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Overview
Timeline
• 6-1-2005
• 5-31-2009
• 0%

Barriers
J. Rate of Hydrogen Production
M. Materials Durability
N. Materials and systems    
Engineering
P. Diurnal Operation Limitation
Q. Cost
R. System Efficiency
T. Renewable Integration
V. High and Ultrahigh Temperature
Thermochemical Technology
W. High Temperature Materials
Y. Solar Capital Cost

Budget
•Total Project Funding

$1,095,000 DOE

$270,000 Cost share

•Funds received in FY04 

$0

Partners
Swiss Federal Research Institute (ETH-Zurich)



Objectives
• Develop an understanding of the 

Mn2O3/MnO solar-thermal thermochemical 
cycle through theoretical and experimental 
investigation

• Based on the above, develop a process 
flow diagram and carry out an economic 
analysis of the best process option



Approach
• Develop an initial process flow diagram based on available 

published information regarding the cycle; simulate integrated 
process; identify key areas for research and  development

• Develop and carry out an experimental plan to evaluate the 
feasibility of all steps in the cycle

• Carry out CFD modeling and simulation to develop an 
understanding of solar-thermal reactor transport mechanisms

• Analyze cost and efficiency metrics for integrated cycle 
performance; provide final process flow diagram based on 
best scenario



Technical Accomplishments/ 
Progress/Results

• Literature surveyed
• Preliminary flow sheet developed based on literature 

information (conventional processing)
• Very preliminary economics carried out
• Preliminary key areas identified for research (based on 

preliminary simulations and economics)
• Experimental work plan being developed



Literature Surveyed
• Sturzenegger, M., J. Ganz, P. Nuesch, and Th. Schelling, 

“Solar hydrogen from a manganese oxide based 
thermochemical cycle,” J. Phys. IV France, 9, 331-335 
(1999).

• Sturzenegger, M. and P. Nuesch, “Efficiency analysis for 
a manganese-oxide based thermochemical cycle,”
Energy, 24, 959-970 (1999).
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Preliminary Flowsheet 
Development

• Based on literature only, a preliminary 
PFD was developed for the Mn2O3/MnO 
solar-thermal thermochemical cycle

• Only the most obvious and conservative 
unit operations were considered for this 
initial pass



Process Design Premises
• Mn2O3 dissociated (80%) in air at 1835 K
• NOx considered formed and dealt with via 640 K SCR
• Molten salt heat recovery system considered
• H2 production step carried out at reduced P; H2 removed to 

shift equilibrium to right (100%)
• 90% conversion assumed on water splitting step
• Multi-effect evaporator considered to recover NaOH
• H2 supplied to pipeline at 300 psig



Process Economics Premises
• Economics by study estimate (factor) method using major purchased 

equipment costs (Lang’s Factor)
• Base Case = 24 MWth plant size; Integrated to 150,000 kg H2/day
• 15 yr plant lifetime; 2453 hours per year (28 % on-sun)
• 12.5 % target IRR
• 25 % contingency
• Working capital = 18 % of FCI
• Equity funded
• 1.9% inflation; 7 yr MACR depreciation
• 228 operators in 150,000 kg H2/day plant
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Safety, Environmental, and Health 
Considerations

Environmental ConsiderationsEnvironmental Considerations
• Nitrogen oxides (NOx) potentially formed at high temperature in solar 

thermal reactor

•NOx can be reduced via selective catalytic reduction (SCR).

OHNONHNO 2223 6444 +→++

OHNNHNO 2232 12786 +→+
Chemical 
Reactions

Catalyst: TiO2 / V2O5 / WO3

Safety and Health ConsiderationsSafety and Health Considerations
• Corrosive chemicals (NaOH, NH3)

• Flammability hazards (H2, O2)

• Central nervous system effects from prolonged exposure (MnO, Mn2O3)



Process Simulation



Material Balance Summary*
Base Case: Single 

24 MWth solar thermal 
reactor

95 solar thermal reactors 
(each 24 MWth)

