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Measurement of quantum yields. 

  The fluorescence quantum yield (QY) is an important parameter to evaluate the 

efficiency of the emission process in luminescent materials, which is defined as the ratio 

of the number of emitted photons to the number of absorbed photons per time unit.1 

   

   

number of emitted photons
Φ

number of absorbed photons
         (1) 

Usually, the relative quantum yield of the unknown is compared with that of a reference 

sample: 
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where Φ is the luminescence quantum yield, A the absorbance at the excitation 

wavelenghth, F the integrated fluorescence intensity (that is, the area of the fluorescence 

spectrum), and n the refractive index of the solvents used. The subscripts R and X refer to 

the reference and the unknown, respectively. When the same solvent is used for both the 

reference and the unknown, the factor (nX/nR)2 will be equal to unity. 

  To minimize the errors, Rhodamine 6G in ethanol was selected as the standard, a 

well-accepted reference for green emission2 and the same parameters were used for 

measuring the absorption and photoluminescence spectra of the standard materials and the 

tested samples. To overcome the errors caused by single-point measurement, we make the 

absorbance of both Rhodamine 6G and quantum dot ethanol solutions between 0.04 and 
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0.053 by tuning six different concentrations for each sample. Then, the QY of the test 

samples is calculated by equation (2). 

 

Figure S1. TEM images of un-doped ZnO QDs without surface-modification. The insets 

show the corresponding size distribution histogram. 

 

Figure S2. FTIR spectra of (A) un-doped ZnO QDs with surface-modification and (B) 10 

mol% La-doped ZnO QDs with surface-modification. 

 

As shown in Figure S2, 930 cm-1~1110 cm-1 is ascribed to M-O-Si (M=Si, Zn, La) 

vibrations.1110 cm-1 is assigned to Si-O-Si vibration,4 La–O–Si (930 cm-1) peak appears at 

a position of 200 cm−1 lower than Si–O-Si because La is heavier than Si.5 The vibration of 

1000 cm-1 indicates the formation of Zn-O-Si bond,6 and the vibration shifts to lower 

frequency at 1060 cm-1 after incorporation of La3+ ions. In addition, the Zn–O vibration is 

located at 489 cm-1, and it shifts to lower frequency at 540 cm-1 which is ascribed to 
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doping with La3+ ions,7 because La atom is more active and easier to lose outer electrons 

than Zn atom. Thus, La serves as an electron donating group to ZnO, and makes Zn-O 

vibration shift to lower frequency in IR spectra. The above information indicates the 

formation of La–O–Zn bond. It can thus be deduced that at least a part of La3+ ions have 

been incorporated into the ZnO lattice by substituting Zn2+ ions similar to the report for 

Mg-doped ZnO QDs.7 

 

Figure S3. TEM images of (a) the un-doped ZnO QDs (sample A0) and (b) the 10 mol% 

La-doped ZnO QDs (sample B0), and their corresponding (c) UV-Vis absorption and (d) 

normalized PL spectra. The insets in (a)-(b) show the corresponding size distributions.  

 

It can be seen from the above images (Figure S3a-b) that the size of the un-doped ZnO 

QDs (A0) and the 10 mol% La-doped ZnO QDs (B0) are almost the same (~ 2.7 nm). The 

band gap (Eg) of the samples A0 and B0, obtained according to the equation 

Electronic Supplementary Material (ESI) for Journal of Materials Chemistry
This journal is © The Royal Society of Chemistry 2012



4 
 

(αhυ)2=A(hυ-Eg), are 3.735 eV and 3.746 eV, respectively. In Figure S3c-d, the UV-Vis 

absorption and photoluminescence properties of the La-doped ZnO QDs are compared 

with those of the un-doped ZnO QDs with the same size, which excludes the influence due 

to size changing. The results show that the La incorporation affects the band gap and 

photoluminescence properties of ZnO QDs. This gives an experimental evidence for the 

theoretical studies on the broadening band gap and blue shift of the optical absorption by 

La-doping reported previously by Liu et al.9 

 

 

Figure S4. (a) PL excitation spectra and (b) PL emission spectra of the samples A-F. The 

percentage of La-A: 0 mol%, B: 5 mol%, C: 10 mol %, D: 20 mol %, E: 30 mol %, F: 50 

mol %. 

 

For ZnO QDs, the optimal emission cannot be excited at the excitonic peak from the 

absorption spectrum. There are different optimal excitation wavelengths for ZnO QDs 

with different sizes and doped-La3+ loadings.7 The optimal excitation wavelengths are 

obtained in terms of the following three steps: first, the absorption edge of the UV-Vis 

absorption (Figure 5a) is used as a primary excitation wavelength, a corresponding 

emission spectrum is then got; second, from this emission spectrum an excitation spectrum 

as shown in Figure S4a is obtained by setting the emission wavelength at the emission 

peak; finally, the excitation peak from the excitation spectrum is chosen as the optimal 

excitation wavelength, and the final emission spectrum as shown in Figure 4b is got under 

this optimal excitation wavelength. 
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Figure S5. PL stability of (a) un-doped ZnO QDs with surface-modification and (b) 

La-doped ZnO QDs with surface-modification.  

