erode the surface through a scrubbing action.

In addition to previously mentioned cavitation experiments,? a series of tests

using a vibratory horn®¥2

were performed to quantitatively compare the relative
cavitation-erosion resistance of a variety of 316LN stainless steel coupons in the
annealed, cold-worked, and surface treated conditions with other materials in Hg.
Results from these tests were intended to complement other test results and provide
some screening for various materials/treatments to support the limited in-beam testing at
Los Alamos National Laboratory.***°

In the vibratory horn tests,***' annealed 316LN proved susceptible to significant
surface roughening and localized pitting compared to 50% cold-work 316LN or annealed
316LN that was kolsterized (a proprietary low temperature carburizing treatment).
Representative weight loss data are shown in Fig. 10 which compares annealed and
50% cold-worked 316LN. The results indicate that for these test conditions (25 ym peak-
to-peak displacement amplitude, 20 kHz frequency, 25°C Hg), the average wastage rate

as exemplified by weight loss is 6-7 times greater for annealed material.
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Fig. 11. Specimen weight loss vs. exposure time for vibratory horn testing
(25 um peak-to-peak displacement amplitude, 20 kHz frequency, 25°C) in Hg.
The trend lines are included for ease of presentation.

Microscopically, the difference in cavitation-erosion resistance between annealed
and cold-worked 316LN is even more striking. Figures 11 and 12 show scanning
electron micrographs of the surface of each type of specimen following sonication in Hg.
The annealed material was found to be quite susceptible to surface roughening and
pitting, while the cold-worked specimen experienced only minor surface roughening and

very limited, shallow pitting.

Fig. 12. Scanning electron micrographs of the surface of
annealed 316LN after sonication (25 ym peak-to-peak displacement
amplitude, 20 kHz frequency, 25°C) for 150 min in Hg. Photograph at
right shows a higher magnification view of one of the large pits in the
photograph at left.
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Fig. 13. Scanning electron micrograph of the surface of 50% cold-
worked 316LN after sonication (25 um peak-to-peak displacement
amplitude, 20 kHz frequency, 25°C) for 180 min in Hg. This
photograph is not particularly representative in that the entire specimen
surface exhibited only 2-3 such indications.

From the perspective of weight loss as a function of exposure time, annealed
316LN receiving the kolsterizing surface treatment performed nearly identically to the
50% cold-worked 316LN. However, kolsterized specimens exhibited a different type of
limited damage compared to the cold-worked specimens. Figure 13 contains a
representative example of this observation, which shows a somewhat linear, crack-like
indication on the kolsterized surface.

Fig. 14. Annealed 316LN specimen
receiving kolsterizing treatment and
exposed to sonication (25 pm peak-to-
peak displacement amplitude, 20 kHz
frequency, 25°C) for 60 min in Hg.
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Other potentially cavitation resistant materials (Nitronic 60, Inconel 718, Stellite 3)
did not perform significantly better than cold-worked or kolsterized 316LN. Other surface
treatments for 316LN (laser treatment to form diamond-like layers, CrN coating, metallic
glass coating) provided little or no protection for the substrate.

A consistent observation in the vibratory horn tests was that the specimen buttons
were rapidly and tenaciously wetted by Hg even after short (1-2 minute) sonication
exposures. However, upon termination of the test and exposure of the button to room
air, the Hg gradually “beaded” on the surface until little evidence of wetting remained
after a period of 1-2 h. Wetting was probably encouraged by the erosive action of the
cavitation process cleaning the button surface of oxide, but the surface oxide is quick to

reform when sonication ceases.
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3. CONCLUSIONS

None of the Hg compatibility experiments reported here included simultaneous
exposure to irradiation and flowing Hg during testing. While that is a potential
shortcoming of the results presented, the cost of such an evaluation was deemed
prohibitive at the outset of the program and the compatibility tests were largely limited to
studies in the absence of irradiation effects. However, some pains to facilitate wetting as
might be found in the actual SNS target were included in the test protocol.

In summary of the various flow loop experiments, a wide range of surface
conditions and heat treatments for 316L/316LN stainless steel and a few alternate alloys
were evaluated in Hg at temperatures well in excess of those expected in actual SNS
service to exacerbate wetting. The data collected indicate that, with the possible
exception of gold-plating to accelerate/enhance wetting, none of the
treatments/conditions had an appreciable effect on compatibility with Hg. On specimens
without gold-plating, the greatest extent of attack — about 9-10 um of relatively uniform
penetration — was observed on annealed 316L specimens exposed to Hg at 305°C for
5000 h. The penetration was manifest by the appearance of a porous surface layer
substantially depleted of Ni and Cr and transformed to ferrite. A single gold-coated
specimen revealed non-uniform attack to a maximum depth of about 15 ym in 2000 h at
about 290°C, but other gold-coated coupons in the same experiment revealed much less
interaction. Specimens exposed at lower temperatures or for shorter times exhibited
considerably less interaction in magnitude and uniformity, and coupons exposed below
about 250°C revealed no measurable interaction at all. Other practical implications of
the loop data are that the presence of a reaction layer due to Ni and Cr leaching can be
detected non-destructively with magnetic measurements and that Hg velocity does not
appear to have a significant influence on compatibility of 316L/316LN. Unless significant
wetting occurs under SNS conditions, it is not believed that mass transfer will play a
significant role in the SNS mercury target during anticipated service lifetimes.

Mechanical tests to examine the potential for liquid metal embrittlement in 316L
included standard tensile tests of annealed, as-welded, and sensitized material
examined in a range of strain rates in Hg at 23 and 100°C. A limited number of tests also
included various specialized procedures to encourage wetting, such as ultrasonic
treatment of the test container and coating specimen gage sections with silver solder.
For all conditions with 316L, wetting of the surface by Hg was problematic and no

indication of embrittlement was observed for any of the conditions examined compared to
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identical tests in air. Similarly, alloy 718 showed no significant change in mechanical test
properties, but specimen fracture faces revealed traces of brittle behavior, particularly at
the edges of the specimen.

In preliminary fatigue testing of 316LN in Hg, relatively high loads above the yield
strength of the material generated lower cycles to failure and indications of brittle failure
features compared with identical tests in air. At lower fatigue loads, Hg had much less
influence on fatigue life and fracture features. A summary of more complete fatigue test
results was presented in a separate document.

Annealed 316LN is somewhat susceptible to cavitation-erosion damage.
Screening tests using the vibratory horn indicated that annealed 316LN suffers general
surface roughening with concomitant weight loss and localized pitting as a result of
exposure to sonication conditions in Hg. Considerable improvement was realized with a
kolsterizing surface treatment or 50% cold-working, as each of these decreased the
mass loss rate by a factor of 6-7 and decreased the depth/frequency of pitting. Both the
kolsterizing treatment and cold-working had no adverse effect on coupon performance in

the thermal convection loop tests.
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