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[Ni(4-bpd)2(NCS),]-3EtOH-H,O (1) and [Ni(4-bpd).(NCS),]-EtOH-H,O0 (2):

A solution (4 mL) of KSCN, 4.9 mg, 0.025 mmol) was added sol to a solution (8§ mL)
of NiCl,-6H,O (6.0 mg, 0.025 mmol) and 4-bpd (5.4 mg, 0.025 mmol) at room
temperature. The resulting solution (pH = 6.47) was allowed to stand for several days
to give purple crystals of 1 (7.5 mg) and light-yellow crystals of 2 (6.8 mg) in 40%
and 32% yields, respectively. IR (KBr pellet) for 1: v = 3435 (m, sharp) 2070 (vs,
sharp), 1611 (vs, sharp), 1553 (m, sharp), 1415 (m, sharp), 1311 (m, sharp), 1235 (m,
sharp), 1061 (m, sharp), 1018 (m, sharp), 950 (w, sharp), 820 (m, sharp), 689 (m,
sharp), 549 (m, sharp), 528 (m, sharp) cm . Anal. Calc. for C26H20NoNiS; (1) after
desolvation (Mr = 594.34): C 52.45, N 23.54, H 3.22; Found: C 51.13, N 22.94, H
3.24. IR (KBr pellet) for 2: v = 3502 (s, sharp) 2073 (vs, sharp), 1610 (vs, sharp),
1558 (m, sharp), 1417 (m, sharp), 1310 (m, sharp), 1235 (m, sharp), 1061 (m, sharp),
1017 (m, sharp), 950 (m, sharp), 822 (m, sharp), 689 (m, sharp), 528 (m, sharp)
cm'.Anal. Calc. for CogHaoNoNiS; (2) after desolvation (Mr = 594.34): C 52.45, N

23.54,H 3.22; Found: C 51.13, N 22.94, H 3.24.
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Spectral  measurement of [Ni(4-bpd)(NCS);]-3EtOH-H,O (1) and
[Ni(4-bpd)2(NCS)2]-2EtOH-2H;0 (2):

In order to investigate the possible differences in photoluminescence between (1)
and (2) due to the variation of topologies, these complexes were measured with a
confocal mode of a Witec-Alpha scanning near-field optical microscope (Ulm,
Germany). A 406-nm laser line (GaN laser, Oxxius SN00223) was used as an
excitation source throughout the measurement. The photoluminescence was separated
from the scattering light of excitation pulse by a long-pass filter (LP02-442RU-25,
Semrock) and sent by an optical fiber to the entrance slit of a polychromator (blazed
at 520 nm) coupled by a sensitive charge coupled detector (CCD, Princeton
Instruments, PI-MAX). The CCD was operated in shutter mode and the measurements
were performed with 300 ms exposure time. All spectra were accumulated over an
average 100 scans. The lifetime measurements were performed by using a
mode-locked Ti:sapphire laser (Tsunami, Spectra-Physics ) with an 80MHz repetition
rate. This laser beam was directed into a doubling crystal (BBO) to yield an UV beam
as a pulsed excitation source, then to a telescope for focusing. The confocal
microscope (AlphaSNOM, WITec) was applied to monitor the crystals 1 and 2
respectively. The fluorescence signal from the crystals is analyzed by the
time-correlated single photon counting system (SPC-300, Becker & Hickl) and high

speed photodetector module (OT900, Edinburgh).
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(b)

Figure S1. ORTEP views of pseudo ‘“square-planar node” environment at the
nickel(II) centers of (a) 1 and (b) 2. Thermal ellipsoids are drawn at the 30%
probability level. Bond lengths [A]: Ni-N 2.054(4)-2.146(3) A for 1 and Ni—-N
2.034(6)—2.133(5) A for 2. The asymmetric unit in 2 has one 4-bpd ligand in a general
position and two independent half 4-bpd ligands each lying about independent
inversion centres. Symmetry transformation: (—x, —y—1, —z) for N(1A) to N(4A),
C(1A) to C(12A) and (—x+2, —y—1, —z—1) for N(5A) to N(8A), C(13A) to C(24A) in 1,
and (x—1, —y+1/2, z—1/2) for N(1A) to N(4A), C(1A) to C(12A); (—x+1, y+3/2,
—z+3/2) for N(5A), N(6A), C(13A) to C(18A); (—x, y+1/2, —z+5/2) for N(7A), N(8A)
and C(19A) to C(24A) in 2.
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Figure S2. Thermogravimetric (TG) analysis of compounds 1 (red) and 2 (blue). Prior

to the TGA measurements, both samples have been placed in the oven at 120 °C for

de-solvation treatment.

Table S1. The O—H---O H-bonds for 1¢

D-H-A (A) D-H@A) H-AGA) D-AA)  «£D-H-A
)
O(1)-H(1*)--0(2) 0.90 1.88 2.771 170.6
O(1)-H(1)--O(3); 0.90 1.89 2.781 167.4
0.84 1.89 2711 167.2

O(3)-H(3)--0(1)

“Symmetry code: (i) = x, —y+3/2, z+1/2

Table S2. Dihedral angles of the R—C=N—N=-R units for 1 and 2.“

1

C(3)-C(6)-N(2)-N(3)

C(6)-N(2)-N(3)-C(7)

N(2)-N(3)-C(7)-C(10)

179.9 89.4 178.5
C(15)-C(18)-N(6)-N(7) | C(18)-N(6)-N(7)-C(19) | N(6)-N(7)-C(19)-C(22)
178.1 105.4 176.7
2 C(3)-C(6)-N(2)-N(3) C(6)-N(2)-N(3)-C(7) | N(2)-N(3)-C(7)-C(10)
179.1 148.0 179.6
C(15)-C(18)-N(6)-N(6A) | C(18)-N(6)-N(6A)-C(18A)
179.5 180.0.0
C(21)-C(24)-N(8)-N(8B) | C(24)-N(8)-N(8B)-C(24B)
179.5 180.0.0

“Symmetry code: (A) = —x+1, y+3/2, —z+3/2; (B) = —x, y+1/2, —z+5/2





<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles false
  /AutoRotatePages /None
  /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
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends false
  /DetectCurves 0.0000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /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 false
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 150
  /ColorImageDepth 8
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /FlateEncode
  /AutoFilterColorImages false
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.76
    /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 false
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 150
  /GrayImageDepth 8
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /FlateEncode
  /AutoFilterGrayImages false
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.76
    /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 false
  /CropMonoImages true
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages false
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /FlateEncode
  /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

  /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 [600 600]
  /PageSize [595.276 779.528]
>> setpagedevice