   

The PL spectra of the un-doped ZnO QDs and La-doped ZnO QDs were recorded via 

a fluorescent spectroscopy (Hitachi F-4600) at different times, comprising 0 days, 7 days, 

30 days, 3 months and 6 months. The high stability of the surface modified ZnO QDs has 

been achieved as shown in Figure S5 not like unmodified ZnO QDs with a poor stability.8 

The spectra shows the similar PL stability of both the La-doped ZnO QDs and un-doped 

ZnO QDs with surface-modification, indicating that the high PL stability of ZnO QDs with 

KH 560 surface modification8 is not destroyed after introducing La to the quantum dots.  

 

Figure S6. Schematic diagram for probable growth process of (a) un-doped ZnO QDs with 

surface-modification and (b,c) La-doped ZnO QDs with surface-modification. In the 

above schematic diagram, the black ball, white ball and curve represent ZnO, La3+ ions, 

KH-560, respectively.   

Electronic Supplementary Material (ESI) for Journal of Materials Chemistry
This journal is © The Royal Society of Chemistry 2012



6 
 

 

REFERENCES 

1. S. Fery-Forgues and D. Lavabre, J. Chem. Educ., 1999, 76, 1260-null. 

2. H. M. Xiong, D. P. Liu, Y. Y. Xia and J. S. Chen, Chem. Mater., 2005, 17, 3062-3064. 

3. K. Binnemans, Chem. Rev., 2009, 109, 4283-4374. 

4. K. Niu, L. Liang, Y. Gu, L. Ke, F. Duan and M. Chen, Langmuir, 2011. 

5. P. D. Kirsch, P. Sivasubramani, J. Huang, C. D. Young, M. A. Quevedo-Lopez, H. C. Wen, H. 

Alshareef, K. Choi, C. S. Park, K. Freeman, M. M. Hussain, G. Bersuker, H. R. Harris, P. Majhi, R. 

Choi, P. Lysaght, B. H. Lee, H. H. Tseng, R. Jammy, T. S. Boscke, D. J. Lichtenwalner, J. S. Jur and 

A. I. Kingon, Appl. Phys. Lett., 2008, 92. 

6. J. W. Soares, J. E. Whitten, D. W. Oblas and D. M. Steeves, Langmuir, 2008, 24, 371-374. 

7. H. M. Xiong, D. G. Shchukin, H. Mohwald, Y. Xu and Y. Y. Xia, Angew. Chem.-Int. Edit., 2009, 48, 

2727-2731. 

8. H.-Q. Shi, W.-N. Li, L.-W. Sun, Y. Liu, H.-M. Xiao and S.-Y. Fu, Chem. Commun., 2011, 47, 

11921-11923. 

9. X. Liu, R. Zhang, Y. Su and X. Wang, in 2011 Intern Conf Chem Engin Adv Mater, May 28- 

30,2011, Trans Tech Publ, Changsha, China, pp. 2119-2124. 

 

 

Electronic Supplementary Material (ESI) for Journal of Materials Chemistry
This journal is © The Royal Society of Chemistry 2012



<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles false
  /AutoRotatePages /PageByPage
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.4
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends false
  /DetectCurves 0.0000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 100
  /Optimize false
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage false
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Remove
  /UsePrologue false
  /ColorSettingsFile (Color Management Off)
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 150
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 200
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.00000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 1.30
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /ColorImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 150
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 200
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.00000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 1.30
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /GrayImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasMonoImages true
  /CropMonoImages true
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 300
  /MonoImageDepth 4
  /MonoImageDownsampleThreshold 1.00000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /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 ()
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /CreateJDFFile false
  /Description <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e55464e1a65876863768467e5770b548c62535370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc666e901a554652d965874ef6768467e5770b548c52175370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /DEU <>
    /ESP <>
    /FRA <>
    /ITA (Utilizzare queste impostazioni per creare documenti Adobe PDF adatti per visualizzare e stampare documenti aziendali in modo affidabile. I documenti PDF creati possono essere aperti con Acrobat e Adobe Reader 5.0 e versioni successive.)
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020be44c988b2c8c2a40020bb38c11cb97c0020c548c815c801c73cb85c0020bcf4ace00020c778c1c4d558b2940020b3700020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken waarmee zakelijke documenten betrouwbaar kunnen worden weergegeven en afgedrukt. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /PTB <>
    /SUO <>
    /SVE <>
    /ENU (Use these settings to create Adobe PDF documents suitable for reliable viewing and printing of business documents.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
    /ENG ()
  >>
>> setdistillerparams
<<
  /HWResolution [200 200]
  /PageSize [595.276 841.890]
>> setpagedevice