Single Back-end
ProductsProducts

H2 235 kg/hr 
(1,579 kg/day), $20.27/kg

22,325 kg/hr  
(150,024 kg/day), $9.04/kg

Low pressure 
steam

46,295 kg/hr 4,398,025 kg/hr

Cooling water 64,390 kg/hr 6,117,050 kg/hr

Natural Gas 21,275 scf/hr 2,021,082 scf/hr

Low Pressure 
Steam

2,491 kg/hr 236,645 kg/hr

Raw Materials  and UtilitiesRaw Materials  and Utilities

Ammonia 25 kg/hr 2,329 kg/hr

Electricity 846 kWh/hr 80,370 kWh/hr

* Preliminary Process Design (12.5% IRR; 15 year lifetime)



Possible Cost Reducing Areas
• Equipment

– Mult. Effect Evaporator – 16% total BMC
– Heliostats – 12% total BMC
– NOx Reactor – 11% total BMC
– Salt System – 2.3% total BMC

• Variable costs  
– Ammonia – 19% TVC
– Steam – 48% TVC
– Natural Gas – 17% TVC



Cost Reductions Applied 
Individually
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Sensitivity Analysis: TPI and Fixed 
Operating Costs (TFC) 
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Impact of Cost Reductions 
• All cost reductions except multiple effect 

evaporator:
– $829 million TPI
– $6.58/kg for 12.5% IRR (15 yr lifetime)
– 8.8% ROI, 11.4 years PBP

• All cost reductions (40 yr plant life)
– $764 million TPI, $3.01/kg for 10 % IRR
– Break Even: $1.50/kg H2 selling price



Key Areas for Research
• Integration of single secondary reaction step with multiple 

solar fields/reactors ($11+/kg)
• NaOH recovery step using alternative technologies such as 

membrane separation, …($4+/kg)
• Rapid Mn2O3 2 MnO + ½ O2 in air and in-situ mitigation of 

NOx ($2/kg)
• Reduced heliostat costs ($1/kg)
• Kinetics of Mn2O3 2 MnO + ½ O2 (lowest temperature) 

($1/kg)
• Consider alternative secondary reaction steps 



Experimental Work Plan 
Development

• Rapid dissociation kinetics (Mn2O3 2MnO +1/2O2) 
investigation underway (STCH funding in Yr 1)

• MnO + NaOH 1/2H2 + NaMnO2;  H2 liberating step 
experiments being planned

• NaMnO2 + ½ H2O 1/2 Mn2O3 + NaOH;  water splitting 
step experiments being planned



Hydrogen Safety
• At this stage of the project, H2 quantities involved in 

the experiments are so minimal as to pose no H2
safety risks

• The most significant current hazard is associated 
with ultra-high temperature (> 1500oC) operations

• Hazards mitigated with personnel training, well 
documented SOPs, and internal safety reviews



Conclusions/Summary

• The Mn2O3/MnO cycle provides an opportunity for 
low cost renewable H2

• Significant development needs made relative to 
process integration at large scale, NaOH recovery 
and NOx mitigation



Acknowledgement

• DOE Hydrogen Program


	Material Balance Summary*


<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Dot Gain 20%)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.4
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 100
  /Optimize false
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveEPSInfo true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile ()
  /PDFXOutputCondition ()
  /PDFXRegistryName (http://www.color.org)
  /PDFXTrapped /Unknown

  /SyntheticBoldness 1.000000
  /Description <<
    /FRA <>
    /JPN <FEFF3053306e8a2d5b9a306f30019ad889e350cf5ea6753b50cf3092542b308000200050004400460020658766f830924f5c62103059308b3068304d306b4f7f75283057307e30593002537052376642306e753b8cea3092670059279650306b4fdd306430533068304c3067304d307e305930023053306e8a2d5b9a30674f5c62103057305f00200050004400460020658766f8306f0020004100630072006f0062006100740020304a30883073002000520065006100640065007200200035002e003000204ee5964d30678868793a3067304d307e30593002>
    /DEU <>
    /PTB <>
    /DAN <>
    /NLD <>
    /ESP <>
    /SUO <>
    /ITA <>
    /NOR <>
    /SVE <>
    /ENU <>
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [612.000 792.000]
>> setpagedevice


